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I . — Soine Derivatives of Pr ln-Methylindole> 
By H. G. CoLMAN, Ph.D., M.Sc. 


Introduction, 

In liis classic researches on the compounds of the indigo-group, 
Baeyer obtained, by the redaction of isatiu, successively — 

Dioxindole, Oxindole, 

and Indole, OeH4<^®>OH. 

Up to the present time, the methyl-derivatives of these compounds 
have been but little studied, and it seemed probable that they might 
be obtained fTom Pr Im-methylindole (for nomenclature, see E. Fischer, 
Annahn,, 236, 116), which, thanks to the researches of E. Fischer 
and 0* Hess (Ear,, 17, 559), can now be prepared in quantity without 
difficulty* 

Fischer and Hess p. 561) have shown that methyiiudole can 
be converted into methylpseudoisatin by a very remarkable reaction. 
They found that when methylindole or methylindolecarboxiylic acid 
is treated with a solution of sodium hypochlorite, a crystalline pre- 
cipitate is formed, which on boiling with alcoholic potash yields 
methylpseudoisatin. ' 

The intermediate product was analysed hy Fischer and Hess, but 
the analysis' was, insufficient to decide 'whether the substance , had the 
formula CsHsHBrgO vr C 0 H 7 NB'r 2 O*, At 'Professor Emil FischePs'' 
'vbn. LV. " ' b 
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suggestion, I have made a detailed exammation of tlio reaction, the 
results of wliich are given in the following paper* 

The product of the action of sodium hypocblorite on mothyliudolc 
or methylindolecarhoxylic acid has the formula 0 i»H 7 hlBr 2 O, and is 
most probably a dibromo-deiuvative of methyloxiiidole, having the 

formula CO, since with phenylliydraziue it gives a 

crystalline deiuvative, which is identical with methylpseudoisatin- 
phenylliydrazone. The latter must have the constitution 


C6H4< 


CClN-lSTH-CeHs) 
— N(GH3) — 


> 00 , 


as phenylhydrazine never reacts with a carbonyl- group which is 
directly comhined with nitrogen (see Baeyer, Ber,, 16, 2188), From 
this it follows that the two hromine-atoms must be in the Pr 3-position 
as given in the above formula. 

Ibis formula also easily explains the formation of niethyl- 
pseudoisatin when the substance is boiled with alkali or even with 
water, the two bromine-atoms being displaced by one of oxygen, 

By the action of sodium hypochlorite on methylindolecarboxylic 
acid, the corresponding dichloromethyloxindole is obtained, which 
correfsponds in all its reactions to dibromomethyloxindole. 

This peculiar reaction with hypochlorites and hypobromites seems 
confined to those indoles in which the alkyl-group is attached to tbe 
nitrogen-atom. If indole is treated in the corresponding manner, the 
products of the reaction are not nearly so simple, 

Methylpseudoisatinoxime, can be obtained in 

two ways, viz., by the action of hydroxylamine on methyl pscudoisatin, 
or by passing nitrogen trioxide into a solution of methyloxindole. 

On rednetion in acid solution, dibromomethyloxindole loses finst one 
atom of bromine^ forming monobromomethyloxindole, 


p TT ^GHBr 

which by long-continued reduction loses the second atom of bromine, 
and is converted into methyloxindole, 

By the reduction of methjlpseudoisatin in either acid or alkaline 
solution, methyldioxindole, is obtained. 

Blxperimental Fart 

The methylindolecarhoxylic acid necessaty for this work was pre- 
; pared according the, directions of Fischer and Hess' 561), 
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bj warming metliylplienylliydrazone-pyroraceiiiic acid with dilute 
liydrocliloric acid. The crude acid thus obtained is sufiSciently pure 
for further experiments. 

The pyroracemic acid I’equired was prepared by Dobner’s method 
(Annalen, 242, 268), which gives a very satisfactory yield of the pure 
acid, 


Bihromometliy loxindole^ OeHi 


- 

]sr(OHa) 


> 00 . 


The action of sodium hydrobromite on methylmdolecarboxylio acid 
was found to proceed best under the following conditions : — 

5 grains of the crude acid are dissolved in dilute caustic soda 
solution, and boiled with animal charcoal for a few minutes. The 
■filtered liquid is gradually added to a well-cooled mixture of 
22*5 grams of Imomine in about 900 c.c. of 'water, to which sufficient 
caustic soda had been added to neutralise the bromine, and the whole 
continnally shaken during the addition. The substance separates at 
once in fine needles, the colo-ur of which, in the various experiments, 
varied from light brown to dark red. 

In order to purify the substance, the crystals are collected, well 
washed with water, dissolved in alcohol and boiled with animal 
charcoal. The filtered solution is then partially evaporated, and on 
cooling small yellow tables crystallise out. These are separated from 
the mother-liquor on the filter-pump, twice recrystallised from alcohol, 
and finally dried over sulphuric acid in a vacuum. 

By this means the substance is obtained in almost white tables, 
which melt with decomposition at 204°. On analysis, numbers 
were obtained,* which agree well with the formula C 8 H 7 ]SrBr. 20 . 

A comparison of this formula with that of metbylindole shows 
that it differs fx*om the latter in that it contains two atoms of 
hydrogen less, and the elements Br.>0 more- As it is easily con- 
verted into methylpseudoisatin, the bromine substitution must have 
taken place in the pyrrol ine-ring. In order to determine whether 
these bromine-atoms are attached to the same or to different carbon- 
atoms, the substance was subjected to the ^action of phenylhydrazine. 

Bor this purpose, 4 grams of the crude product were dissolved in 
waym alcohol, and added to a solution of 6 grams of plieuylbydrazine 
hydrochloride, and 7’5 grams of sodium acetate dissolved in as little 
water as possible. In a short time, the liquid became dark brown, 
and on addition of water the product of the reaction was completely 
precipitated as a yellow oil, which crystallised on standing. The 
crystals were collected, washed, and twice recrystalliscd from benzene. 

* For analytioarnumbers,'&c., in this and the remaining analyses, see’ Amalm^ 
M8, IM'&c. 



4 


COL.MAN : SOME DEEIVA:riYES 


Ifc forms fascicalar groups of small yellow ucchIIoh wln’cli melt at 
144 — 145° (uiicorr.), aad gave on analysis nnn:il>Gi‘B sigrecing wii'/li 
those required for ' metlaylpsoudoisatm-plienyihy<lrai^.r)!io. A. com- 
parison of its properties with the compound obtained frotn mcytliyb 
psendoisatin and pheiiylhydraiame showed concliisivcly that i/he two 
sabstances were identical. 

From this it follows that the two bromine-atoms are at ta, died to 
the same carbon-atom in the pyrroline-ring, which condition is fub 
filled only by the two following formulae 

The first would be dibromomethyloxindole, and the second dibromo- 
methyipseudoindoxyl. 

The hydrazones of the compound under discussion and of methyl- 
psendoisatin being identical, the two bromine-atoms in the one must 
correspond with that carbonyl-group in the other which is acted on 
by phenyibydrazine, Now, it is well known that phenylhydrazine, 
never acts on a carbonyl- group which is directly connected "With 
nitrogen, so that in methylpseudoisatin the carbonyl-group in the 
Pr 3-positLon must be the one attacked, and the hjdrazone formed must 

have the formula ^ ^ follows, therefoz*e, 

that in the brominated compound the two bromine-atoms must also 
occupy the Pr 8-position, as given in the first of the above formula. 

The substance consequently is dibromomethyloxindole. Its chief 
properties are as follows 

It crystallises from alcohol in yellowish- white tables, which, when 
quickly heated, melt with decompositon at 204®. If heated slowly, 
however, it becomes brown at 170®, and molts at 180h It is readily 
soluble in alcohol, ether, chloroform, and benzene, but only sparingly 
in light petroleum, and insoluble in cold water. On boiling with 
water, it is converted into methylpseudoisatin. It reacts very readily 
with alkalis, ammonia, amines, hydrazines, and reclaoing agents. If 
shaken with benzene containing thiophen and strong anlplmrie acid, 
a brown coloration is produced, which, however, after standing for 
several hours, becomes changed to the same bine as that produced by 
methylpseudoisatin. 


LMiloromethyhxindolej OeHi<^ 


NCOHs) 


> 00 . 


, The' preparation of ■ this substance .corresponds ^ exactly with that 
dibromomethyloxindole. The solution of methjlindoleearboxylic' 
acid >, alkali is purified' by, boiling with, .animal charpoah , an'd 
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gradually adtled to a cold dilute soliitiou o£ sodium liypoclilorite, 
c^are being taken that the latter is in excess. The substance separates 
tirst in small oily drops, which soon solidify to small brownish-white 
needles. These are collected, well washed, and recrystaliised several 
tiTn{3S from alcohol or acetone. Thus purified it forms white needles 
which melt at 145 — 147°. The numbers obtained on analysis agree 
wtd,l with those required by the formula O9H7NCL.O. 

Dichloromethyloxindoie dissolves much more readily in alcohol than 
the corresponding bromine-compound, and is also easily soluble in 
acetone and ether, but insoluble in water. Towards reagents it 
behaves in exactly the same manner as dibromomethyloxindole, hut it 
is not so easily decomposed by heat, for, whereas the former begins to 
decompose at 170°, the latter can be heated to 210° without any 
change taking place. 


Methylpseicdoisatin, C6H4<^ 


— CO-- 
F(CH3) 


> 00 . 


This compound was obtained by Fischer and Hess (loc. cdf,) from 
dibromomethyloxindole by boiling it with alcoholic potash. Instead 
of this, it was found more advantageous to boil the bromine-compound 
with water. About 8 grams of crude dibromomethyloxindole are 
suspended in 300 grams water, and the whole boiled for two or 
three hours, using a refiux condenser. The solution becomes deep 
red, and a considerable quantity of resinous matter separates. This 
is filtered off, and the clear solution concentrated on the water-bath, 
when beautiful red needles separate on cooling ; these, after another 
crystallisation from water, are quite pure. 

The properties of methylpseudoisatin have already been given by 
Fischer and Hess (Ber., 17, 561). 


3{ethyJpseu(huaM7i^7ienylJi7jdrazone^ 06H4<] ^ ’ 

To prepare this substance, 1 gram of methylpseudoisatin is dis- 
solved in hot water, and to this an aqueous solution of 1 gram of 
phenylhydrazine hydrochloride and 1*5 grams of sodium acetate is 
added. The solution becomes turbid almost immediately, and after a 
short time oily drops separate which crystallise on cooling. The 
crystals are collected, washed, recrystaliised from alcohol or benzene, 
and dried at 100°. The results of its analysis are in full agreement 
with the above formula. 

Methylpseudoisatinphenyihydrazone crystallises in fascicular groups 
of small, yellow needles, which melt without decomposition , at 
145. — 146°.^' It,, is ;easily, soluble in 'alcohol and benzene, 'sparingly in' 
'.other,;, and insoltib!e':'in; water . and' light ^ petroleum.' . 
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As bas already been stated, the product obtained by the action of 
phenylbydrazine on dibromomethyloxiudolo is identical with this 
hydrazone. 


MethjlpsendoisaUnoxime, C 6 H 4 <^ 


C(:n*oh) 

-N(CH,)- 


> 00 . 


The preparation of this oxime is best carried out as follows 

Aqueous solutions of methylpseudoisatin and hydroxy] ami no 
sulphate are mixed, and allowed to stand. The liquid soon becomes 
turbid, and in about 12 hours the reaction is complete, part of the 
oxime separating as a bulky amorphous precipitate, while part 
remains in solution. 

In order to isolate the oxime, the whole is shaken with ether 
10 times successively, the ethereal solution dried with calciuni 
chloride, the ether distilled o:ff, and the residue, which is a yellow, 
crystalline mass, purified by reciystallisation from hot water. 

In this manner the oxime is obtained as a light yellow substance 
crystallising in small needles, which on heating become plastic at 
170®, and melt at 180 — 183°. Even after repeated crystallisation 
from acetone, the melting point does not become constant. The cor- 
responding ethylpseudoisatinoxime was found by Baeyer (Ber., 16, 
2196) to behave in a similar manner. 

Methylpseudoisatinoxime is fairly soluble in hot, but much less in 
cold water, easily in alcohol, acetone, ether, and benzene. 


Meductlon of JOihromomethyloxindole in Acid Solution. 

Dibromomethylox indole is very easily acted on by reducing agents, 
especially in acid solution. The reduction proceeds best as foilows:"— 

To a mixture of dibrooiomethyloxindole wa*.tl.i an excess of zinc- 
dust, suspended in alcohol, concentrated hydrochloric acid is gradually 
added in small portions, the whole being shaken after each addition. 
After a few minutes, the dibromomethyloxindole dissolves, forming a 
clear yellow solution, which is warmed for a short time on the water- 
hath. After the solution has been filtered from the unaltered zinc-dust, 
it is largely diluted with water, and heated on the water-batli till the 
alcohol is completely evaporated. The products of the reaction 
then separate for the most part as reddish-brown oily drops, which 
collect at the bottom of the dish. The clear, colourless mother- 
liquor is poured off, and teated as shown later on. 

The oil is mow boiled with a large quantity of .water for some time,', 
and thereupon partially dissolves* ■ The, liquid/is. 'filtered hot and from 
the colourless' solution.^ white needles' sepai-ato' 'oh coO'lihg*.' '.'These" are 
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filtered off, and the mother-liquor utilised for again extracting the 
residual oil. This process is repeated until the solution no longer 
yields crystals on cooling. To this solution the colourless mother- 
liquor above mentioned is added. 


MonobromomefJiy loxindole, CcH^ <C 


CHBr- 

I^CCHa) 


> 00 . 


The crystalline product was first examined, with the following 
result : — 

After a single recrystallisation from acetone, the substance was 
obtained in white, lustrous plates melting at 132 — 134°. It gave, on 
analysis, numbers which agree well with the formula CaHgNBrO, and 
is, therefore, as one would expect, mono bromo methyl oxin dole. 

It is soluble to some extent in hot water, scarcely at all in cold. It 
dissolves easily in alcohol, ether, and acetone, and crj^stailises best 
from the latter. 

The bromine in this compound is very firmly combined. On 
.rbftilhig with caustic potash solution, it dissolves, but orystaiiises out 
unaltered on cooling. 


Methyloxindole, ^ >00. 

The mother-liquor was then examined, being treated as follows : — 

The solution is extracted 10 times with ether, the ethereal solution 
dried over calcium chloride, and the ether evaporated. The residue 
ivS an oil, which on standing for a short time solidifies to a beautiful, 
radiating, crystalline mass. 

Ii this mass be now crystalllised from water it is obtained in white, 
transparent needles, some of which are 4 — 5 cm. long. These, 
however, still contain 2 — 3 per cent, of the monobromo-derivative. 
To completely eliminate the bromine, the substance must be dissolved 
in hot water, and boiled for half an hour with zinc- dust and hydi'o- 
chlorio acid. This powerful reducing action has, however, also the 
effect of causing a considerable diminution in the yield. 

The solution, after filtering off the zinc-dust, is extracted with ether 
as before, and the residual oil i*ecrystallised from water. It is thus 
obtained in small, white needles, which, for analysis, were dried over 
sulphuric acid in a vacuum. The numbers obtained on analysis 
confirmed the supposition that the substance is methyloxindole. 
It melts at 86—88°, and volatilises slightly with steam. Heated by 
itself it distils with partial decomposition and formation of a reddish- 
brown substance. It is fairly soluble in hot water, but much 
less, so ill cold water and in light petroleum', easily in alcohobnther,: 
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acetone, and 1)61126116. It is precipitated from its etlieroaJ solution by 
light petroleum in fine oily drops, wHcli solidify in a short tiiTt(\ 
forming beantifal transparent needles. 

It does not combine with phenylliyclimine even on long-conidniied 
warming. This fact bears out the supposition that in dibromoniethy! 
oxindole the bromine-atoms are in the Pr 8-position. 

When boiled with caustic potash solution, it does not take up tlic 
elements of water, so as to form the corresponding acid, 


^ ^ .CHrCOOH 


It dissolves in the hot liquid, but is precipitated unaltered on cooling. 

If bromine-water is added to an aqueous solution of methyloxindole, 
a crystalline precipitate is at once formed. This, however, is not 
identical either with dibromometliyloxindole or with monobromo- 
methyloxindole, for it is quite insoluble in wafer and is not acted on 
by caustic potash solution. It seems probable, therefore, that the 
bromine is contained in the aromatic nucleus. , 

By the action of nitrogen trioxide on methyloxindole in dilute 
aqueous solution, a compound is formed w^hich was found to be 
identical with methylpseudoisatinoxime. When prepared by this 
method, however, it is much more difficult to purify. 


Methyldioxindole, 

This compound is obtained by the reduction of methylpseudoisatin. 
The following method gives the best results 

4 grams of dibromomethyloxindole are boiled with water for 2 to 3 
hours. To the solution thus formed, which contains methylpHeudo- 
isatin and hydrobromio acid, zinc-dust is added, and the whole boiled 
till the liquid is colourless, more acid being added if necessary. The 
filtered and cooled solution is then extracted 20 times with ether. 
The residue left on evaporating the ether is always slightly yellow, 
part of the methyldioxindole being oxidised by the oxygon of the air 
to methylpseudoisatin. 

This is twice reorystallised from benzene, and is thus obtained in 
the form of colourless needles or prisms. It must be dried over sul- 
phuric acid in a vacuum, as it becomes slightly brown when heated 
for any length of time at 100° Its analysis agrees well with the 
formula C9H9NQ3. It melts at 149—151°, and decomposes on farther 
heating. Tt is sparingly ■soluble in cold water, .alcobol, ether,/ and^ 
benzene, but easily in ,the hot liquids*. From, water and^ ■algohol, the' 
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crystals are always yellowisli, but it can, as above stated, be obtained 
white from its solution in benzene. 

If the solution of raethyldioxlndole is allowed to stand in tlie air it 
is gradually oxidised to methylpsendoisatin, Imt if it be made alkaline 
oxidation will proceed very rapidly. 

One important difference is to be noted in the behaviour of isatin 
and methylpsendoisatin towards redneing agents. Isatin on reduction 
ill alkaline solution yields isatyd, a compound containing a molecule 
twice as large as isatin, whereas methylpsendoisatin yields the same 
product as in acid solution, viz., methyldioxiiidole. 

The following table shows the derivatives of methylindole obtained 
np to the present time, together with the corresponding indole- 
compounds. 


Indole, m. p. 52® ; b. p. 245°. 
Oxindole, m. p. 120°. 
Bromoxindole (constitation 
no known), m. p. 1/6®. 


Dioxindole, m. p. 180°. 

Isatin, ra, p. 200 — 201°. 
Isatinphenyihydrazone, m. p. 
210 °. 

Isatinoxime, m. p. 202°. 


Methylindole, b. p. 239°. 
Methyloxindole, na. p. 86 — 8S°. 
Bromomethyloxindole, m. p. 
132—134°. 

Dibromomethyloxindole, m. p. 
204°. 

Diohloromethyloxindoie, m. p. 
145— 14r. 

Methyldioxindole, m. p. 149— 
151°. 

Methylpsendoisatin, m. p. 134°. 
Methylpsendoisatinphenylhjdr- 
azone, m. p. 145 — 146°. 
Metbylpsendoisatinoxime, m. p. 
180—183°. 


The above research was carried out in Professor Emil Fischer ’vS 
laboratory at Wiirzbnrg, and I take this opportunity of expressing 
my best thanks to Professor Fischer for the kind advice and assis- 
tance given me throughout the investigation. 
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IL — Action oj Etliylenediamine on Smcinlo Acid. 

By Arthur T. Mason, Pli.D., F.I.C. 

Many years ago, D’Arcet {Annalen, 16, 215), by tlio action of a<Tn- 
nionia on succinic anliydride, prepared succiiiimide, and, starting 
from this, Ciamician and Silber bave, by means of pbospliorns penta- 
chloride, obtained tetracliloropyrrol (Ber., 16, 2398). hTow, altliougli 
this compound cannot be reduced in the ordinary manner to pyrrol, 
these investigators, availing themselves of Hepp’s divscovery that 
tetrachloropyrrol and tetrabromopyri'ol can be easily converted, iiiio 
tetra-iodpyrrol by treatment with potassium iodide in alcohoJic 
solution, fomid they had at their disposal a compound wln'ch hy 
reduction with zinc- dust and potassium hydrate, gave pyrrol witii 
the greatest ease, thus completing by stages the same synthesis which 
is effected directly by distilling succinimide with zinc-dust containing^ 
hydroxide. 

The experiments about to be described were undertaken in tlio hope 
of arriving, by similar reactions, at an ethylenedipyrcol of the follorf^ 
ing constitution : — 

CHziCH. .CH=:CH 

I W*CH,-CHs*N<; I , 

CHizCH^ ^OHziCH 

and although hitherto I have been unsuccessful iix my object, I takes 
the liberty of laying the results already obtained before the Society 
in order to secure this field of work, as well as tliat with the ax’omatio 
diamines which I have already begun. Succinic acid dissolves easily 
in an aqueous solution of etliylenediamine witli evolution of heat 
and formation of the addition product (CH;idlOOH) 2 ,(Clia'Nll 2)2 ^ 
and as this has not, to my knowledge, been hitherto dostadbod, I take 
this opportunity of mentioning it. It is easily soluble in water, and 
crystallises therefrom in thick, white prisms. It melts at 181—182® 
to a colourless liquid, giving up water and becoming Beini-soiid again. 
It is insoluble in alcohol and ether. An analysis of the substance 
dried at 100° gave the following numbers ; — 

0^2175 gram gave 0*1693 gi^am HgO and 0*3235 gram 00^. 

0T738 „ 24*8 c.o. moist nitrogen at 18° and 718 mm. 


Calculated for 

CeHnNaO^. Found. 

C. ,40*45 40*56 

H... 7*86 8*13 

16*73 15*55, 


0 35*96 
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CHo— CO. CO--CH3 

Eintjlenedisuccinimide, | yNr*CHa*CHo*Nr<^ I 

CHa—CO^ “ ^C0--CH2 

This compotmd is formed when the addition product just described is 
heated above its melting point, water being eliminated : it is, however, 
bj no means necessary to isolate the addition product in the pure state 
in order to obtain tbe best results. After preparing considerable 
quantities, I have no hesitation in giving the following as the most 
advantageous method : — 

60 grams of succinic acid are mixed with 20 grams of ethylene- 
diamine hydrate, and just sufficient water is added to bring the whole 
into solution on warming. The mixture is now heated in a flask over 
a small flame, with a thermometer in the liquid. As the water evapo- 
rates, the temperature gradually rises, aud the heating is continued 
until the thermometer indicates 195°, when the whole has changed to 
a clear pale-brown syrup. After the temperature has reached 180°, 
the thermometer rises rapidly, and, if not carefully watched, over- 
^Sitting may occur which, curiously enough, has an influence on the 
yield, although the pure product can be distilled without decomposi- 
tion. Gn cooling, the whole crystallises to a mass of prismatic needles, 
which is almost white ; this is recrystallised from about 800 c.c. 
of watex', when 40 grams of a practically pui^e product are obtained 
in thick, white, prismatic needles which melt at 250 — 251°. It distils 
almost without decomposition at about 395°, and sublimes in long, 
colourless, prismatic needles — the sublimate being highly electrical. 
On distillation with zinc-dust containing hydx-oxide, the pyrrol 
reaction with pinewood was easily obtained, but the compound could 
not be isolated in quantity sufficient for an accui^ate investigation of 
its properties. The cli-imide was dried at 120° for analysis; the 
folio wirg are the numbers obtained : — 

0*2215 gram gave 0T14 gram water and 0*429 gram carbon dioxide. 


0*1625 „ 0*0816 „ „ 0*3192 

0*1714 „ 18*5 c.c. moist nitrogen at 14° 0. and 726 mm. 

0*1565 , 17*5 c.c. ' 15° C. „ 719 „ 

Found. 

Calculated for r — 

C10H12N2O4. h n. 

0 58’57 52-82 53-57 

H 5-35 6-71 5-57 

K 12-50 12-10 12-41 

0 28-57 _ — 


It is soluble in bot water, but only sparingly in cold; boiling alcohol 
dissolves traces of the substance, whifet in ether, benzene, acetoiie, and 
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light petroleam it is altogether insoluble, The siibstanco is not 
attacked by bromine and water at 120°, but if heated in. sealed tubes for 
three hours at 180° in the proportions of 1 mol. o1: substance to 4 mols. 
of bromine, the whole of the bromine is absorbed, and the in bes oii 
cooling are filled with a pale-brown scaly product, there being a.t the 
same time a large pressure in the tubes due to carbon dioxide and 
monoxide. 

The brown scales, on washing with alcohol and etlior, bccamci 
white, and on analysis gave numbers closely agreeing with those 
required for ethylene diamine bromhydrate : — 

0*29/4 gram gave 0*1251 gram water and 0*1231 gram carbon dioxide. 


0*2078 „ 24 c.c. moistnitrog'en at 25° C. and 721 mni. 

0*1925 ,, 0*3257 gram silver bromide. 

Calcrlated for 

O.H4(NH2)2,2HBr. FoimcL 

C 10*81 11*22 

H 4*50 4*G7 

F 12*61 ■ 12*20 

Br 72*07 72*00 


Besides this, a sample of pure ethylenediamine bromhydrato was 
prepared from the pure base, and when compai'ed, the two prepara- 
tions agreed in all i^articnlars. The formation of brominated succinic 
acids was not observed, but as only two atoms of bromine are required 
by the bromhydrate, and as a large pressure, due principally to oxides 
of carbon, was found in the tubes, we have probably to do with a 
more complete decomposition with formation of brominated ethanes. 

The action of the halogens on ethyl enedisuccinimido, as well m <ni 
analogous compounds belonging to the aromatic series, in the absence 
of water, will be treated of in a subsequent paper. 


BfJiy lenedisueelnamic Acicl^ 


^CH./NH‘GO*CH./CH./OOC}fr 


In the prepaivation of this substance, 22*4 grams of the di-imide arc 
pulverised and dissolved in hot water, and a solution of about 20 grams 
of pure barium hydroxide added. The whole is then kept boiling 
for about 10 minutes, and the excess of baryta px’ecipitated by a 
stream of carbon dioxide. In the still warm filtrate, the combined 
harium is carefully precipitated by the theoreticaT quantity of dilute 
hydrogen sulphate, using a' trace of Orange III (sodium salt mf'Uli- 
methylanilineas^lobenzenesulphonic acid) as indicator. When 'all die' 
barium has beenx^precipitated, the m'ixture is allowed to stand' "on the 
W'ater-bath ford#p nr: 'three "hours, -flltered, aneV evaporateddo;' 'about 
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one quarter of its original Yolume. After standing several liours in 
a cold place, the solution begins to deposit the new acid in the form 
of large, colourless, quadratic plates, having the constant melting 
point I84“— 185°. For analysis, it was recrystallised from water, and 
dried at lOO'^ ; the following are the results obtained : — 

0*1647 gram gave 0’099 gram HgO and 0‘2768 gram COo. 


0*1735 „ 0*1007 „ „ 0*2925 

0*1415 ,, 14*1 c.c. moist nitrogen at 22° 0. and 726 mm. 

Found. 

Calculated for ^ ^ ^ 

C,oIb«N,06. I. IL 

C 46*15 45*83 45*97 

H... 6*15 6*67 6*44 

N 10*76 10-76 — 

0 36-94 --- ^ 


The new acid is easily soluble in hot water, with gi’eater difficulty 
Jj3" cold. It dissolves in hot alcohol with tolerable ease, but is only 
sparingly soluble in cold, and is insoluble in ether, benzene, acetone, 
and light petroleum. 

In the presence of even very dilute mineral acids, it gives up '^''ater 
on heating, being converted into the di-imide described above. 
Neither hydrazone nor isonitroso-derivative could be prepared by the 
action of plienylhydrazine and hydroxy lamine, and this was expected, 
as it has already been proved in many cases that compounds con- 
taining the “carbonyl” group CO, between carbon and nitrogen, do 
not react like trne “ ketones.” 

Silv&r 8alt^ GioHuN-iOgAga. — The silver salt is prepared in the 
usual way by dissolving the acid in aqueous ammonia, evaporating 
till the excess of the latter has disappeared, and precipitating the 
solution in water with silver nitrate. It falls as a voluminous, w'hite 
precipitate, easily soluble in ammonia, but insoluble in the general 
solvents. It darkens rapidly on drying at 100°, but is stable in 
diffused sunlight. A silver estimation was made. 

0*1647 gram gave 0*09886 gram silver chloride. 

Calculated for 

OioHi4N206Ag2. Found. 

Ag 45*57 45*17 

Calcmm OioHuNaOsQa + — ^Prepared from the, di-imide 

by heating with the theoretical quantity of pure calcium hydrate 
' suspended 'in water. , The solution is filtered, , evapoi'ated bn, -the 
' '' water-bath, nnd’then allowed 'to, 'stand ■ over sulphuric aoidf' the^ salt 
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sepfixates in laro'e, prismatic crystals oontainiiig 3 inols. HaO. Tlic 
calcitun estimation gave tlie following result: — 

O’ 2280 gram gave 0*0362 gram calcium oxide. 


0i569 „ 0*0245 „ water. 

Calculated for 

CioHuNjOeCa -i SH.O. Found. 

Ca 11*36 11*34 

HoO 15*34 15*61 


Uni versify Labor at or ij, 
Zurich. 


III . — The 'Principles of Tliermoclieniistry, 

By Spences Umfkeville Pickering, M*A. 

The couTiection iDetween a cliemical action and tbo .heat evolved 
thei'ein is a question of vital importance to all chemxKts and 
physicists, yet the fundamental principles on which it depends are 
at present in an eminently nnstable and unsatisfactory condition. 
On the one hand, it is acknowledged that tlie atoms possess a certain 
amount ol: potential energy or affinity which becomes partially or 
entirely saturated when they combine together, and wliicli, in its 
saturation, must, according to the principles of physical scionce, 
evolve an exactly equivalent amount of kinetic energy, or, in the 
calorimeter, heat,*^ while, on the other hand, the boat evolved in a 
reaction is not yet recognised as a measure of the affinities saturated, 
and there are thousands of instances known in which the Batiiration 
of these affinities apparently results in a paradoxical absorption of 
heat. 

In 1853, Thomsen (Fogg. Ann.^ 92 , 34, and Ber., 6, 425) stated 
that ‘‘ eveij simple or complex action of a purely chemical character 
is associated with a production of heat.” Naumann in 1869 (Li eh. 
Ann.^ 151, 158) stated that “with few exceptions, capable of being 
otherwise explained, those chemical changes which must take place 
with an absorption of heat are, so to speak, indirect changes. That 
is to say, they occur simultaneously, and are dependent upon othea* 
changes which are themselves accompanied by a production of heat ” 

* Unless W6 assume the existence of some form of kinetic or potential ' energy 
which has hitherto escaped our observation, an assumption which we' are fiOareeiy' 
justified in making, even when all other possible explanations fail, 
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While BertRelot in 1879 (Mec, Cliim,, 2, 421) thns enunciated Lis 
more emphatic and compi^eliensive Principe de iravail viaximum : 
“ Every chemical change which is completed without the intervention 
o£ external energy will always tend towards the production of that 
hody, or that system of bodies, developing the inaximnm quantity of 
lieat,” adding, as a corollary, that every chemical reaction capable 
of occurring without the previous expenditure of work, and 'without 
the intervention of external energy, necessarily occurs, if it develop 
heat.” 

No one can study the mass of thermochemical data "which exist 
without concluding that such statements cannot be very far from the 
truth, at the same time we must agree ■v^dth L. Meyer {Modern 
Theories, 429) in considering that Berthelot’s explanation of many 
endothermic reactions is decidedly forced ; for to explain reactions 
occurring in solution, be has to refer them to the heat of formation of 
the anhydrous molecules, thus ignoring the chemical nature of solu- 
tion, of which, however, he is a firm supporter ; nor does he attempt 
any explanation of the heat absorbed when many strong solutions 
are diluted, a chemical action, again, according to his Yiew^s.* 

But when we examine the wmrding of Bertlielot’s principle more 
closely, we see that the expression tends towards ” destroys the 
whole value of the statement, and a:ffords a loophole for explaining (?) 
away any discordant facts, whereas if ‘‘ produces ” be substituted for 

tends towards the production of ” the statement must be met "with 
an absolute denial : hydrogen and oxygen do not combine at 0®, 
though they would develop heat in so doing ; water decomposes at 
2000^", absorbing heat ; and endothei'mic compounds are often, when 
formed, quite stable. 

On still wider grounds, however, we must reject any principles, 
such as tl:^ ^ of Berthelofe and Thomsen, the gist of which lies in a 
distinction between physical and purely chemical ” action, a distinc- 
tion which never has been possible, and which is every day becoming 
less possible. 

The whole of the thermal results in any action must be explained 
on one and the same principle. 

* MeyeEs objection to Berthelot's principle on the ground that it is applicable 
to bodies at the absolute 2 fero only, is based, I think, on an unfair interpretation of 
what Berthelot meant by heat being an external, energy ; similarly, his objection on 
the score of the heat of neutralisation bearing evidence opposed to that of the 
“avidity’’ of acids, is entirely due to his misconception of the quantities measured 
in neutralisation ; the heat of neutralisation affords, as a matter of fact, stronger 
evidence than any yet obtained of the direct proportionality of the beat evolved 
to the affinity saturated (Trans., 1887, 593). , For a criticism of some of tlie explana- 
tions of endofehermiO\aotions given by Berthelot, see Rathke, XTeber die Prin^eipim 
dJer B[nlle,T881.', 
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Ill seclving for sucli a principle, we ninst start with obtaiisiag a 
clear eoaceptioii of tlie facts to which this priiieiple mast On 

tlie one hand, it is a fact that substances will not combine until a 
certain temperature be reached, even though their combiiiatbm at 
lower temperatures would he accompanied by an evolution of lieat ; 
while, on the other hand, it is also a fact that, when the teinporatiiro 
of any body is raised to a certain point, it decomposes whether itvS 
decomposition be attended with an absorption or an evolution of heat, 
this being probably true even of the elementary molecules themselves, 
Thus, the conversion of the potential energy of affinity into kinetit* 
energy (heat) occurs only above a certain definite tem|>erature, 
different for each different body, and this kinetic energy becomes 
converted back again into affinity at some higher temperature ; but 
we know far too little about atomic motions to attempt any explana- 
lion of how these temperatures are conditional in each special cane. 
We must content ourselves with the fact that combination occurs 
between certain limits of temperature only. 

The phenomena which we have to explain are, therefore, confined 
to those accompanying actions which do actually occur, and the only 
principles which we can attempt to enumerate are those which deter- 
mine whether a certain reaction will occur provided the temperature? 
be between the limits at which it is possible, and to determining 
which out of several possible reactions will occur. 

The accepted principles of dissociation, the chemical nature of 
solution, and the teaching of the thermal results of neutralisation, 
will, I believe, afford grounds sufficient for the foundation of such a 
principle. 

Inasmuch as combination is the result of the saturation of affinity, 
and the saturation of this affinity must always liberate a oorrosponci- 
ing amount of heat, it is evident that emrij act of combination mmd 
(mm an evolution of heat, and that in any reaction where heat is abBorhed 
this ahsorpUon must be due to some accompanying decomposition. 

But as decomposition cannot be the direct result of affinity, it nmet 
be due to the 'fact that some. of the substances present are, at' tlie 
temperature of the reaction, above that temperature at wMoh they ' 
begin to dissociate,' . This dissociation, moreover, cannot be that of 
imj' of the products, for even if the products ware entirely dissociated 
back again into the reagents, this would be tantamount to no com.- 
'bination of the 'reagents having occurred, and' .hence the minimum 
value of ,the heat evolved would be ml and' nob a negative quanti,ty.^ 

* Heat would be absorbed if the compound dissociated into substances' simpler' 
than the reagents themselves j'if, for instance, KOI combines with mdow'M'totm. a* 
hydrate' which, when' formed, dissoc,iates ■ partially intO' K' and 01, ;",bufc: ,an«3h'' a 
case, %,J '.think, impossible. ' ' Tf 'the' more ^saturated hydrate "'dfesooiateh and’ 
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Any dissociation occurring must, therefore, be that of the reagents. 
Hence, in everij endothermic reaction one or more of the reagents must 
be in a partially dissociated condition.'^ 

Moreover, lolien combination occurs^ it will occur independently of 
whether it involves subseguent absorption of heat through the removal of 
the products of dissociation, and the consequent necessity for the occurrence 
of further dissociation. It is obvious that the affinity of the reacting 
substances, and not the subsequent conseqnences of their reaction, can 
alone determine whether they shall i^eact or not. 

It also follows as a matter of necessity, I think, that in any complex 
system of atoms, where two or more arrangements are possible and tohere 
the various products remainioithin the sphere of action, capable of further 
interaction, where such interaction is possible, (that is, where the tem- 
peratnre is within the limits above mentioned), those prodticts, the 
formation of ivhich is attended with the greatest evolution of heat, will be 
t'ormed to the exclusion of the others. 

Thus, ill illustration of my meaning, if potassium be brought into 
the presence of excess of hydrochloric and hydrobromic acids in 
aqueous solution, the two actions — 

K + HCl = KCl + H, and 
K + HBr = KBr + H, 

are both known to be possible, and it is also known that the KCl and 
KBr formed remain in the solution, capable of reacting with any 
excess of HBr and HCl respectively ; in such a case, my proposition 
states, the potassium will he converted entirely into chloride or bromide 
according as the gross heat of formation of one or other of these salts 
is the greater.* 

Before enquiring as to how far the principles are supported by 
known facts, and how endothermic reactions may be explained in 
accordance with them, we must point out that those endothermic 
reactions which are brought about by the so-called concurrence of 
another exothermic reaction, require, in reality, no special explanation, 
the endo- and exo- thermic reactions forming, in reality, but one action. 
Thus, copper -will not dissolve in weak sulphuric acid, the action being 
endothermic, but zinc does dissolve, the action being exothermic ; yet 
when alloyetl with zinc, copper dissolves in the acid, the action being 

Cl, d fortiori, tbe less saturated anhydrous salt would do so also, and the dissocia- 
tion produqts of the hydrate would, therefore, not he simpler than the reagent, 

** Some of both salts would, no doubt, be formed in the first instance, but the 
one which was formed with the least evolution of heat would he eventually entirely 
converted into the other, this reaction being, ex hyp., one of those which does occm, 
and which, having once taken place, could not be reversed without an absorption of 
heat. 

' roh.hr. '.o: 
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accompanied witli an evolution of lieat. But tHs is not really a case 
of ttie copper dissolving, but of a compound of copper dis- 

solving, and since brass is capable of dissolving with an evolution of 
heat, it is but in accordance with general 'observation to lind that it 
does so. 

As true solids do not x-eact with each other, the oases to be examined 
are those in which gases or liquids figure. The reactions indicated 
below are the chief reactions in which gases are concerned, and 
which are endothei-mic at 


HaO,0,aq. 

HOlaq.Os- 

Cl2,0. 

BrajOj^q. 

1^2,0. 


N,0- 

HBraq.Oa. 

N,02. 

Cl 3 , 05 .aq. 

NsO.O- 

02,CU. 

FA2H20(=(K'H,N03). 

02 ,H 4 . 

lSr„2H20 = (NH4NO3). 

G„R.. 

03 ,]sr 3 , 


C,N,H. 

0,83. 

SOaaqjS. 

C 02 ,C. 


' 

This list affords a striking argument in favour of the above prin- 


ciples, for not one of these reactions is capable of taking place at 
ordinary temperatures. One or two of them occur directly at higliei* 
temperatures ( 0 , 82 ; OsjHa), but at these temperatares they ai'c 
probably exothermic, at any I’ate, our imperfect knowledge of tho 
heat capacity of the bodies concerned is not sufificient to enable us to 
affirm that they are not so. In the case of COa d- 0 200, tho 

reaction which takes place at 600^ is no doubt endothermic at that 
temperature, and affords one of the simplest illuBtrations of the 
satisfaction of affinity producing endothermic results indvrecfhjy owing 
to the dissociation of the reagent. Thus, at 600*^ carbon dioxide is 
partially dissociated, that is, the stable condition of a mass of that 
gas is ajOQs +• (1 — a?) CO + (1 — ir)|Og, and, if, either' of those three 
substances be removed, the amount of dissociation will be increased 
or diminished till this stable condition be reproduced. ' Carbon being 
capable of combining with the free oxygen at this temperature, 
evolving 28,000 cal. in so doing, x’emoves this oxygen, and necossp 
tates'the liberation of a fresh supply by the further dissociation of, the ' 
dioxide, ^,and, so 'On till this latter, has been entirely' decomposed,' a 
decomposition which absorbs 68,000 cab, leaving the algebraic sum 
of the' actions at .-^40., 000 cal.* 

* 'Beferrin^Yo this action, 'Bathke states, that he, considers it possihlo that th«. 
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'No real difficulties arise till we come to consider cases in wliicli 
liquids are chiefly concerned, and the three most difficult classes of 
such cases are the following : — 

(1.) The endothermic results on dissolving solids in liquids* 

(2.) The endothermic results on diluting strong solutions, 

(3.) The endothermic results attending double decomposition 
between substances in solution. 

Neither the immediate nor the mediate source of the absorption of 
heat which occurs when many salts are dissolved in water (to take 
a concrete instance of a solid and solvent) have ever been elucidated. 
It is just as insufficient to say that it is due to the fusion of the solid 
as to say that this is a physical action, and, therefore, requires no 
explanation. As a matter of fact, the heat absorbed cannot possibly 
foe accounted for foy the fusion of the solid. The absorption amounts 
in many cases to some 10,000 cal. per equivalent of salt,*^ and this 
represents but a portion, possibly but a half, of the totah value of the 
endothermic action, for it is always counterbalanced to a greater or 
less extent by the heat evolved in the formation of the hydrates of 
which the solution is composed. 

The heat of fusion of very few salts has been determined, and to 
calculate its heat of fusion at the ordinaiy temperatures at which it 
is dissolved, it is necessary to know not only its heat of fusion at the 
temperature at which fusion naturally occurs, but also its heat 
capacity (specific heat) in the liquid and solid state. Potassium and 
sodium nitrates are the only anhydrous salts for which we have these 
data, but, judging by a comparison of these salts with other bodies, 
their heat of fusion is not abnormally small, yet it amounts to only — 

-^(5300 + 3849 =) -1451 cal. for mNO, at 18^ 

-(4800 + 2678 =) -2122 „ for KNO, „ 

quantities wholly insufficient to explain the heat absorbed in the dissolu- 
tion of the salts at 18'^, which is —5000 and —8543 cal. respectively. 
Moreover, we have a still more fatal objection in the fact that the 
heat absorl)ed in dissolving a salt increases rapidly as the temperature 
is lowered, t whereas the heat absorbed in its fusion diminishes with a 
fall of temperature. ' 

presence of the second reagent may of itself induce dissociation of the first one. 
Tliis amounts to the inadmissible conception of the satisfaction of affinity producing 
directly a further supply of affinity, that is, an endothermic reaction occurring in 
which affinity is the only agent. The whole virtue of dissociation in producing 
©udothermic results consists in the presence of a third body (the product of the 
dissociation) capable of reacting with the other reagent j till some of this third 
body is present, no such reaction can take place. , 

^ I refer, for the sake of simplicity, to anhydrous salts only* 

f This increase cannot foe- due to -a diminution of heat, evolved in the formation, of 

' ■■ ' 
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But when a salt is dissolved in excess of water it becomes far more 
disintegrated than when it is merely fused. When fused, the mole- 
cules are within the sphere of each other’s attraction, and arc indeed, 
I believe, combined to form niolecnlar aggregates, but this cannot be 
the case 'when they are separated from, each other by several hundred 
molecules of the solvent-; they are then as much beyond the R|3here 
of each other’s attraction as if they were in the gaseous condibimi; 
indeed, insisting, as I think we must do, on the continuity of the 
liquid and gaseous conditions., — a continuity which has so often been 
urged against the hydrate theory of solution, but which, as a matter 
of fxct, is of vital importance to that theory, — we must acknowledge 
that the condition of ,a substance dissolved in excess of water is 
identical with that of its vapour at the same temperature, and to 
separate the molecules from each other to the same extent, whether 
the condition be the dissolved or the ordinary gaseous couclition, must 
absorb the same amount of heat. Thus we have not only the heat of 
fusion of the solid, but also its heat of volatilisation as a source of 
absorption of heat, and the sum of these two quantities would cer- 
tainly be amply suthcient to account for the absorption noticed on 
dissolution,^ being, in those cases where data are known, ten or twenty 
times greater than the heat of fusion alone; and, moreover, it is a 
quantity which increases as the temperature falls, precisely what is 
noticed in the heat absorbed in dissolution. 

Thus, the heat of fusion of Bi\ is —380 cal. at 18°, and drrainishes 
by 4*8 cal. for every fall of 1®; the heat of volatilisation is — 75()2 
cal., increasing 11*3 cal. for a fall of 1°. 

The sum of these two is -“8082 cal., increasing by 6*5 caL for a 

fall of r. 

In the case of water — 

Heat of fusion at 18° = -—(1.580 d-8'64(j5 — 18)). 

Heat of volat. at 18° = —(10708 — 12'05(^ — 18)). 

Sum. at 18° = -(12378 -3*41(i^ - 18)). 

Having thus traced to its ^source the absorption of heat which 
occurs during dissolution, the next question is, what forces exist 
sufficient to bring about such endothermic results?' As previously 
stated they must he due to the dissociation of the reagents,— the salt 

the hydrates : these hydrates are dissociated at lower than at higher tempera- 
tures, and the heat of complete formation of .any particular hydrate is probably 
influenced but very little by temperature, at any rate this is so with the formation 
of solid hydi'ates, as I have shown (Tram, 1887, 33fl). 

* The heat of volatilisation in such a case would be 680 cal. less than it is wlien 
the substance is vaporised in themsiial way, since this amount oflwat is 'absorbed in 
the 'external work, of expansion in the latter case. ■ 
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or the water. Dissociation of the salt may occur to a certain extent in 
the case of hydrated salts, hut it is scarcely worth enquiring further 
into its influence, since it will not help us to explain other cases ; it 
must, therefore, he the dissociation of the water which acts as the 
primary cause. 

On views which I and others have for some years been pressing, all 
liquids and solids must he regarded as consisting of compounds or 
aggregates of the fundamental molecules, these aggregates, just like 
the hychates in a solution, being more or less dissociated, and being 
reduced to less complex ones as the temperature rises ; and the recog- 
nition of these aggregates can alone give a satisfactory explanation of 
the physical properties of matter in its three conditions. 

Thus : in true gases such aggregates, as the vapour-density tells us, 
do not exist, and from gases we learn that the heat capacity of each 
atom is a constant quantity.* With solids as with imperfect gases, 
the heat capacity, though very nearly the sum of the atomic heats, is 
not exactly so, and, with solids, increases slightly with the .tempera- 
ture ; this is exactly what would occur if the solids consisted of dis- 
sociating aggregates : tlie heat absorbed by the dissociation, renders 
the apparent heat capacity greater than it is with gases, and as the 
agoregates dissociating become less complex, and, therefore, more 
firmly united, as the temperature is higher, more heat will be absorbea 
in their decomposition, and hence the apparent heat capacity of the 
solid will increase. But this variation in the heat capacity of solids 
will not be very great, since the stability of solid particles^ is 
unfavourable to dissociation ; when, however, we come to liquids, 
where the particles are less restrained in their motions, dissociation 
will take place to a much greater extent, and we find, as a consequence, 
tliat the heat absorbed in this dissociation is so great that it not only 
renders the apparent heat capacity of a liquid much greater than 
that of the coiTesponding solid or gas, but that it makes it increase 
so'rapidly with a rise of temperature, and produces such irregularities 
in the increase, that no approach to any so-called law can be observed 
hero As the boiling point is approached, the absorption of heat 
eenerally becomes much greater, and, under ordinary atmospheno 
conditions, an almost sudden absorption (heat of vaporisation) occurs 
at this point when the simplest possible aggregates are resolved into 
their fundamental molecules. The irregularities observed m the 
expausion and other physical properties of many liquids can atobe 
explained only on the supposition of a discontinuous action, which is 
wholly inconsistent with the idea of the fundamental molecule being 

* But not the same in the two cases. With gases 2'4, and with Bolids 6-4, w the 

^ lieai capacity of eacli atom. ' ' ^ \ ' 'n' v,,' 
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tlie acting unit of a liquid/^ The contmuity of the liquid and gaseous 
conditions is strictly adhei’ed to according to this view, and the heat 
of voiatilisation of a liquid at any temperature (less the heat absorbed 
in pi^odiicing the expansion) is simply the heat of decomposition of: 
the liquid aggregates existing at that temperature into the fanda- 
iiiental nioleonles. 

Every physical fact relative to water tends to show that its compo- 
sition ill the liquid condition is pre-eminently complex, and its lieat of 
volatilisation tells us that at 18° (for instance) the heat of formation 
of the water aggregates is as much as 10,000 cal., approximately. f 

It is argued that the so-called determinations of the niolocular 
weights of solids and liquids by measuring the extent to which they 
lower the freezing point of some, solvent (Eaoult’s method), proves that 
these molecular weights are of a very simple character. But tlieso 
results, which are inconsistent with so many other facts, receive an 
easy explanation on my views as to the nature of dissolved stihstauces, 
Raonlt’s method applies only to dilute solutions, and in these diluio 
solutions the substance is really in the gaseous condition, and wo are 
determining the molecular weight not of the solid or liquid but of 
the gas.^ 

NTow according to the kinetic theory of gases, which in this respect 
applies equally to all fluids, a mass of water consisting of aggregates 
having the average composition of ajH20 at a temperature ol" 18°, is 
made in reality of aggregates some at a temperature above 18®, some 
at a temperature below 18°; those aggregates wdiich are at the biglu‘r 
tempierature will be dissociated into less complex aggregates tliari 

* All that is said of the boat capacity may, indeed, be said of the expansion of 
substances. Perfect gases, wliere no dissociation ocifurs, expand rcgula,rly ; U\ dis* 
sociating gases the expansion increases rapidly j in solids, where but little disHoeia- 
tion is possible, the expansion is compimitiTely constant, wdiereas in liquids, whero 
dissociation may occur to a large extent, the expansion increases rapidly, juul often 
iiTcgiilarly. It may be suggested that the peculiarities in the expaneion are the 
causes of those in tlie heat capacity, but this still leaves us with the equally dilBetilt 
problem of explaining the former. It is far more probable that they are both con-, 
sequences of dissociation. 

t Taking the mean heat capacity of 18 grama of water between 18® and 1,00” as 
18T, and that of steam at constant volume as 6*65, and the heat of volatiihation of 
18 gmms of water at 100° as 9650 cal., we get [9650 '+ '82(18*1 - 6*65), 
10,589 cal., as the heat of volatilisation at 18®, of which 580 cal are absorbed In 
producing the accompanying exi)ansion. The correctness of this value, however, is 
doubtful, as the heat capacity of steam below 180° has not been determined 5 but an 
error of even several thousand calories would not affect the present argument. 

X Ramsay (Trans., 1888, 623) found the method applicable to nitrogexi tetroxido 
when' dissolvedin only 18 mols. of acetic acidj but in this /case, the. vaporisation 
of ^ the 'tetroxidp dneAo its^ flilntion would be materially increaffM.,h:y IheAenn' 
.perature of; the. .determinationheing.oniy 10° below, its normal. boiling' pointv ' 
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say, mH^O, W 1 H 2 O, &g., wliereas those at the lower temperature 
will be more complex, say, ;;H 30 , i5iH20 ; at this particular temperature, 
therefore, the stable condition of a mass of water is such that there is 
a certain number of (u, m, and aggregates present, and if any of 
these be removed from the sphere of action, more dissociation or com- 
bination will take place till this stable condition be restored. 

In fact, the water at this temperature is continually giving off 
fundamental molecules (that is, has a vapour- tension), a certain 
number of these fundamental molecules must he present in the mass 
of the water, and these molecules possess a potential energy equivalent 
to 10,000 cal. greater than that of the average particles constituting 
this mass, and these particles will be able to effect a combination with 
evolution of heat, which ■ in the case of the average particles would 
involve the absorption of some 10,000 cal., and, therefore, be impossible. 

One fundamental water molecule coming in contact with a salt 
molecule would thus be capable of combining with it if the heat of 
volatilisation of the salt molecules was not greater than 10,000 cal. : 
the simultaneous arrival of two such water molecules would combine 
with the salt if its heat of volatilisation were double this quantity ; 
but it is not necessary even to have recourse to this simultaneous 
arrival even in such cases, for the combination of the salt molecule 
with one molecule of water only wonid not remove the former entirely 
from the sphere of attraction of its fellows, it would not be completely 
volatilised, and would not require .to be supplied with as much as its 
fall heat of volatilisation. 

The free water molecules being thus removed by their combination 
with the salt from the sphere of action, other water aggregates must, 
according to the laws of dissociation, split up to supply the vacancies, 
and this action is accompanied by an absorption of — 10,000 for every 
18 grams thus dissociated. Bat, if this absorption of heat were not 
subsequently counterbalanced, we should have proved far too much. 
In the cases which have been investigated, it has been found that each 
salt molecule combines ultimately with over IOOH 2 OJ the heat 
absorbed in liberating this IOOH 2 O would be 1,000,000 cab, not to 
mention the heat absorbed in the volatilisation of tlie salt, and it is 
quite impossible to imagine that the heat of combination of the water 
and salt molecules is so great as to nearly, and often indeed, more 
than counterbalance such an absorption.’^ But here the teaching of 
the heat of neutralisation comes to our aid ; we learn from it, as I 
have shown (Trans., 1888, 872), thau the affinity which binds the dis- 
solved molecules to those of tW' solvent does not affect that by which, 

ITie heat developed m the mere' oomhmation.of each water molecule with a 
salt mo&oale prohahly, betw 0 eh.,^^O''^d, 500 caL' 
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the solvent molecules are united -witli each other ; in dilute solutions, 
tile 'watei* molecules are just as much combined with each other as 
they are in a mass ot pure water, the hydrates present are conipomids 
of the salt witli the aggregates or polymers of H 2 O ; and thus when a 
solid is dissolving, as the proportion of the water molecules in the 
hydrate increases, these then recombine with each other, and in doing* 
so will, of course, evolve the same amount of heat that their produc- 
tion from the water aggregates absorbed. The net results obt-ained, 
therefore, when dissolution is complete, will simply be the algebraic 
sum of two quantities : (1) the heat evolved in the combination of the 
salt and water molecules, (2) the heat absorbed in volatilising the salt 
molecule; and according as the former or latter of these is the greater 
so will the heat of dissolution be pOvsitive or negative ; but the motive 
power, if I may use such a term, which pt'oduces these results is the 
energy contained in the free water molecules. 

When a salt is dissolved by admixtmee with ice, the heat absorbed 
is greater by the heat of fusion of the ice than in the case of water, 
hut the same explanation will be sufficient in this case also. Ico near 
its melting point is certainly in a state of incipient fusion ; and some 
of the particles of liquid water present in it are certainly dissooiafced, 
even as far as the fundamental molecules, as is proved by the con- 
siderable vapour-pressure of ice at this temperature. We, therefore, 
have the same motive power as in the case of water. It may be 
predicted, however, that no such aotion would occur if the ico were 
perfectly dry, as it is at a tempera tui*e some degrees below zero, {iiid 
it is certain tliat no such action could take place if the temperature 
were below that of the formation of the so-called cryohydrato. 

The endothermic results noticed in many cases when strong solntionH 
are diluted are but the extension of the action primarily occurring 
when the salt is dissolved. As the dilution is increased, the by d rates 
become higher and less dissociated, evolving heat, while tlio salt 
becomes more entirely volatilised, absorbing heat, and the sign of the 
tlieriiiai change depends on the relative value of these two actioiiB. 
Some years ago {Gliem. Netvs, 54, 21 “Z) I was led to believe in the 
existence of two such opposite actions, from, the mere study of the 
curves representing the heat of dilution as given by Thomsen. 

Another endothermic reaction also undoubtedly occurs in many 
cases — the dissociation of a salt into its free acid and base. This, I 
think, is a purely mechanical action, operating in the following 
manner. The salt in question, when liquid, is somewhat unstable 
and partially dissociated at the existing temperature, even when no 
water 'at all is 'present, and, the extent of this is limited by' the 
chances which occur of' the.rlissociated'components meeting, ''each', other 
W^hen in a suitable condition and ■ recombining, 'and'' these ' 'Chanqes' of 
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meeting are diminislied a Hundredfold wlien we increase a hundred 
times the space over which the substance extends by diluting it. 
The amount of dissociation occurring would thus be directly pro- 
portional to the volume of the liquid, and Thomsen’s results with 
acid sulphates (Thermocliem,^ 3, Plate YI) tend to support this view.* 
On such a view, dilution could never start, but only increase disso- 
ciation, and -we have no grounds for supposing it to be otherwise. 

The third important class of enthodermic reactions to be explained 
is that in vrhich double decomposition occults betrreen tivo dissolved 
substances. Double decomposition between two salts presents us 
with an instance of most frequent occurrence, and to investigate this 
we may go to the root of the matter by ascertaining how and on what 
principles a base divides itself between excess of twn different acids, 

According to the deduction drawn above from theoretical considera- 
tions, the acid which evolves the most lieat on neutralisation will take 
the whole of the base, and, consequently, if both acids have the same 
heat of neutralisation, as is generally the case when excess of ivater 
is present, they will each take the same amount of the base, this re- 
ferring only to cases where the salts formed are stable and remain in 
solution, and it being assumed, of course, that the acids are present 
in equivalent proportions. When the acids are not present in 
equivalent proportions the base will divide itself between them in 
proportion to the number of equivalents of each present ; the division 
being regulated simply by the chances of impact. 

This is nothhig but the law enunciated by Berthollet in 1803, and 
discarded at the present time as being altogether insufficient. But 
I think that it will yet be found sufficient while the more elaborate 
theories of recent days will fail. 

In oases where one of the salts formed is partially dissociated, 
the stable salt will be formed to the exclusion of the dissociated 
one when the solvent water is very large ; but if the water is 
not in large excess there will be a limit to the dissociation and 
some of the less stable salt will be formed. For, the salt being 
dissociated, means that at the given temperature its condition 
of stability is asAB + (1— aj)(A + B), (A and B being the acid and 
base, which form it) ; the free base B coming in contact with and com- 
bining with the stronger acid, A', is thus removed from the sphere of 
action, and more of the salt AB dissociates to give a further supply 

* There are of coxirse other actions occurring besides the dissociation of the salt 
as tile dilution proceeds ; we should not therefore expect the action to be repre- 
sented by a straight line, but by lines which more nearly approach straightness 
than they do in 'c^ses where', these other actions’are the only 'ones occurring, as in 
the: case of diluting, stable salts.' Such are the characters of the curves in the, two' 
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of free base, and this action must continue as long as any dissociation 
at all takes place. But, tixe proportion of the free weak acid prcisent 
increasing, a point will be readied when every molecule of AB will Ond 
itself within tlie sphere of action of so many molecules of this acid, tliat 
there would always be one of these present in a suitable condition to 
recombine with the base B the instant it dissociates from its i:oi*mer 
acid molecule. Practically, there would be no longer any dissociation 
under these circumstances. By separating the sait AB farther from 
the free acid, an increase in the proportion of water present would 
increase the limits of dissociation, and, therefore, also the proportion 
of stable salt formed. It is obvious also that this latter would be 
increased by adding more of the sponger acid, and diminished by 
more of the weaker one. 

Ail the 'determinations which have been made of the division of 
base between two acids by thermal methods depend on the comparison 
of the action of an acid on the base with that of sulphuric acid on the 
same base. The latter action is therefore of paramount importance. 

Supposing in the first place that the heat of neutralisation of 
H2SO4 per H displaced is the same as that of HCl and Hl!lOa (a 
supposition which I shall shortly justify), then when 4 NaOH is mixed 
with 4 H 01 and 2H2SO4, the system formed, according to the princi- 
ples of division of the base which I have laid down, would be 2 NaCl. 
and 2 HCI, lSra2S04 and H2SO4, — an equal division. But, as a matter 
of fact, whatever the explanation of the fact may be (and the explana- 
tion will be given below), lYa2S04 and H2SO4 react on each other 
and form the acid salt 2Na.HS04, thus leaving no free sulphurio acid, 
and an alteration in the division of the base would, thei''efore, l)CCome 
necessary in order to supply the place of the free sulpliuric acid thus 
removed. In fact, sulphuric acid acts as a monobasic acid only, in this 
reaction, and consequently we should compare 4 H 01 with 4li..804, 
which case the base would divide itself equally between tlie two 
acids, whereas, when we compare 4 H 01 with 2H3SO4, the base would 
divide itself in the proportion of two equivalents to the former and 
one to the latter. 

Now these theoretical deductions are entirely supported by the 
ascertained facts of the case. HNO3, HOI, HBr, and HI, acids of 
which the heat of neutralisation is the same, and which form stable 
salts, divide the base between, them equally, the relative numberB 
obtained by Thomsen being 100 , 100 , 89 , and 79 , and these numbers 
'are certainly as nearly 'equal as could be expected, seeing that Thcm-'^; 
Sen’s method contains', many 'obvious sources.' of inaccuracy, for 'ho 
regards ;certain sm'all quantities as being negligible, be assumes' certain 
actions to, be represented, 'by, true ■hyperbolas, which ■(judging from my 
results'' on ' the'heat^ 'of 'dilubon) they^ are' not,:' and the wa:feer which "he ' 



PICKEEWG: THE PRINCIPLES OF THERMOCHEMISTRY. 27 


used was only IOOH2O per each equivalent, a quantity far too small 
to admit of the thermal results of dissolution being complete/* 

With and in accordance with my deductions, we 

find that one-third only of the base is taken, the numbers found being 
49 and 45 respeGtiyely,t while with the other acids inyestigated 
the numbers were as follows : — 


Trichloracetic acid. . . 
Orthophosphoric acid 

J Oxalic acid 

Monocbloracetic acid. 
Hydrofluoric acid , . . 

i Tarcarie acid 

^ Citric acid 

Acetic acid 

^ Boracic acid ( B0O3) 

^ Silicic acid 

Hydrocyanic acid . . . 


36 

25 

24 

9 

5 

5 

5 

3 

1 

0 

0 


Of these, nil except phosphoric and oxalic acid form salts dissociated 
by water. J and hence, in accordance again with iny deductions, we find 
that they take either none of the base or but a small proportion of it; 
tbe dissociation of the tricbloracetates is very small comparatively, 
and hence th e acid gives an exceptionally high value. W ith oxalic acid, 
the quadrantoxalate is probably formed, and hence 2C2H2O4 instead 
of ■IC2H2O4 should be compared with HHD3, in which case the value 
for the avidity would be 96, that is, nearly 100, as witb other strong 
acids. With phosphoric acid only, the results seem rather anomalous, 
but it must be remembered that, in addition to other sources of uncer- 
tainty, these numbers wei'e not obtained by direct comparison with 
nitric acid, but with sulphuric acid, where the results may be compli- 
cated by the formation of acid and double salts. 

Ostwald (A jpr. (7/mm. [2], 19, 473) made some determinations of the 
so-called “ avidity ” of acids when used in normal and decinormal 
solutions, which showed that with the weaker acids the avidity was 


* For objections raised on other grounds see Hagemann, Mnige hrUische 
JSermerJ^ungsn z'ur AviditdtsformelL Berlin, 1887. 

t J.e., when HNO 3 and ’iH 2 SOi is mixed with ayFaGH, for every lOONaOH 
taken by the former acid, the latter takes only 49, or one-third of the whole. 

J The fluoiides are certainly dissociated in solution, as is shown by their alkaline 
reaction and their action on glass. The abnormally large heat of neutralisation of 
hydrofluoric acici' is probably due to the same causes as those which Ihayejuggested' 
(Trans., 1885,. 59:8) to meet the case of aulphuric acid': this would involve the 
recognition of ,:the acid having, a .mOre octoplieated constitution ' than', HF ' ^^mahy 
facts, including .its', thermal reactions,- jpenden tto veiy probable.,. ^ 
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far greater wlien dilute fhan when strong. These results, apparently 
in opposition to my deductions above, are easily explained. The 
comparison was made by determining their relative action on calcium 
oxalate, and the more the calcium salt formed was dissociated, the 
more acid would there be left to continue the action on the oxalate. 
Directly opposite results would certainly he obtained by other 
methods. 

We assumed in the above that the heat of neutralisation of sulplniric 
^acid was the same per H atom displaced as that of the other aniils, 
namely, 13,800 cal. As a matter of fact, the experimental value is 
2 X 15,690 cal.'^ for the displacement of the two atoms of bydrogeu ; 
but, as we have seen, in this case the two atoms of hydrogen are not 
displaced, but only the first one, and the displacement of this evolves 
only 14,761; but even this number is greater than it should be under 
perfect conditions, for, on the one hand, it w^ould be reduced by several 
hundred cal. if the dilution were infinite, while, on the other, tlie acid 
salt formed is partially decomposed into the normal salt and free acid, 
a decomposition which evolves heat, and the removal of these two 
sources of evolution of heat would no doubt reduce the heat of 
neutralisation to the normal 13,800 cal. 

One more difficulty which lies at the root of the matter remains to 
be explained, namely, why is the acid sulphate formed in preforeneo 
to the normal sulphate, since the formation of the latter corresponds 
to the greater evolution of heat? Or, in other words, why dotJS tlio 
normal salt combine with free acid to produce the acid sulphate with 
absorption of heat ? 

The explanation given by Berthelot (II, 642) is not, T btilihtvo, 
far from the truth. He points out that, altliougli the rcatriion 
between the sulphate and acid in weak solutions is ondotherruic, yet 
between the anhydrous substances it w^ould bo accompanied })y*an 
evohition of heat. But it is not necessary to go bacjk so far as the 
anhydrous substances to find an exothermic reaction, and, as tlicso 
anhydrous substances do not exist in the solutions, by so doing we do 
not, in my opinion, obtain any real explanation. The reaction, how- 
ever, will he exothermic when it takes place between the sulphate 
and any of the lower hydrates of the acid, some molecules of which 
must certainly’" he present, owing to dissociation, even in comparatively 
dilute solutions. Thus, although the reaction — 

Ha2gO,200H2O + H3S04200H20 = 2 (KaHSO 4200 HaO) 
gives --1870 cal.,' yet ,, 

' K'%S04200H,0 +' H 3 SO 49 H 2 O 2(FaHSO4l04'6HsO) ; 

* The, number refers to :HsS 04 , 200 H 30 , .with 4 OOH 3 O it would be about SOO mh 
smaller. - ' ' 
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gives (— 1870 -f 2150 — 150 =) +180 cal., and with still lower 
hydrates of the acid and of the normal sulphate, the reaction would 
become rapidly mox^e exothermic. This reaction, being known to 
occur when the substances are taken in this degree of hydration, 
would necessarily occur here, and the removal of these lower hydrates 
of sulphnric acid from the sphere of action wmiild necessitate a fresh 
dissociation of the higher ones to supply their places ; hence the 
absorption of heat observed. The action is but an illustration of the 
principles here enunciated, — a possible action must always take place 
if it develops heat, whatever absorption of heat its occurrence subse- 
quently involves, owing to the partial dissociation of the reagents. 

It is scarcely necessary, however, to point out that this reaction is 
never complete, at any rate in wmak solutions, for it is limited hy the 
reverse action, the acid sulphate formed being dissociated back into 
free acid and neutral salt by the action of excess of water."^ And an 
increase in the amount of w'ater present wnll not only increase this 
reverse action, but will also diminish the chances of the combination 
of the acid and normal salt by diminishing the proportion of the lower 
hydrates of the former in the liquid. 

It will thus be seen that the whole notion of the distribution of a 
base between two acids being determined by certain constants peculiar 
to the acids termed their “ affinity,’’ or “ avidity,” becomes unnecessary 
and incorrect. And the manner in which this distribution occurs, 
instead of being irreconcilable with the results of the heat of 
neutralisation, as L. Meyer maintains, is determined solely by it, and 
the known laws of dissociation. 

It is indeed incomprehensible how these ideas of “avidity” could 
have been accepted almost without question, as has been the case, 
unless it be that the interesting mathematical exercise relating to 
affinity, indulged in by Grnldberg and Waage {JSkides mir les affinifes 
Ckwiique, Christiania, 1867), was sufficient (as is generally the ease 
when 0 ? and y is introduced into chemistry) to ensure the blind 
acceptance of that which common sense would reject. 

What can be the meaning of an acid having a property which is a 
“ constant,” and which yet varies continuously with a variation in the 
- proportion of the solvent present. 

In every case which has been investigated, the "water has a most 
marked influence on the division of the ba«e. Thus, Thomsen’s results 
(I, 131), which he intei’preted as showing that the water has no in- 
fluence on the avidity, give— 

^ This reaction would be exothermic with^ any hydrate of the acid snlphate 
which, contains sufficient water, to form on 'dissociation a hydrate of the acid higher 
than about HaS 04 , 9 Hj. 0 ,', 
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Avidifcy of H 3 SO 4 , when 150 H 3 O for each double 

equivalent is present 

When 200 H^O is present 


= 46 
= 40 
== 52 ^^ 


while Bertlielot, who combats the idea of this “ avidity,” gives tlie 
following values for the reaction of — 

IK 0 SO 4 on HlSTOa in total of 2 litres of water --1810 cal. 


5? 

55 

J5 


JJ 

55 

55 


4 

8 

20 


55 

55 

55 


-1780 

--1600 

-1500 


And Ostwald (loc, sup, cit.} gives, amongst others, the following 
numbers : — 



In 

In 

Relative avidity of 

N solution. 

N/ 10 solution. 

Formic acid 

, . . , . 2*33 

12-9 

Acetic acid. 

..... 1'05 

7-85 

Monochloracetio acid , 

4*6 

21-3 

Citric acid 

..... 2*75 

14-4 


Yet these numbers have been accepted as being constants in each 


case.f 

It must even be doubted whether the concordance between the 
vj^lues obtained by different methods is sutdcient to warrant us in con- 
cluding that the numbers obtained really represent the division of the 
base which has taken place in the particular solutions investigated ; 
thus the values for — 

Sulphuric acid vary between nearly lOO’O and 46*0 


Pormic acid vary between 12*9 ,, 2*6 

Acetic acid vary between 7*4 „ 1*2 

Monocbloracetic acid vary between . . 22*0 „ 5*1 

Tricliloracetic acid vary between .... 89*9 „ 36*0 

Oxalic acid vary between 48*0 „ 22 'G 

Isobutyudc acid vary between ....... 5*8 „ 0*9 

Citric acid vary between 14*4 „ 3*1 

and so on ; 


numbers which no one who was not bent on proving a pot theory, 

^ If the proportion of water was sufficient to dissociate all tlie acid BUlpliate 
formed, the iH 2 S 04 would either tabe all the base or exactly half of it, according 
as its heat of neutralisation (to form the normal salt) in this state of dilution still 
remained greater than that of the nitric acid, 13,800 caL, or, wlxioh is quite possible, 
w'as reduced so as io be equal fco' it. 

f Perhaps I am somewhat unfair in my criticism of Ostwald^s opiniona he oer- 
hainly admits that the water present, as well as the temperature,, influence 
values for the affinity to a very great extent? but, on the other hand, the whole 
ideauf 'the exiatence;^nf such.afhbg, as a, constant' of affinity is dc|>endent on its 
ndn-variation.,,,, ' 
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irrespective of fact, would ever liave regarded as being identical in 
the respective cases.* 

When a base (NaOH) is mixed with two acids (HCl and HBr), of 
which the heat of neutralisation is the same, the enormous number of 
molecules actually taken in any experiment is sufficient reason for 
practically equivalent amounts of the two salts (ISTaCl and hlaBr) 
being formed, bnt it is not so apparent why these same salts should 
be formed in equivalent proportions, as we know they are, when we 
mix one of them with the other acid, NaCl with HBr, for instance, 
unless dissociation occurs to such an extent that the fundamental 
molecules themselves are broken np into their constituent atoms, 
which would then combine with the other atoms of opposite character 
according to the frequency of collision, that is, in equivalent propor- 
tions. This resolution into atoms cannot, I think, be maintained, but 
the necessity for it is obviated if more than two hydrates of each 
substance, saturated to different extents, be present. For the lower 
and less saturated hydrates of the one salt might react with the 
higher hydrates of the opposite acid so as to produce an evolution of 
heat, while the same would occur with the lower hydrates of the other 
salt acting on the first acid, and thus we should get ever-occurring 
opposite reactions, admitting of the known interchange of radicles 
and soon resulting in a condition of equilibrium. 

From tbe principle that the sum of the kinetic and potential 
energy of any system is an unalterable quantity, and that affinity is 
energy, it follows that the heat evolved in any reaction is the 
difference between the total energy of the system before and after 
the reaction, and hence it seems at first sight that we should be able 
to calculate the total energy in any substance, and, consequently, the 
heat evolved in any reaction, from a knowledge of the heat necessary 
to liaise the reagents and compound from the absolute zero to the 
temperature of the reaction. The principle of this method is indeed 
applicable with absolute cei-tainty to the determination of the 
difference in the heat evolved in any reaction at two different known 
temperatures (Personas principle, the non-application of which would 
mean that energy could be created and destroyed, see Trans., 1887, 
329), but it fails when we attempt to apply it to any determination 
of the actual amounts measured by extending our arguments as far 
as the absolute zero, for the following reasons. 

* The mo$fc reliable thermal method (though even this would not be ahsplntely 
certain) would be to make a series '' of .deffirminations^ with acids neutralised fco^ 
different' extents. previously with the base, and to plot out, the results in a'dia'gram 
and thus find the' proportional neutralisation ^'requisite to forai^ solution^ which 'on, 
being mixed' 'Woyld '.develop 'no. ,heat.',;, ^Thomsen's results quoted, .above' , were 
^ deduced from 'Somo ''dte'terminatio,ns;uf ' this kipd inade by him. ' ' 
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(1.) The heat capacity of substances at ordinaiy teoiperaturos 
affords no clue as to what their heat capacity would be at such low 
temperatures, indeed we have good reason to suppose that great, and 
coiiiparatively sudden, changes would he experienced in this heat 
capacity before the absolute zero were reached (see L. Meyer, 87). 

(2.) Because we do not know where this absolute zero may be 
situated: the generally accepted temperature of —273° is simply 
what the zero would he if a gas remained a gas, and contracted regu- 
larly when cooled to this point; both of which suppositions we know 
to be incorrect: in questions on thermodynamics —273° gives correct 
results, simply because it is applied only to cases where perfect gases 
are in question, and its use is simply equivalent to the stateitmnt 
that gases expand of the volume at 0° 0. for each degree.^ 

Person's attempt OMm. Fhys.^ 21, 295 ; 27, 250) to find ihe 
absolute zero from other data treated in a precisely similar manner, 
led to discordant results. Assuming that ice and water could remaiti 
as such at the absolute zero, and that they had then the same heat 
capacity as at known temperatures, he found that the absolute zero 
should be —160° instead of —2 73°, and if he had applied his principle 
(as it should be applicable if true) to the case of w^ater and steam, lie 
would have found the still less acceptable result +850° O.t for his 
absolute zero. It is useless to base any theory on the supposition of 
facts being otherwise than we know them to be. 

(3.) Because it by no means follows that, at the absolute zero 
of temperature, potential energy of affinity as well as kinotic 
energy would be non-existent. Pacts, indeed, favour the contrary 
view. Afiiuity can cease to exist as such, that is, become converted 
into heat, only by being saturated by the combination of Bio sub- 
stanees endowed with it. hTo such saturation can take pla<cc on 
cooling a perfect gas, since a perfect gas is a substance in whioli the 
fundamental molecules never come within the sphere of each, others 

* Tlie confinnatiou of — 273® by Joule’s evolution of Carnot’s fimctioti (SomifiJiAi 
Facers, ii, 290) is not independent, as it is based on the coef!u?ient of orpansioti of 
gases. Raoul Pictet’s (CompL rend., 88, 855) calculation of the melting points of 
the elements based on —273® being the absolute zero, gives more acceptable eonflr* ** 
mation, but it depends on an hypothesis to start with, and the variation of tlio 
constant obtained between the somewhat wide limits of 4 and 5 wuuld allow of 
considerable latitude in the zero point taken. 

t The absolute zero is, according to Person's argument, the temperaliiro at 
which the heat of fusion of ice is nil, and similarly it sliould bo that at which tlie 
heat of volatilisation of water is also nil. It appears to me that this latter tern.- 
perature must be identical with the critical temperature of the liquid in question, 
but to calculate, it properly we should have to take the actual (uriknpwn),1ieat 
capacities at these' temperatures, and not those at other lower temperatoeSi as' iS', 
'the case ''above. ' ' '' 
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attraction (in proof of wliicli we find that, wlien perfect gases combine 
to form a perfectly gaseous compound, tlie heat of their coiiibination 
at constant volume is the same at all temperatures) : writh solids^ 
the constancy in the heat given out in cooling, at most 6*4 cal. per 
atom, shows that the greater part of this is in all probability due 
to the fail of temperature only, and that very little of it is due to 
combination ; this leaves but the heat evolved in the passage of the 
substance from the peifecfcly gaseous to the solid condition, less that 
evolved by the mere fall of temperatui’e, to account for the total 
affinity possessed by the perfect gas, and this would I think fall far 
short of the amount of affinity known to be possessed by many gases^ 
for it could rai^ely if ever amount to 10,000 cal. per molecule.* The 
heat of neutralisation gives us, again, much information on this 
point, for it shows that the affinity which serves to unite the similar 
molecules of a solvent with each other, and which could alone become 
saturated by a fall of temperature, is not the only free affinity 
possessed by the molecules, for it is independent of that affinity 
owing to which these molecules combiue with those of a salt and 
effect its dissolution ; in other words, there is other affinity besides 
that which could become satisfied by cooling the liquid. 

For these reasons the so-called absolute zero can give us no aid in 
calculating the heat evolved in a chemical reaction, and we must be 
content to wait for the present till some other means of doing so be 
discovered. 


lY . — The Isomeric Sulphonic Acids of ^-No^ithylamine^ 

By Aethub Gf. Gtreest, 

By the sulplioiiation of ^-naphthylamiue under different conditions, 
four isomeric monosulphonic acids have been obtained [<z (Badische), 
ft (Bronner’s), y (Dahks), and c (Bayer’s)], but our knowledge con- 
cerning them is still very incomplete. It therefore seemed of interest 
to communicate a few results which I have obtained in their investi- 
gation. 

By heating jd-naphthylamine with 3 'to times its weight of 
•ordinary' sulphuric acid, at: 100 — 105^, ;a iraixture is obtained which 

’ ' * ,With Bxg it/ is, for instance, less than 80Q0 caL, and supposing it were as ipnch' 
as this with 'fig,' this would give, the affiiiity of + Br^ as 16,000 o,nly,: whereas 
we hnow they combine to form 2HBr with an .evolution ,of 17,000 oil., and that 
this compound /‘soV'.'fotiued^ is 'far.’frQm,,heih|' 'safctirated, as is'shOwa by its heat of 
.^dissolution.''';;': ' A 

, :toivLT.v ' ' " ' 
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consists, acco2*diug to Dalil (Germ, Pat., E’o. 29084, 3227], 3227<)),ol; 
tlie a-, 0-, and 7- acids in the proportion of about 50 pier cent of a, 10 | K,'r 
cent, of and 40 per cent, of 7. These can be separated bj mcaris of 
the difference in the solubilities of the sodium salts in spirit and of tlu^ 
barium salts in water. The proportion of the several isomcritles varies 
greatly w^ith the temperature at wdiich the reaction takes place; tisns 
by heating the above melt for some time at 120°, the quantity of cji-acid 
is greatly diminished, whilst that of the ^-acid is increased. On tlie 
other hand, by sulphouation with three parts of fuming sulplmrie 
acid (20 per cent, anhydride) at 70 — 80° for a short time, about 70 
per cent, of the 7- and 30 per cent, of the oi-acid is formed, but scarcedy 
any of the 0-acid. A similar mixture is obtained (Dahl, Gmin. Pat., 
ISTo. 32276) by agitating 0-naphthylamine sulphate with ordinary 
sulphuric acid for two or three days at a temperature of 15 — 20°. 
By heating /3-naphthylamine hydric sulphate at 200 — 210°, a product 
is obtained w^hich consists chiefly of the 0-acid (Liebmann, Monit, 8ci.^ 
1885, 1043). By heating 0-naphthylamme sulphate (1 part) with 
3 parts of ordinary sulphuiuc acid at 160 — 170°, for one hour, a m ixture 
of about equal quantities of the 0- and ^-acids is formed (Bayer and 
Duisberg, Ber., 20, 1426; C. Schultz, Per., 20, 1358). The ^-acid 
is also obtained from a-iiaplithalenedisulphonic acid by heating it 
under pressure at 250° with aqueous sodium hydrate, and then with 
ammonium chloride (A. Weinberg, Per., 20, 2906, 3353). 

The 0-naphthyiamine-0-snlphonic acid is obtained from 0-iiaphthol- 
0-sulplionic acid (Schaeffer’s acid) by heating with ammonia under 
pressure (Parbfabrik, vorm. Bronner, Germ. Pat., No. 22547). 

The constitution of these four acids is probably reprcjsonted by tlie 
formulm — - 



HO3S: 


\/\J 




\/\,. 

S03H 


\/\ 


Nil,, 


Jn these formulae, it will be seen that the a- and 7-aoid8 contain tlie 
HSO3 group in an (^-position, whilst in the 0- and ^-acids the HSO3 
group is in the 0-position. 

This explains the inilnenee of temperature on the formation of the 
several acids, for, like the and 0-sulphonic acids of naphthalene, 
the acids with the HSO3 group in the^ a-position (the a- and 7-acids) 
ate formed at low temperatures, whilst 'those with the HSOa group' in, 
the 0-positioii, (the ,0- 'and,S-acids) are formed at higlier temperatures. 
Also, Just as'u-nap'lithalenesulphonic acid is converted into ' 0-iaapfe:« 

' thalenesnlphoiiic"'acid 'by heating with'HaSOi to ,a higher temp'erature,,^ 
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so eaoli of tlie iK-acids of /S-naplitliylamiiie (tlie a- or 7-acid) is 
converted into a mixture of the two /9-acids (the /9- and ^-acids) by 
tlie same treatment. 

Fwducts of the Sulplionatmi of ^-Naphtliylamine at 100 — 105^. 

/3-l^"aplitliylamiiie was heated for five or six liours with 3 — 3^ 
times its weight of ordinary concentrated snlphnric acid at a tem- 
perature of 100 — ■105'^; the melt was poured into water, and the pz^e- 
cipitate washed, pressed, and dried. For the separation of the isomeric 
acids, the method given in Dahl and Go’s, patent was employed, and 
found to serve very satisfactorily. The acids were converted into the 
sodium salts, and boiled for an hour with six or seven times their 
weight of 90 per cent, spirit. The insoluble residue, after pressing 
and a final extraction, is the pure sodium salt of the a-acid. From 
the sodium salt, the pui^e ^^-acid was obtained, well crystallised in the 
form of prismatic tables. For this purpose, it was dissolved in boiling 
water, some ammonia added, and then acetic acid Just short of pre- 
cipitation ; on cooling, the acid crystallises out. Precipitation with 
acetic acid from an ammoniacal solution was found to be a very con- 
venient way of obtaining all these isomeric acids in a well-crystallised 
form. From the alcoholic filtrate containing the and 7-acids the 
spirit was distilled off, the residue dissolved in water, and precipitated 
with hydrochloric acid. The pz'ecipitated sulphonic acids were 
neutralised with barium hydrate and left to crystallise. A sparingly 
soluble barium salt crystallised out, whilst the mother-liquor contained 
the easily soluble barium salt of the 7-acid. From this, the 7-aoid was 
set free by hydrochloric acid and obtained pure in the form of small 
plates by precipitation with acetic acid. 

The sparingly soluble barium salt was purified by recrystalHsatiozi 
from water. According to Dahl, vt consists of the salt of the /?-acid 
only, but my experiments prove that it is a mixture of about equal 
parts of the jS- and ^-acids. By repeated fractional crystallisations 
from hot water, the two acids were separated. The more soluble one 
was found to be identical in appearance, properties, and in its sodium 
and ammonium salts with the ^-acid obtained by Bayer’s method of 
sulphonating at 170®. The 6-acid was also obtained from the sodium 
last which crystallised out on cooling the hot alcoholic solution of the 
mixed sodium salts (see above). This, according to Dahl, is the 
sodium salt of the jd-acid, but from my experiments it appears to 
consist almost entirely of the salt of the 6-acid. The presence of the 
6-acid as well as the '/9-aoid amongst the 'products of the sulphonatioh 
utlO'O® might 'Oerlainly' be ' expected, since, as, has already been men- 
tioned, both"',the‘ ; 7^aoids, which a, re probably the primary'. 
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products, are oonverted into mixtures of and o-acicls on farilier 
heating with sulphuric acid. 

The proportion in which the four isomerides are formed at 1()0‘" 
may be roughly estimated as about 50 per cent, of a, 40 per cent, of 7, 
5 per cent, of /S, and 5 per cent, of B, 

FropeHies of the foivr Isomeric Adds> 

In the formal £8 given above, it will be seen that the a-acid ditfers 
greatly from the 7-, and ^-acids in being a honionucleal componiid, 
whilst the other three are heteronucleah This is fully borne out in 
their properties-. Thus the a-acid is tlie only one whose sodiiiiri salt 
is insoluble in spirit. The asso-com pounds also show characteristic 
differences. For instance, the scarlets obtained by combining the 
diazotised acids with /3-naphthol are very similar in shade, and readily 
soluble in water, whether the [3-, 7-, or ^-acicl is employed, hut that 
from the ix-acid is almost insoluble. Again, by combining diazotised 
primuline or benzidine with either the 7-, or g-acids, scarlets of 
almost the same shade are obtained, but the a-acicl gives an orange. 
By diazotising, and boiling with dilute sulphuric acid, tbe cx-acid was 
converted into the corresponding ^K-sulphonic acid of ^'-naplithol 
(Bayer’s), whose sodium salt was soluble in alcohol, and crystallised 
from it in silky plates, exceedingly soluble in water. It is to bo 
observed that the naphthylaminesulplionic acid, insoluble in spirit, 
corresponds to the naphtholsulphonic acid soluble in spirit. 

The ammonium salts of the four acids am very chaiucteristic. The 
ammonium salt of the ^K-acid forms very soluble, large, solid prisms ; 
that of the 7-acid exceedingly soluble tables ; the ^-salt tolerably 
soluble, small plates j whilst the /3-aalfc, which is the least soluble of 
all, crystallises in beautiful, large, thin plates, often 1 or 2 incheB 
long, and having a violet fluorescence. The amnaoxnum salt of the 
^-acid serves very conveniently for its identification, and separation 
from the ^-aoid. Tbe sodium salt of the /5*acid crystallises in 
flat needles, which when air-dried, contain 2HjjO (as given /by 
Forslirtg, Ban, 20, 77). The sodium salt of the ^-acid, crystal liscs' 
in plates • (according to Bayer, in needles). In regard to the 
crystalline forms of the free acids, it has already been mentioned 
that 'the a-acid crystallises in large tables,, the 7-acid in plates. 
The,^-acid, from' whatever source' it was obtained, always" fpmed 
very fine, voluminous needles (as stated by Bayer and. others). 'When 
quite free from acid, it is tolerably soluble in water. ^ Since the occur- 
rence of the ^-aeid together with the /S-abid (whether obtained hy 
aulphonation, at, 100'^ ' .or ’ from, t.he' sulphonioneid of ^maphthol) Ims 
'/, hithertomotBeen^ s,n:spectedrit,,' ap probable that the /3-ackl hnn 
scarcely ever been obtained quite pure* That this is indeed the cawc 
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seems to be shown by the fact that the -^-acid is always described as 
crystallising in lustrous plates (which are even regarded as very 
characteristic), whereas I found that wdien obtained from the pure 
ammonium salt it invariably crystallises in compact prismatic needles. 
In order to prove that this difference of crystalline form is due to a 
trace of 3-acicl, a small quantity of ^-acid was added to an alkaline 
solution of pure ^-acid (needles) : on precipitating from the hot 
solution with an acid, the whole then came out in silky plates. 


fi-lSfaplithylaminesulphonic Adds from fi-NcophtholsulplioniG Adds, 

It is usually considered that two monosulphonic acids only are 
formed by sulphonating /3-naphthol under varying conditions, viz., 
Bayer’s acid and Schaffer’s acid ; the former being the chief product 
at a low temperature, the latter at a high temperature. Considering 
the analogous reactions of hydroxy- and aniido- compounds, it seemed 
to me probable that, corresponding to the behaviour of ^-uaphthyl- 
amine, /3-naphthol should give on sulphonation at a low temperature, 
a mixture of two <36-suiphonic acids (i» and 7) which, by heating to a 
higher temperature, would be converted into two /3-sulphonic acids 
(ft and d). The different behaviour of Schaffer’s acid, so called when 
obtained under different conditions, strengthened this assumption, 
and led me to attempt to prove the presence of another acid associ- 
ated with the /3-acid. The product taken for investigation was the 
)3-naphtholsulphonic acid, obtained according to Armstrong’s method, 
by heating mojecular proportions of /3-naphthol and 100 per cent, 
sulphuric acid at 100°. The sulphonic acid so obtained is usually 
assumed to be identical with Schaffer’s acid. As the separation of the 
/1-naphtholsulphonic acids is very difficult, whereas that of fche /3-naph- 
thylaminesulphonic acids is comparatively easy, the method which 
was employed consisted in converting the naphtholsulphonic acids 
into naphthylaminesulphonic acids by treatment with ammonia, and 
sep)arating these. 100 grams of /3-naphthol was heated with 
70 grams of 100 per cent. H2SO4 for 2 or 3 hours at 100 — 105° till 
the reaction was complete, when the melt solidified to a hard mass of 
the sulphonic acids. This was dissolved in water, neutralised with 
sodium carbonate (filtering from a little tar which remains insoluble) 
and the sodium salt precipitated with sodium chloiide. Or else the 
hot solution was neutralised with ammonia, when the sparingly solu- 
ble salt crystallised out on cooling. The yield of the ammonium salt 
is about 110 grams. ' The conversion into yd-naphthylaminesulphonic 
acid was performed by heating, with aqueous, ammonia under pressure 
,at;;250— 280", or bypassing dry gaseous, ammonia over the' 'dry sodium 
„e:alt,h'eated to about:;; 280— 290°. The .product 'Was^ precipitated witl) 
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sulplinric acid and submitted to a careful series of fractional preci- 
pitationSj and crystallisations of tbe ammonium salt. By this means 
pure /3- and o-sulpbonic acids were isolated from it, and bad all the 
properties preTiously described. Tbe /5-acid crystallised in prismatic 
needles, its ammonium salt in large, tbiii plates, and its sodium salt in 
dat needles. Tbe ^-acid crystallised in very fine matted needles, its 
ammonium salt in small plates, and its sodium salt in small plates. 
It is iliiis proved that tbe ^-napbtbolsulpbonic acid, obtained by 
Armstrong’s method, is a mixture of tbe and 5-siilpbonio acids, 
whose constitution is probably represented by tbe formulas — 


HOyS 


\/\/ 


HOaS 


OH 

\/V 


Whether tbe 7- acid occurs along with the a-aeid amongst tbe pro- 
ducts of tbe siilpbonation of /3-napbtbol at a low temperature, I have 
not yet been able to determine, but hope to be able to do so before 
long. 

Ill conclusion, I desire to express my thanks to Messrs. Brooke, 
Simpson, and Spiller, in whose laboratory tbe above research was 
cari'ied out. 


V. — Ob JSihylio OinnamyldietJiacetate, 

By F. E. Matthews, Pb.D* 

Some time since I showed (Ghem. Soc. Truiia., 1883, 200) that a cotHlcm- 
sation product of etbylic diethacetoacetate with benmldeliyde tJould 
obtained by tbe action of hydrochloric acid gas upon the mixture of 
the two substances. Tbe product was proved to have tbe constitution 
C8H5-CHi0H*0O“0(02H5)*TCOOC2H5, or ethylio oiniiamyldiethaootato, 
but on account of tbe very poor yield of substance obtained, and the 
difficulty of purification, I was unable to do more with it than make 
analyses and obtain a bromine addition product. 

Since that time I have found a method by which tbe yield of the 
substance may be very considerably increased, and as at tbe same 
time it is much simpler and more convenient, I have been able td 
prepare the substance in much larger quantities. In tbe piwious 
process, the mixture of substances after saturation with hydrogen 
chloride was allowed' to 'Stand for 'a few days 5 it was f ben ppnred ibto 
ice- water, the separated oil '.washed ■ with 'Sodic hydrate, d'rmd ' with 
'oalcium chloride';;; 'and' fractione’d' in a vacuum.;' Afters 
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portion boiling at 200 — 205° at a pressure of 3 mm. solidified. It 
was tben recrjstallised from light petroleum, and thus obtained pure. 

I have since found tliat, if instead of allowing tlie mixture satu» 
rated with gasdous bydrocliloric acid to stand for four days only, it 
was allowed to remain for about a month, and that during this period 
the mixture was two or three times more treated with hydrochloric 
acid gas at a temperature of 0°, after this time crystals began to form 
in the mixture, and continned growing till the whole became a solid 
mass, hut containing a large amount of the mother-liquor. 

The crystals were collected in a funnel fitted with a platinum cone, 
and hy means of a filter-pump, the mother-liquor was removed as far 
as possible, the latter was then again saturated with hydrochloric acid, 
when in a few days a further crop of crystals was produced. This 
process was repeated until no more henzaldehyde remained in the 
mixture. The various crops of the crystals were first drained on porous 
plates, and then dried hy pressure between filter-paper and exposure 
to warm air. They were found to be free from chlorine, and they all 
melted between 100° and 102°. 

A portion was recrystallised from ether for analysis; after 
recrystallisation, it resembled in every way the ethylic cinnamyldieth- 
acetate previously prepared; it melted at 101 — 102°, and gave the 
following result on combustion : — 


I, 0*2023 gram of the substance gave 0*5469 gram CO 2 and 
0*1477 gram OH,. 

II. 0*2027 gram of the substance gave 0*5504 gx'am CO, and 
0*1468 gram OH,. 

Found. 


Calculated for ( ^ 

C17H2A. i* H. 


0 74*45 73*73 74*05 


H 8*03 8*11 8*02 


Analysis I was made with the crude substance, II upon a portion 
that had been recrystallised. 

The substance is therefore even without recrystallisation almost 
pure ethylic cinnamyldiethacetate. 

An attempt was made to saponify some of the substance with caustic 
potash, but although a reaction took place it was not found easy to 
isolate the products. A small quantity of a potash salt was, however, 
obtained, and this yielded an acid which from its tnelting point 
appeared to be cinnamic acid, but the quantity was insufficient for 
an analysis. 

On substituting baryta for potash, saponification took place much 
more readily. Some of the substance was placed in a flask connected 
withAHiebigs condenser, an excess of ; baryta- water was added, and 
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tlie mixture raised to tlie boiling point. The ether melted under the 
solution and a gradual deposition of barium carbonate was notiecHb- 
at the same time an oil, somewhat resembling peppermint in odour, 
distilled over in small quantity; it was separated froih the water by 
means of ether, the ethereal solution dried, the ether distilled off, siiid 
the residue allowed to stand for some time, when it partly soHdilied. 
The crystals were separated from the liquid, and wei^e found to melt 
at 100°; the oil on analysis gave figures approximating to those 
required by tlie original substance. The distillate appears thercl;ort^ 
to consist chiefly of the original substance, probably mixed with si 
small percentage of cinnamyl diethylmethyl ketone. 

The residue in the flask after saponification was acidified witli 
hydrochloric acid, when a dense white precipitate was pwltieed 
which, after purification by dissolving in sodium carbonate, repre- 
cipitating with hydrochloric acid, and subsequent crystallisation from 
dilute alcohol, melted at 132^ — 133°, and possessed all the properties 
of cinnamic acid. It gave the following figures on analysis 

OT403 gram of the substance gave 0'3748 gram COa and 0*0740 
gram OH2. 

Theoiy for 

Found. 


0 72*y7 , 72*86 

H 5-41 5*86 


The diethacetic acid remaining in solution was not isolated. 

The saponification of ethylic cinnamyldiethacetate by baric hyiirato 
takes place chiefly according to the following equation : — 

2[C,H5-CH:CH‘00‘0(aH5>/C0002HJ + 2BaHA = 

(CoH.yCH:OH-COO)2Ba + [OH(C2H5VCOO]2Ba + 20A-0hL 

I hare also tried to prepare , the corresponding momethyl oompouml 
in a similar manner, but after the mixture of ethylio othacetojrcet4:it«) 
and benzaidehyde saturated with hydrochloric acid had beenBtaiiding 
for three months, no crystallisation was observable. This fact 
appears to confirm my previous obseiwation that ethylic cinnamyl- 
xnonoethylacetate is not crystalline at ordinaiy temperatureB. 

The corresponding reactions with ethylic dimethyl- and mono- 
methyhacetoacetates have also been investigated, but in every case I 
have failed in obtaining any definite. product. The reaction appeaw^ 
to be much more complicated than that with the corrovspondixig ethyl 
compounds, the complication being probably caused by the sph- 
stituted methyl-groups in the 'Substance also being capable of taking 
part in the '.condensation. ' 

Moyal Indim Giml JBngmeBfing Ooil&g&i 
GoopmKilt 



41 


VI. — The Action of Ammonia on some Tungsten Com,potmds. 

By Samuel Eideal, D.Sc. Loud., Bellow of University College, 

London, 

Wohler, in. a paper ^^Ueber Amidverbindnngen des Wolframs’’ 
(Annalen, 73, 190), described the results of tbe action of ammonia on 
tungstic anhydride and tungsten chloride. In the former case, he 
found that when tungstic anhydride was heated to dull redness in a 
stream of dry am.monia, it was converted into a black compound, 
whilst water condensed in the cool part of the tube. The compound 
at a higher temperature yielded metallic tungsten. The analysis 
gave results which varied between the numbers 87' 65 and 88*47 for 
the percentage of tungsten present, and a nitrogen determination gave 
7*16 per cent. The compound also contained a small cjuantity of 
hydrogen, 0*2 per cent. From these data he concluded that the 
compound might be regarded as a mixture of nitride, amide, and 
oxide of tungsten, and he named the compound tungsten nitretamid- 
oxide. The formula with the modern atomic weight for tungsten is 
4Whr3,W3(NH,)2,2W02 = WSN 10 H 4 O 4 . 

The action of ammonia on tungsten chloride, however, gave a 
nitrogen compound containing no oxygen. The pei'centage of 
tungsten in this varied between 86*76 and 90*80, and a determination 
of the percentage of nitrogen in the specimen containing the highest 
percentage of tungsten was found to be 8*24* From these results he 
concluded that two compounds wei’e formed, represented by the for- 
mula 2 WE 2 4 W(NH 2)2 (W, per cent. 86*58) and 2WE 4 W(NB.,y^ 
(W, per cent. 90*44). The latter, it will be seen, is produced from the 
compound 2 WU 2 ,W(E'H 2)2 by the removal of one molecule of nitro- 
gen, It could also be obtained by heating the former compound in a 
current of hydrogen, when ammonia was formed. It is to be noted 
that the theoretical percentage of nitrogen in the latter compound 
should be 8*92, and that Wdhler obtained only 8*24 per cent. lAo 
determination of the amount of nitrogen or of hydrogen present in the 
former compound appeaI^s to have been made. In a later commnni- 
cation (Annalen, 105, 258) he records the fact that when the chlorides 
of tungsten are heated with ammonium chloride similar black com- 
pounds ure '' 'produced, , which may be either the above-mentioned 
compounds’ or a nitride of the metal*' , 'Ho analyses of the compound 
.prepared by,. this reaction are. given. _ ' ■' ' , 

It, .seemed of 'intere#' 'to co'mp'ar©;,, tliese ’ results; Trith, , the; ; aption , of 
/" VOh. m.'f ^ .’’'V ,'y ' ) 
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ammonia on tlie oxyclilorides, and also to endeavour to obtain tbe 
compounds in a purer state. 

Itosooe’s work on the tungsten- derivatives has given to chemists 
a means of preparing the oxychlorides of tungsten, and the present 
note is to record the results which wei'e obtained by substituting 
these for the hexachloride and also a re-examination of some of the 
compoiinds obtained by Wohler. 

Action of Ammonia on Ignited Tungstic Anhydride, 

A current of dry ammonia was passed over a layer of tungstic 
anhydride heated to dull redness. Water condensed at the further 
end of the tube, and the pale yellow tungstic anhydride was converted 
into a black, amorphous product. After allowing the tube to cool, a 
current of dry air was drawn through it, to ensure tbe removal of 
any residual ammonia. 

The compound was analysed by ignition in air, until tlie black 
colour was entirely destroyed and the weight became constant. The 
addition of a few drops of nitric acid helped the final oxidation of the 
tungsten, which was then strongly heated in order to destroy any 
compound with nitric acid which might be formed. 

The results obtaining by noticing the decrease of wnight in the 
tungstic anhydride after treatment with ammonia gave also a set of 
results which agreed with the determination of the percontago of 
tungsten obtained by the analysis of the compound. The mean of 
several experiments gave 85*26 for the percentage of tungsttm in thc’*^’ 
compound, a determination of the nitrogen by Dumas’ metiliod vshowecl 
that 0’3845 gram yielded. 24*5 C.c. at 12*5'^ and 747 mm. === 7‘4 pet 
cent. IN. 



Theory, 

Found. 

Tungsten. 

84-t) 

85‘2G 

INitroffen 

7-6 

7*4 

Hydrogen . . . . . 

0*27 

0‘27 

Oxygen 

7-3 

7'U7 


The formula with which these numbers hest agree is W^NsHaO©, 
which indicates that the removal of the oxygen had not been so 
complete as in the experiments described by Woliler. 

The Action of Ammonium Chloride on Tungstic Anhydride, 

When tungstic anhydiide is mixed with ammonium chloride, and 
'the mixture heated in a hard glass tube or' small crucible, black 
product is formed.; ' After repeatedly reheating with fresh 
chloride the. weight becomehoonstant. Different ^ prepatations, how- 
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ever, vary in tlie amount of tungsten they contain foetvreeii the limits 
83'9 and 81*0, the average of several experiments being 82*4 per cent. 
The amount of nitrogen in these products is much smaller than in the 
compound formed by the action of the ammonia. ■ A compound con- 
taiiiing 83*9 per cent, of tungsten having 6*7 per cent, of nitrogen, and 
that with 81*0 per cent, only 5*7 per cent, of nitrogen. 

Theory for 

Highest. Lowest. Mean. WNs^WOa. 

Tungsten 83*9 81*0 82*4 82*8 

Mtrogen.... 6*7 5*7 6*2 6*4 

It will be noticed that an increase in the percentage of tungsten is 
accompanied by a rise in the amount of nitrogen, as if the tungstic 
anhydride, W O3 (W per cent. 79*3), was being converted into a nitidde, 
say whose percentage composition is W = 86*8, IST = 13*2. 

The AcUon of Ammonia on Tungsten Oxychloride^ WOgCh. 

The oxychloride was prepared by Roscoe’s method, and the 
ammonia, carefully dried, was passed into the tube in which the 
oxychloride was condensed, so as to prevent decomposition by contact 
with the moisture in the air. The reaction takes place without the 
application of heat, and white fumes of ammonium chloride are 
formed in the further part of the tube. The product, which is semi- 
crystalline and of a dull, dark brown colour, was purified from 
ammonium chloride by gently heating the tube in a current of dry 
hydrogen. The analysis of several specimens prepared in this way 
yielded a percentage of tungsten varying between 84*5 and 85*6, with 
an average of 85*09. The product differed from the foregoing in not 
evolving ammonia on heating with soda-lime, and two detei'minations 
of the amount of nitrogen present only yielded a few cubic centi- 
metres of gas. It seems, therefore, that, in this case, the ammonia 
removes chlorine from the molecule, and leaves the dioxide (W per 
cent. = 85*18) in a semicrystalline form. This result was pax^tially 
confirmed by observing that a permanent gas was formed during the 
reaction. 

It is interesting to note that the action of ammonia on this oxy- 
chloride of tungsten, WOgOb, is similar to that which I have 
previously shown to take place when dry ammonia is allowed to act 
upon chromyl dichloride, OrO-jOla (Trans., 1886, 49, 367). 

Action of Ammonia on the Bed Oxychloride^ ^"0014. 

This compound, which, on account of its unstable character, was 
only prepared ' in ’'small quantity, is .also rapidly attacked” by -dry 

' ' ' ' " E; 2/ ' 
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ammonia in tlie cold. A small quantity fO‘2318 gram) of the black 
compound formed gave 0*2066 gram tnngstic anhydride, from wliicli it 
is seen that 88*9 per cent, of tungsten is present in the product. 
This was the highest percentage of tungsten in any of the products 
examined. The quantity formed did not permit of a nitrogen doter- 
iiiination being made. If the remainder is chiefly nitrogen, it 
approaches in composition to a nitride of the formula WaN;!, in which 
the percentage of tungsten is 89*5. 

The Action of Ammonia on Tungsten Hexachloride, 

Dry ammonia rapidly attacks the hexachloride in the cold, yielding 
white fumes of ammonium chloride and a black powder having a 
semi-metallic lustre. The latter can he freed from ammoniutn 
chloride by washing with water. It is insoluble in nitric acid, dilute 
sulphuric acid, and soda. When fused with soda, it gave oil ammonia 
and was converted into sodium tungstate. It is oxidised by aqua 
regia to tungstic acid. Strong hot sulphuric acid converts it into 
ammonia and tungstic acid. When heated in the air it glows, and is 
converted into yellow tungstic anhydride. The oxidation to tuiigstio 
anhydride in the air was sometimes accompanied by a slight smell of 
ammonia, but when the substance had been well washed witli water, 
or heated in a current of dry hydrogen until all the ammonium 
chloride had been volatilised, it did not give off ammonia when 
heated in this way. The percentage of tungsten, as defcermincKi by 
the ignition of the black compound to tungstic anhydride in the air, 
gave results varying between 87*3 and 92*8 per cent. The avenigo of 
all the determinations gave 90*05 for the percentage of tungsten. 
It will be noticed that the lowest result obtained was sliglitly higher 
than the low’est determination by Wohler. The deconiposition of the 
compound by hot and strong sulphuric acid suggested Kjeldahrs 
method for estimating the nitrogen in this substance. Two deter« 
minations with different samples gave 10*57 for the amount of 
nitrogen present. 

These results agree with those required by the formula W 2 H 3 . 


Found. Calculated for "W^N^. 

Tungsten I 90*05 89*8 

Nitrogen 10*57 10*2 


The somewhat high result for the nitrogen constant may be due to 
the fact that the compound seems' to have, the property of^ condensing 
ammonia ' upon its ' surface. ^ ' W Shier 'determined ' thO' ' percentage' ; of' 
nitrogen in a ' specimen' containing 90*8 per'ment. 0! 'tungstan'to^ be ' 
•8:'*24^ 'Und by assuming ,that^ 'hydbgen was '.ulso . present arrived at the': 
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formula 2WN, W (^ 112 ) 2 . TRe amount of tungsten in otRer specimens 
was less tlian tliis, tlie minimum obtained by him being 86*76» To 
account for this low i-*esult, he assumed that the difference was due to 
an increase in the nitrogen to 12‘8 per cent., and that a second com- 
pound of the composition 2 W]Sl 3 ,'W'(]SrHo )3 was therefore produced 
when the conditions were slightly modified. 

Finely divided metallic tungsten, after heating to redness in a 
current of dry hydrogen, underwent no alteration in weight when 
heated in a current of dry ammonia. ISTo action was observed when 
dry ammonia gas was passed over the heated blue oxide. A black 
compound is produced when a solution of tungstic acid in aqueous 
ammonia is evaporated to dryness and the product gently heated in a 
covered crucible; water is given off, and the black crystalline pro- 
duct on heating in the air is converted into yellow crysta-iline tungstic 
anhydride. The acid salt is said to form the blue oxide on ignition 
in a closed vessel, but the compound does not appear to have been 
very carefully examined. 


Yll.—The Action of Chromium Oxychloride on Finene. 

By G. G. Henderson, B.Sc., M.A., Assistant to the Professor of 
Chemistry, University of Glasgow, and E. "W. Smith. 

Etard, in studying the action of chromium oxychloride as an oxidis- 
ing agent {Ann, Ohem, Phys, [5], 22, 218), found that some of the 
terpenes yield compounds with this substance, which, when treated 
with water, give corresponding camphoaldehydes, but he merely 
mentions the fact, and gives no description of the camphoaldehydes 
obtained. It seemed to ns of interest to examine these compounds 
more fully, and, for a commencement, we took pinene, the terpene 
boiling at 159 — 161“, which we obtained in a state of great purity. 

Chromium oxychloride attacks pinene with almost explosive 
violence, and, therefore, in order to moderate the action, we employed 
10 per cent, solutions of each substance in dry carbon bisulphide. The 
pinene solution was put into a flask connected with a reflux condenser, 
and' kept, cool by a' stream ,of water, and the solution of chromium, 
oxychloride was added in small portions by means of a dropping 
funnel- 'After, oach addition , of the,, chromium oxychloride, ;', a,, 
voluminous dark-brown formed, and qiii,ckly' settled 
to :,th„e. bottom of the flaskv't./’W’bcP'Wbf^^ ,reagent h®|d,,been,addedj 
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tlie flask was allowed to remain for some time, until tlie precipitate 
Rad settled ; tRe carbon bisnlphide was then filtered off as rapidly as 
possible by aid of the pump, the precipitate washed with dry carbon 
bisulphide, dried at a gentle heat, and put into dry, well-stoppered 
bottles. The solid compound thus obtained is almost black when 
moist, but when dry it is of a light greyish-brown. When exposed to 
the air, it rapidly absorbs water and decomposes, and when heated to 
between 80” and 90^^ it loses 1 moL of hydrogen chloride with slight 
explosion. 

Analysis of the compound gave the following results : — 

L 0*3710 gram substance gave 0*3594 gram carbon dioxide =:= 
0*0980 gram carbon, and 0*1302 gram, water = 0*0145 gram 
hydrogen. 

II. 0*530 gram substance gave 0*1780 gram OraOs = 0*1222 gram 
chromium » 

III. 0*485 gram substance gave 0*6128 gram silver chloride = 
0*1516 gram chlorine. 

Found, 




Calculated for 


^ — 





I. 

n. 

III. 

Cio. . . . 

120 

26*84 p. c. 

26*42 p. c. 

— 

_ 

F.a . . . 

16 

3*58 „ 

8*90 „ 

— 

— 

20r. . . 

105 

23*49 „ 

— 

23*05 p. c. 

— 

2 O 3 . . . 

64 

14-82 „ 

— 

— 

— 

2C1,. . . 

142 

31-76 „ 

— 

— 

81*25 p. 


447 

100*00 





Pinene, therefore, like the other substances investigated by Etard, 
forms with chromium oxychloride a solid compound whicli has the 
formula Ci()Hi6,2Cr02Cl2. When thrown into cold water, this is 
immediately decomposed with evolution of a oonsidei’able amount of 
heat, and a heavy oil of a brown colour separates, while the chromium 
salts go into solution. This oil was extracted by shaking up the 
solution with ether, and the ethereal solution thoroughly washed, 
first with dilute caustic soda, and finally with water, dried with 
potassio carbonate, and tbe ether then distilled off. In this way a 
transparent brown oil was obtained, with a strong but pleasant 
aromatic odour. In order to purify it, a portion of it was first shaken 
with a saturated solution of sodium bisulphite, but no crystalline 
compound was formed. We then attempted to distil a part of it, but 
found that it was entirely decomposed by heat; heavy white fumes, 
with a' suffocating and most disagreeable odour were given off, and" a' 
black resinous mass was left in tbe flask. ''Another portion'' of oil 
was 'distilled with ' steam,'' ^ and ''although a - considerable of 
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resinous matter ivas left in the retort, a fair quantity of the oil was 
obtained, now apparently pure. (In preparing a second supply of the 
oil, after decomposing the solid chromium oxychloride compound with 
water, we did not extract with ether, &c., hut simply passed sulphur 
dioxide through the solution in order to reduce any chromic acid that 
might he present, and then distilled off the oil with steam and dried 
it over potassic carbonate.) The oil was now golden-yellow in colour 
and perfectly transparent, with the same pleasant odour as it had 
before distillation with steam. Its sp. gr. at 15*^ is 1‘01366. 

Analysis of the oil gave the following results : — 


1. 0*1720 gram oil gave 0*4640 gram carbon dioxide = 0*1265 gram 
carbon, and 0*1602 gram water = 0*0178 gram hydrogen. 

II. 0*3075 gram oil gave 0*8298 gram carbon dioxide = 0*2263 gram 
carbon, and 0*2830 gram water = 0*0315 gram hydrogen, 

III. 0*2826 gram oil gave 0*0958 gram silver chloride = 0*0307 gram 
chlorine. 


Pound. 


Calculated for , ^ s 

C20H33OCL I. II. III. 


Cjo- • 

.. 240 

73-95 p. c. 

73*51 p. c. 

73*59 p. c. 

— 

H 33 . 

.. .S3 

10-16 „ 

10*34 „ 

10*22 „ 

— 

0 .. 

.. 16 

4-96 „ 

— 

— 

— 

Cl.. 

. . 3.5-5 

10-93 „ 

— 

— 

10*86 p. c. 


424-5 

100-00 




Tlie 

simplest formula that 

can be given 

to tlie oil 

is, therefore, 


C 20 H 33 OCI. We were surprised to find chlorine in it, having expected 
to obtain an oxy-compouiid, possibly an aldehyde, and we therefore 
heated the oil for some time with alcoholic potash, but without alter- 
ing its composition to any appreciable extent. Several analyses of 
the oil were made, both before and after distilling it with steam, but 
the results were in each case very close to those given above. It 
seems possible that the oil may be a mixture in equal proportions of 
CioHigO and C 10 H 15 CI, but if this be so we were unable to separate it 
into two fractions. As stated above, it does not combine with sodic 
hydric sulphite. When heated with acetic chloride for some time, its 
colour becomes slightly darker, but it is otherwise unchanged, and it 
does not give any reaction either with hydroxylamine or phenyl- 
hydrazjine ; it does not alter on exposure to the air. 

On attempting to distil the oil under ordinary atmospheric pressure, 
it is completely decomposed, but this is not the case when it is distilled 
under diminished pressure ; the decomposition is then only partial. 
A small quantity of ' xesinous matter is left in the fi.ask, and an oil 
mixed with ,a little water 'comeS' 'oyer. ''The oil ^ was ' dried,' 'and: again 
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distilled under diminislied pressure, wHen it all came OTer between 
180'' and 185°, In appearance this oil is very similar to tire one |>re- 
vioixsly described , its odour is almost the same, and it behaves in the 
same way with alcoholic potash, sodium hydrogen siilpbite, acetic 
chloride, and phenylhydrazine ; its sp. gr., however, is rather less, being 
0*97407 at 15°, and its composition is quite different, as is seen by 
the following analyses : — 

I. 0*2110 gram oil gave 0*6405 gram CO 2 = 0*1648 gram 0, and 
0*1970 gram H 2 O = 0*0219 gram H. 

II. 0*2525 granr'bil gave 0*7225 gram CO 3 = 0*1970 gi*am C, and 
0*2340 gram H 2 O = 0*0260 gram H. 

III. 0*3705 gram oil gave 0*1697 gram AgOI = 0*0420 gram CL 


Eound. 


Oalciilated for 





I. 

II. 

- III. 

Cjo- • • 

. 240*0 

78-33 p. 0. 

78*13 p. 0. 

78-04 p.e. 

— 

. . , 

. 31*0 

10-11 „ 

10*37 „ 

10-29 „ 


Cl . . . 

. 35*5 

11-56 „ 


— 

11*34 p. c, 


306-5 

100-00 





The simplest formula of this second oil is therefore 02 ()Il 3 iCl, and it 
is formed from the first on distillation hy loss of 1 mol. H 2 O. 

C20H33OCI = C20H31CI + H2O. 

This oil may also be a mixture of OioHis and OjoHisCl in equal pro- 
portions, but we again failed to split it up into any fractions. 

We intend to prepare larger quantities of these oils, in order to 
examine them more closely, the results of our work being so different 
from what we expected. 


VIIL — On Tfdonyl Thiocyanate. 

By G. C. MaMuRTRY, Student in the Formal Schools of Science, 
South Kensington. 

Thiontu CHLORiBB acts with great violence on mercuric thiocyanate. 
When the two substances are brought together the rise of temperature 
is sufficient 4 o bring about the total decomposition, 0! the , mercuric, 
salt. By mixing the thionyl chloride with carbon bisulphide, the 
reaction becomes more'.nianageabl©,, and,, results in ,the formation of 
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thionyl thiocyanate and mercuric chloride. Lead and silver thio- 
cyanates are similarly acted upon by thionyl chloride, although with 
much less violence. 

The best method of preparing the new compound is to allow the 
mixture of thionyl chloride and carbon bisulphide to act on excess of 
mercuric thiocyanate in a closed flask at the ordinary temperature. 
After standing for a few days, the liquid is decanted from the partially 
altered mercury salt, and allowed to evaporate in a vacuum. On 
washing the residue with hot benzene, and afterwards with ether, 
thionyl thiocyanate is left as an orange-colonred, amorphous powder. 

It was analysed with the following results : — 

I. 0*2394 gram treated by Oarius’s method yielded 1*0154 gram 
barium sulphate. 

IT. 0*0958 gram mixed with copper oxide and heated in a vacuum 
gave 22*32 c.c. nitrogen at 481 mm. pressure, and at 16*5*^ C. 
No nitric oxide was present. 

III. 0*2002 gram heated with copper oxide and lead chromate gave 
0*1110 carbon dioxide. 

These results are in sufficiently close accordance with the numbers 
demanded by the formula SO(SON) 2 . 


Eoimd. Calculated. 

S 58*26 58*53 

N 17*46 17*07 

0 15*11 14*63 


Thionyl thiocyanate is an extremely stable substance. It is prac- 
tically insoluble in cold water, and but slightly soluble in hot water. 
Hydi'ochloric acid even on boiling has no action on it ; sulphuric acid 
in the cold does not attack it; it is, however, completely decomposed 
by hot oil of vitriol, with the evolution of sulphur dioxide and the 
precipitation of sulphur. It is but slightly soluble in ammonia; it 
is dissolved by hot benzene and by carbon bisulphide, but is quite 
insoluble in alcohol, ether, petroleum, phenol, chloroform, amyl 
alcohol, and acetic acid. 
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IX . — On Mercuric Glilorothiocyanate, 

By Gr. 0. McMuetey, Student in the Xormai Schools of Science^ 

South Kensington. 

On treating the residue of mercurial salts obtained by tlie action of 
thionyl chloride on mercuric thiocyanate (see preceding paper) with 
hot water, the clear solution deposited crystals of a compound which 
analysis showed to be mercunc chlorothiocyanate. This salt, which does 
not appear to have been previously prepared, may he readily obtained 
by treating a mixture of 5 parts of mercuric thiocyanate and 7 parts of 
mercuric chloride with boiling water, and allowing the clear solution 
to stand. The substance was analysed with the following results : — 

I. 0*4066 gram dissolved in dilute alcohol, mixed with hydro- 

chloric acid, and treated with sulphuretted hydrogen, gave 
0*3209 gram mercuric sulphide, 

II. 0*3786 gram heated with, copper oxide in a vacuum gave 

22*32 c.o. of a mixture of nitrogen and nitric oxide, measured 
dry at 14*5° and 534 mm. pressure. After absorption of tlie 
nitric oxide there remained 22*32 c.c. of nitrogen at 14*5° 
and 485 mm. pressure, 

III. 0*2272 gram heated with copper oxide and lead chromate gave 

0*0332 gram carbon dioxide. 

IV. 0*3731 gram treated by Carius’s method gave 0*3010 gram 

barium sulphate. 

These numbers lead to results which accord with the formula 

Hg<^^g or HgCl/Hg(CSN),. 


Found. Calculated. 

Mercury - 67*99 68*12 

Nitrogen ■ 4*71 ' 4*77 

Carbon... 4*46 4*09 

Sulphur. 11*08 10*90 


Mercuric chlorothiocyanate is only sparingly soluble in cold water, 
'but readily in hot water and in alcohol ; it is also ■ slightly soluble in 
ehlier. When heated on platinum foil, it intumesces in much the 
sanip way as mercuric thiocyanate. Its crystalline characters were 
kindly examined by Mr, Miers, who reports as follows : — 

' slender prisms having a prism angle of 71 ; one fairly perfect 
cleavage (c) equally, inclined ,to two prism faces which form the, acute 
edge of die ^ prism,', and 'at an 'angle 'of 42|° to that, edge^y /an^'imperfect ' 
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cleavage (7) equally inclined to the same two prism faces, and inclined 
at a smaller angle to that edge in the opposite direction. 

System probably monosyminetric. 
mims = 71° 10'. 

ciYii == 64 ° 

If c is the basal plane, OP = (001), 
and m is the prism OOP = (110). 

Then a : 5 = 2*076 ; 1. 



** One optic axis is visible throngh a cleavage plate, and is not very 
far from perpendicular to c. A cross section at right angles to the 
prism shows only one axis. Plane of the optic axes is parallel to the 
plane of symmetry (010).’’ 


X.— “Some Derimtwes and New Colouring Matters obtained from 
a-Fyrocresole, 

By William Bott, Ph.D., Berkeley Bellow of Owens College, and 
J. Bruce Miller, A.I.C., Owens College. 

The authors have been investigating the reactions of «-pyrocresole 
and its derivatives, with a view of definitely ascertaining its consti- 
tution, and expect shortly to be able to publish their results. In the 
meantime it seemed worth while ''to ' describe a number ^ of new 
derivatives which have been'' obtained, _and' whose preparation is not' 
'diwetly connected 'with "'the'' main fes^rch, as 'yet' uncompleted'. 
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Triolilor-£6-Fyrocresole, CigHuClsO . 

This compound was obtained by the protracted action of chlorine 
on solutions of (ju-pyrocresole in chloroform or carbon tetrachloride, 
and repeatedly re crystallising the product from boiling benzene. It 
forms a white, bulky mass consisting of slender, silky needles, which 
tinder the microscope are resolved into characteristic aggregates of 
thin, transparent, flat prisms or bars. The compound is insoluble in 
water, alcohol, ether, and acetic acid, but soluble in chloroform, and 
still more so in boiling benzene. Its melting point is very high, but 
cannot be determined with precision, as the substance, although quite 
pure, melts only gradually, first showing signs of melting about 225®. 
The following numbers were obtained on analysis : — 


Coifhbustion. 

I. 0T98 gx’am substance gave 0*418 gram COg and 0*0625 gram 
HsO. 

II. 0*268 gram substance gave 0*561 gram COg and 0*0775 gram 

H2O. 

Ohlorine Determination. 

I. 0*1995 gram substance gave 0*2796 gram AgCl. 


Calculated for 
OisHuChO. 


Found. 



0 57*41 p. c. 57*30 57*83 

H 3*50 „ ■ 3*43 3*21 

Cl 33*98 „ 34*62 , 

0 (by difference) . 5*11 „ 5*11 5*11 


p. c. 

11 

3l> 


It will be seen that in both analyses the carbon found is too high 
and the hydrogen too low, this discrepancy being acco anted for by 
traces of chlorine, that is of hydrogen chloride, having found their way 
into the potash bulbs during combustion. The chlorine in the sub- 
stance cannot be readily determined by Oarius’ method, as the 
compound is not always completely decomposed by nitric acid ; the 
chlorinOj therefore, was estimated by heating with pure lime. 


Dinitro^oi-Ft/roeresole Oxide., Ci 5 Hio(]Sr 03 j 202 . 

In a former paper, the three tetranitro-derivatives of the pyrocresoles 
have been 'described, no nther nitro-compounds being 'known., 

'have lately obtained the first intermediate ' nitro-dexivative,; naine|y,i 
dmitro-«-pyn)cresoIe, oxide^ and: ai'e. now trying, to obtain the corre- 
sponding compounds-: from 'and'-ry-pyrocresole. The arderivative 
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■was prepared by adding ^st-pyrocresole oxide to cold, concentrated 
nitric acid, in small portions at a time, nntil a dark, reddisli-brown 
solution was obtained. Upon tbe addition of water, a yellowisli 
precipitate was tlirown down consisting of a mixture of tbe dinitro- 
prodnct witb nn altered oxide. Tbe latter was remoyed by extraction 
with boiling alcohol, and tbe residue recrystallised from glacial acetic 
acid or nitrobenzene. Tbe pure substance forms yellowish-wbite 
crystals, wbicb are very slightly soluble in hot water, slightly soluble 
in alcohol, a little more so in glacial acetic acid, and freely in hot 
nitx-obenzene. They melt at about 235° wdth very slight decomposi- 
tion, and when heated more strongly decompose, hut do not burn 
with a flash like the tetra-nitro-compound. On analysis the com- 
pound gave the following numbers : — 

0T92 gram substance gave 0*4075 gram COa and 0*003 gram 


0*195 „ „ 15*6 c.c. moist hT at 15° and 748*5 mm. 

Calculated for 

CisHjoCNOglsOa. Found. 

0 57*32 p.o. 57*88 p.c. 

H 3*18 „ 3*64 „ 

0 30*57 „ (calc.) 30*57 „ 

N 8*92 „ ‘ 9*22 „ 


Medmtion of the Nitro- compounds. 

The formation of amido- and other reduction-products has already 
been observed by W. Bott a considerable time ago, but we have only 
recently begun a closer study of the action of alkaline and acid 
reducing agents on the nitro-derivatives of the pyrocresoles. The 
results so far obtained open out a wide field of investigation, and 
comprise the beginnings of a new series of colouring matters, which 
probably differ essentially in composition and structure from the azo- 
colours already known. The compounds of fic'-pyi^ocresole only have 
thus far been examined. 

Tetranbido^sc-Pyrocresole Oxide^ Oi 6 H 8 (KHa) 4 O 2 . 

This compound has been obtained by the reducing action of tin on 
the corresponding nitro-derivative suspended in a mixture of strong 
hydrochloric’ and glacial acetic acid., 'The, reaction is hastened by 
working' under pressure. The amido-derivative is also formed' by 
means of zinc-dust and acetic aoid^ hydriodiC' acid, and similar reduc- 
ing agents in acid , 'solution,: but tin answers .the purpose best. , iiter 
complete reduction, the brownish^yellpw solution iS' evaporated, 'to 
';e?Epel'.excesS' 'of, acidi:.ibiO;’'vtite’.’;:U by ;sulpburette'd;‘ .h.ydrogCn,..^d 
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tile filtrate made slightly alkaline with caustic soda or ammonia^ 
which precipitates the amido-componnd as a greenivsli-yellow mass. 
This is well washed with water, and may be further purified by redis- 
solving it in dilute hydrochloric acid, passing sulphuretted hydrogen 
to remove traces of tin w-hich obstinately adhere to it, and reprecipi- 
tating the base with alkalis. It is not necessary to recrystallise the 
compound from alcohol, in which, moreover, it is not readily soluble. 
Tetramido-a-pyrocresole oxide thus prepared forms a greenisb -yellow- 
powder, sparingly soluble in alcohol and ether, and almost insoluble 
in benzene. It is soluble in acids, and the solutions give a dark red- 
dish-browm coloration with sodium hypochlorite. The melting point 
appears to lie considerably above SOO^, but has not yet been accurately 
ascertained. 

0T40 gram substance gave 23*5 c.c. moist N at 12^^, and 756 nini. 
bar. 

Calculated for 

Ci 5 H 8 (NH 2 ) 402 . Found. 

N.... 1971 p.c. 19*55 p.c. 

Biamido-oc-Fyrocresole Oxide, Ci5Hio(]SrH2)202. 

This substance is obtained from the new dinitro-compound in tlie 
same manner as the previous derivative. Its properties have not yet 
been closely examined, but in appearance and solubility it greatly 
resembles the tetramido-compound. 

0*161 substance gave 16 c.c. moist K at 16° and 761 mm. bar. 

Calculated for 

Ci5Hio(NH' 2)202. Found. 

F....,.,... 11-02 p.c. 11*40 p.c, 

Azo^derivatives of a-Fyrocresole Oxide. 

Both the tetra- and di-amido-derivatives of a-pyrocresole oxide can 
be diazotised in dilute acid solutions in the ordinary manner. It will, 
in all probability, be impossible to isolate the diazo-salts from those 
solutions, on account of the unstable character peculiar to these sub- 
stances, but from the examination of some more stable derivatives, 
their composition, that is the number of diazo-groups present, may, 
we hope, be deduced. The solutions of these diazo-salts react in the 
•well-known manner with phenols, giving rise to the formation of 
oxyazo-compounds. This reaction takes place most readily with 
alkaline solutions of jS-naphthol, and the compounds thus fO'lrmed 
represent the first colouring matters obtained, from pyrocrosolesi 

If a diazotised aolution^'' of .tetramido-i^-pyrocresol©' ■ oxide"' is ; added 
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to an alkaline solution of /3-naplitliol, a brigkt-red precipitate is 
immediately thrown down, consisting of the oxyazo-compound. 
After washing with cold water, and drying on a water-bath, it forms 
a dark-red powder, insoluble in water, but soluble in alcohol, ether, 
chloroform, and benzene. With concentrated sulphuric acid, it 
gives a beautiful and chai*acteristic reaction, dissolving in the strong 
acid with a dark-green colour, which on gradual dilution with water 
changes to red, the colouring matter being reprecipitated in red 
flakes. This reaction somewhat resembles the test given by safraiiine, 
which also dissolves in concentrated snlphuric acid with a green 
colour. With saf ranine, the green colour is, however, readily dis- 
charged by a drop of strong nitric acid, which in the case of the new 
colouring matter changes the colour from green to purple, but does 
not discharge it. By means of faming acid containing 30 to 60 per 
cent, of SO 3 , the colouring matter can be sulphonated and obtained 
in solution. It dyes silk and wool a fine maroon shade. 

By the action of diazotised solutions of diamido-a-pyrocresole 
oxide on alkaline solutions of /3-naphthol, a red colouring matter is 
formed resembling the previous compound in all respects, but pos- 
sessing a brighter and finer shade. Like the preceding compound it 
gives a highly characteristic test with strong sulphuric acid, and 
yields soluble sulphonio acids suited for dyeing purposes. It imparts 
to silk and wool a bright salmon colour. 

By the action of the diazo-salts on an alkaline solution of 
^x-naphthol, a brownish colouring matter is formed, which dissolves in 
strong sulphuric acid, with a beautiful dark-bine coloui', and is repre- 
cipitated by w^ater. The closer examination of the above colours is 
being proceeded with, and we shall extend the reaction to other mono- 
phenols, and to the meta-series of the diphenols and amidophenols. 

Eegarding the composition of these new colouring matters, we can 
at present only conclude from their mode of formation that they are 
oxyazo- compounds or trapaeolins, but the number of azo-groups con- 
tained in their molecules remains to be ascertained by a careful esti- 
mation of the nitrogen in the purified products. We shall then also 
be able to deduce the formula of the diazo-compounds originally 
present in solution. 

The action of reducing agents in alkaline solution on the nifcro- 
derivatives of «-pyrocresole oxide gives rise to the formation of azo- 
compounds, and also of small quantities of amido-products. The 
reaction with ammonium sulphide is particularly interesting. If a 
small quantity of tetranitro-arpyrocresole oxide is heated with alcohol 
and few firops'' of ammonium 'sulphide, the supernatant liquid 
assumes a reddish^bx*own. colour, and on the' addition' of hydroohlotic 
aoid'and warmii;igj>;i’ed' precipitate. is thrown' down, inaolublein water 
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Lnt soluble in cHoroform, ether, benzene, and acetone, with a roddisli- 
violet colour. It is practically insoluble in carbon bisulphide, and 
may thus be separated from any admixture of sulphur. It dissolves 
ill concentrated sulphuric acid, yielding a yellow solution, and is re- 
precipitated by water in dark-red Rakes. If in the above experiinents 
the action of the ammonium sulphide is allowed to continue for some 
time, the solution with hydrochloric acid no longer yields a red 
colour ; on diluting with water, a yellow precipitate is formed, soliihlo 
in alcohol, ether, and chloroform, but almost insoluble in benzene. 
It is very sparingly soluble in cold water, a little more so in hot water, 
the solution dyeing silk a hright-yellow shade. 

As the red and yellow substances have only been prepared quite 
recently, we have not had time to study them more closely. From 
the manner in which they are produced it appears probable, however, 
that the red substance is an azoxy- or oxyazo-derivative, whilst the 
yellow substance is derived from it by reduction. 

The probable constitution of the derivatives described in this com- 
mxinication will be discussed in our next paper on the structure of 
a-pyrocresole. 


XI. — Some Metallic Berwatims of Halogen Hitrojplienoh. 

By Aethtjb E. Lma. 

Having, in my experiments wnth the nitrohalogen-derivatives of 
phenol, obtained some metallic salts which have not, so far as I am. 
aware, been described, and which appear to be in themselves of some 
little interest, I have deemed it advisable to publish a description of 
the same. Although I do not claim to have obtained results of any 
theoretical importance, it must be granted that any addition to our 
knowledge of this most interesting class of compounds cannot be 
without some value. 

Bromination of OrthochloroimmnUrophmol. 

The orthochloroparanitrophenol obtained by chlorinating paranitro^ 
phenol in acetic acid solution, was separated from the small quantity 
of ' dioWnroparanitrophenol formed at the same time by^convei^ihgiit'' 
into the barium salt and crystallising;: from water. On decomposing'' 
the aqueous solutiou'nf -this salt, ■{CjasCl(X 03 )* 0 ]aBa, 7 HaQ;,';:w^ 
dilute hydrechiorio acid, and' subsequent crystallisation, of: the, ooloum 
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less cliloroiiitroplienol from a large bulk of hot water, it was obtained 
in long, white, satiny needles melting at 110°, as stated by other 
observers. 

The pni'e compound was dissolved in glacial acetic acid, and treated 
with the theoretical quantity of bromine (1 mol.) in the usual way, 
after wliich the solution was poured into water, and the precipitated 
chlorobronio-derivative converted into the potassium salt, which 
crystallises from water in golden-yellow needles. On decomposing 
the latter with dilute hydrochloric acid and crystallising the resulting 
compound from boiling water (in which it is but sparingly soluble), 
it was obtained in colourless crystals, resembling in appearance 
dichloro- and cl ibromo-paranitro phenol, and melting sharply with 
instantaneous decomposition at 137°. A specimen of the pure com- 
pound dried at 100° gave the following result on analysis : — 

0*4497 gram gave 0-5890 gram AgCl,AgBr. 

Theory. 

OfiHaClBidNOsl'OH. Pound, 

j* 45*74 per cent. 45*72 per cent. 

Fofasshim cliloroh'omo'paranitrophenol forms long, golden-yellow 
needles, which contain 1 mol. HoO, and are moderately soluble in 
cold water, easil^r in hot. It is thus analogous in composition to 
potassium dichloroparanitrophenol (Kollrepp, Amialen^ 234, 8). 
Analysis of an air- dried specimen gave the following results : — 

0*3639 gram lost 0*0211 gram at 100 — 120°, and gave 0*1036 gram 
K2SO4. 

Tlieorv. 

C6ll2ClBr(K02)-0K,H20. Pound, 


H2O 5*83 per cent. 5*79 per cent. 

K 12*64 „ 12*74 


Calcium clilorohromopaTimitTOplienol appears to resemble calcium 
dichloroparanitrophenol (Armstrong, this Journal, 1871, 1117); thus 
it crystallises in long, yellow, glistening needles containing 9 mols. HaO, 
but the following difference is to be noted: the dichloro-deriva- 
tive is completely dehydrated at 160°, whilst the chlorobromo-sa t 
requires heating to 210°. . On exposing the above to the air, the 
needles soon effloresce, and become somewhat darker in colour and 
dull in appearance.' '' After, however, losing 2 mols. H2O, the hydrate 
[G6H2ClBr(hr0i)-0320a,7H30 appeared to' remain perfectly constant. 
'This efflorescence takes; place 'SO'' quickly that 'it was found ''advisable 
to make 'the analytical determination's as' soon ter the 'salt 'had been 
'di^iqd between ''' 
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I. 0’2556 ^ram lost 0'0586 gram at 210° and gave 0'0488 gi*ani 
CaSO^. 

II. 0'5099 gram lost 0'1190 gram at 210° and gave 0‘096() gram 
CaS6.j. 

Found. 

Theory. ^ ^ 

[CoHoClBr(N-02)-0]2Ca,9F30. T. IL 


HoO 22*98 p. c. 22*92 p. c. 23*3o p, c. 

Ca 5*67 „ 5*59 „ 5*53 „ 


It may be stated that in all cases in which duplicate determinations 
are given, they have been taken from different preparations. The 
effloresced salt gave the following numbers : — 

I. 0*2543 gram lost 0*0480 gram at 210° and gave 0*0506 gram 
CaS04. 

IL 0*2983 gram gave 0*0592 gmam CaSO^. 

Pound. 

Tlieorv. f ^ 

[CRF2ClBr(N0)2*0]2Ca,7H20. I. IL 


LLO 18*83 p, c. 18*87 p. c. 

Ca 5*97 „ 5*85 „ 5*83 p. c. 


Ifj instead of allowing the supersaturated solution of tlitj above salt 
in water to cool to the temperature of the room, it is kept at about 
70°, the salt separates in an entirely diiferent form, namely, in dark- 
yellow, rhombic plates, wbicli appear to contain 4 inols. B,./), 
The analytical results were as follows : — 

I. 0*2557 gram lost 0*0301 gram at 210°, and gave 0*0557 OaSO^. 
II. 0*2763 gram gave 0*0606 gram CaSOi. 

Pound, 

Tlieory. ' 

[0fiTL/JlBr(N02)-d]20a,4Ho0. I. IL 


ILO 11*70 p. 0. 11*77 p. 0. --- 

Ca......... 6*50 „ 6*41 „ 6*44 p, c, 


I am not aware that a calcium salt, analogous to the above, has yet 
been desciubed. 

Barmm clilorolroyiioparanifrophenol forms long, canary-yellow 
glistening needles, and is similar in composition to barium dibromo- 
paranitrophenol [C6HaBn3(N’O3)’O]3Ba,10IIaO, Briinck (Zeit., 1S67» 
204). Analysis: — 

, I. 0*2676 gram lost 0*0586 gram' at 200°, and gave 0'0758/ga?'a'm 

BaSO^/ . 

'TI. 0*3658,gram, gave 0*1024 gram. BaS04., 
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Theory. 

[CsHsOlEi- (NO.,) • 6]3Ea,10Hi;O 
21-97 p. c. 

Ba 16*70 j, 

Brunck mentions (loc. cU.) that when tbe compoand, 
[CBH3r,(^O2)*O]2Ba,10H3O, 

kefore alluded to, is placed over concentrated snlplinric acid in a 
desiccator, it dries up to a red powder, but it was afterwards sbowii 
bj Post (Amialen^ 205, 94) tbat ttie form of the crystals remains 
unaltered, and that the change of colour from yellow to red is accom- 
panied by the loss of 6^ mols. KjO, the red needles having the com- 
position [Cf>H2Br2(K0o)*0]2Ba,8-|'H20. I may mention that I have 
described an analogous red barium salt of dichloroparanitrophenol 
(Trans., 1887, 786). When the last-desciibed yellow salt of chloro- 
bromoparanitrophenol is allowed to remain over sulphuric acid for 
several hours, a precisely similar change takes place, for example, — 

I. 0'4754 gram yellow vsalt lost 0*0691 gram in 64 hours, and 
changed in colour to red. 

II. 0*6361 gram lost 0*0904 gram in 60 hours. 


Found. 



21*90 p. c. — 

16*62 ,, 16*91 p. c. 


Tlieorv. 

[CsHaClBrCNO.O-Ol.Ba^SlHoO + 6|Aq[. 
II 20 14*26 p.c. 


Found. 



14*53 p. c. 14*23 p. c. 


The following numbers were also obtained on analysing the red 
salt : — 

I. 0*2331 gram lost 0*0214 gram at 200”, and gave 0*0765 gram 

BaS 04 . 

IT. 0*2318 gram gave 0*0773 gram BaSO^. 

Foxxnd. 

Theory. ^ ^ -v 

[C6H2CiBr(]S'02)-b]2Ba,3|n20. I. II. 


8*96 p.c. ' 9*18 p.c. — 

Ba . 19*48 „ 19*30 „ 19*58 p. c. 


A red salt, probably identical with the above, was deposited from 
siipersatui*ated aqueous solutions of baiium chlorohromopai’anitro- 
phenol, if the temperature was kept at about 70” j but after the 
needles had been dried' between ■ filter-paper, they were, in every 
experiment tried, found to be partially 'converted into a yellow, salt, 
and 'SO were not further examined. 


' f ''2 
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Calcium ParacJiloroiliohTomoTilionitrO'phGnul, 

This salt has already been described by me (Trans., 1887, 7S0) as 
crystallising in orange-red glistening scales, containing 2-i- mols. Jl.jCJ, 
but I find that niy analytical iinmbers were wrongly calculated, and 
as another specimen, lately prepared, does not agree with the above 
description, I have re-examined the compound. It forms small 
glistening plates of a dark red colour, in fact, it is of quite jls dark 
a colour as the isomeric compound containing 7 H 2 O (b)r. oil, 791), 
It, however, becomes much lighter in colour on losing its water of 
orystallisatiun (orange when anhydrons), a fact which would soeni to 
indicate that the specimen previously examined was partially de- 
hydrated. It appears to be generally chaivacteristic of these calcium 
salts that they retain some of their water of crystallisation at high 
temperatures. In the paper before referred to, it was sliown that, iti 
order to completely dehydrate calcium orthochloroparabroinortho- 
nitropiienol, it was necessaxy to heat it for a considerable time at* 
250°. When I first re-examined the salt under consideration, I con- 
cluded that it contained 3 mols. H^O, as the following analysis 
seemed to indicate : — 

0‘2715 gram lost 0*02M gram at 100 — 125°, and gave 0*0602 gram 


CaSOi. 

Theory. 



[CgHoClBr (NO 3 ) • 0 ] 2 Ca,e 3 H 20 . 

Found. 

H.,0. 


8*98 per cent. 

Ca.. 

6-70 „ 

6-51 „ 


On heating another specimen, however, at 200°, till its wenght 
I'emaiiied constant, I found that a further loss occurred, nrid, con- 
firmed as the result is, to a certain extent, by the halogen detenu illa- 
tion, there is little doubt that the salt in reality eoiitaius 4 molB, H 2 O ; 
for example : — 

I. 0* 291 l*gram lost 0*0338 gram at 200° and gave 0*0654 gram Ca 

SO4. / 

II. 0'3634ygram gave 0*3850 gram AgCi,AgBr. 


Theory. 

[CljHaOlBr (NO 2 ) •032Ca,4HA 


,11*^0 p.c. 

Oa . * . .L , . . . , , 6*50 „ 

Cl V , V ; ' 

Brj-V-- 


37'56 


Found. 


I. 

11-61 p. c. 
6-4.9 „ 


ll 


36*99; 



OF HALOGEN NITROPHEN'OLS. 




Calcium Dicli lorortlionitrojj lienol. 

Tills is deposited from its liot aqueous solution in orange, fibrous 
needles, wMch are sparingly soluble in boiling water. Analysis : — 

0'1537 gram dried at 100^ gave 0'0443 gram CaSO^. 

Theory. 

[CeHoCbfNOn) ‘0].Ca,H20. Found. 

Ca 8'47 per cent. 8*45 per cent. 


If a saturated solution of tlie above salt be left over sulphuric acid 
to evaporate slowly, it will be obtained in small dark-red needles and 
plates which probably contain 4 mols. HoO. When heated at 135'', 
they were found to lose 10*67 per cent, of their weight, which agrees 
with the theory for 3 mols. HoO; the calcium determination is, how- 
evei\ nearer that demanded for 4 H 2 O. 

0*2566 gram gave 0*0664 CaS 04 . 

Theory. 

[CGH..Cl,(N02)'0]2Ca,4n20. Found. 

Ca 7*60 per cent. 7*60 per cent. 

This salt could not he further examined, as I had no more at my 
disposal. 


Galcmm Dihromorthonitropheiiol, 

This forms red scales containing 7 H 2 O, and is analogous, therefore, 
to calcium orthochioroparabromorthonitrophenol. It is impossible to 
remove all the wmter of crystallisation from the above below the 
temperature at which it decomposes. 

I. 0*2352 gram gave 0*0423 gram GaSOi* 

II. 0*3065 „ 0*0541 „ GaSOi. 

HI. 0*2190 „ 0*2178 „ AgBr. 


Theory. 

C06H2Br2(N02) •0]3Ca,7H20. 
Ca..., 5*28 p, c. 

Br , . . , . 42*21 ,, 


Found. 

^ ^ 

I. IL III. 

5-27 p.c. 5*18 p.c. ™ 

— ' — ' 42*41 p. c. 


Calcium JCaTahrmioTiMoAorihomirojplwnol, 

Farabromorthiodorthonitrophenol was^ 'first described by Kdrner 
(Jahrh.^ 1867,' ,617), according to whom it, melts at 104*2'^, and next 
by-Groth (Jahfkj '1877^' 549), ' who , states that the crystals are 
brownish»yeilow;and,melt he^.gi'wos measurements of; them. 
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This conipoiind was prepared bj me by iodising parabroriiorCio- 
nitroplienol, m. p. 88°, in alcoliolic solution with iodine and mercuric 
oxide. After pnriti cation by means of its potassium salt, and sub- 
sequent decomposition of flie latter and crystallisation from alcoliol, 
it was obtained in yellow scales of a somewhat dirty appearance 
melting at 104°. The calcium salt forms dark-red plates coiitaiiiiiig 
4 mols. H 2 O. Analysis 

I. 0*2295 gram lost 0*0204 grann at 190° and gave 0*0397 gram 

OaSOl 

II. 0*3441 gram gave 0*3652 gram Ag(Br,I). 



Theory. 

Found. 

r - 


[CsHsTBrl (NO.) • 0]3Ca,4H20. 

1. 11. 

H.O. , 


8*89 p. c. — 

Ca . . 

5'02 „ 

5*09 „ — 

f} 

51-82 

— ' 51*93 p. c. 


Of the foregoing calcium salts of oi’thonitrophenol-derivatives, it. is 
to be i‘emarked that they all pass from a red to an orange colour witli 
the loss of their water of crystallisation ; this is at vai'iance with 
the observations of Cam ell ey and Alexander, who state (Proc., 1888, 
64) that in the metallic derivatives of the nitrophenols the colour 
passes towards the red end of the spectrum as the water of crystalli- 
sation diminishes. It is also noteworthy that calcium dichlorortho- 
nitrophenol has less tendency to unite 'with water than the other 
calcium dilialogen orthonitrophenol-derivatives ; for example, the 
inonohydrate (an orange salt) is formed with ease, whilst the red salt 
containing 4 mols. H^O is only obtained by slowly evaporating the 
solution over concentrated sulphuric acid. 

As regards the colour of the salts of the nitrophenols, it is to 1)0 
observed that those from the alkali metals, potassium and sodium, 
of derivatives of ortlionifcropheuol are red, whilst those of para- 
1, iitro|dieiiol are yellow ; also that those of ortlio-orthodinitroplienol 
a.iid its derivatives are red, and those of orthoparadinitrophenol ai'O 
yellow. In a paper by hTolting and Pick, published in a recent 
number of the Berklite (21, 3158—3160), two isomeric dinitio- 
xylenols, from ortho-xylene, are, described; one melting at 127**, 
having the KOrg^’Oups in the two ortho -positions with respect 
to the OH-group, and the other melting at 82°, and having the 
hJ'CVgt'oups in ortho- para-positions with respect to the same. Now, 
according to the authors, the salts of both these compounds are 
yellow, and thus it would seem that the introduction of two inethyb 
,gtbup in the place ,of 'two hyd'^^'^-atoms , brings about U' coh*^ 
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siderable modification in the colour in the case of orfcho-orfchodinitro- 
plienolj removing it further from the red end of the spectrum* 
Orfcho-orthodiiiitroplieiioi and its halogen substitntion-derivatiTCs 
melt at a lower temperature than orbhoparadinitro phenol and its 
correspondiug derivatives ; hut this state of things seems to he 
reversed by the introduction of the two methyl -groups into the 
molecule, and the derivative of orfclio-orthodinitrophenol then meits 
at the higher temperature. 


XII . — On JBerherine. (Part I.) 


ByW. H. Perkin, Jun., Ph.D. 


Berbefjne, the yellow alkaloid of Berheris vulgaris^ was discovered in 
the year 1826 by Cbevallier and Pelletan (Jouru. de GMm. MMicale, 
2, 314) in Xanthoxylum clava HercuUs, and described by them under 
the name of xauthopicrit. 

Subsequent researches have shown that this alkaloid is a con- 
stituent of a large number of pdants, in some of which it is present 
in considerable quantities. 

It has been found in Coceidus palmatus^ or Columbo root (Boedecker, 
Annalen, 66, 384 ; 69, 40) ; in Berheris vtdgaris (Buchner, 24, 
228); in Gmloe.Une polycarpa (Stenhouse, Ann., 95, 108; 105, 
360) ; in the wood of Uoscininm fenestratum from Ceylon, and in 
Xanthorrisa apii folia, a Xorth American plant of the Banunculacea 
order (Perrins, Ann., 83, 276) ; in Hydrastis oanadends (Mahia, SUL 
Am. /. [2], 33, 43 (1862)) ; another Xorth American plant of the 
llaminculacea order, which, as it contains about 4 per cent, of crude 
alkaloid, and is readily obtainable in England, can be used as a source 
of the alkaloid (Perrins, Ann., SuppL 2, 173). 

Bex'berine has also been found in Woodunipar, a yellow wood from 
Upper Assam, in the root of CopHs tecta or Mahmma — a plant growing 
in Hindoostan and China, and which is much valued in India on 
account of its tonic properties. Perrins {loo. cit., 174), who 
examined this source, obtained as mnch as per cent, bex^berine 
from the root — a far larger quantity than has un to the present 'been 
found in any plant. 

The French' .chemists Cbevallier atxd PelletanT'iEe discoverers of 
berberiiie, although they carefully and. accurately described some of' 
'its properties,, do not .appear; to .hayo 'Xnade' 'Uny analyses of their 
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product, and it w«s not till 1835 that any attempts were made to 
ascertain tlie composition of tiiis interesting substance. In this year, 
Bticliner and Herberger {Amuden, 24, 228) published the results of 
an important series of experiments on this alkaloid, together with a 
number of analyses of the base itself, and also of its compound with 
oxide of silver. These experiments led them to the supposition that 
ber!3eriiie wms represented by the formula CaaHaelToOri (C = 6 : 0 = 8). 

At a later date, Fleitniaun made a careful examination of berberine, 
and showed that instead of being a weak acid, as Bnchnei* had sug- 
gested, it was ill reality a strong base, forming with acids stable salts, 
and in all res|)ects showing the properties of a w^ell-cleiined alkaloid. 

Fleitmaiiii analysed nut only berberine itself but also several of its 
salts, and the results of liis experiments led him to the conclusion 
that the formula proposed by Buchner was erroneous, and That the 
composition of this base was Gr.HiiNOs (C = 6 : 0 = 8). 

In the year 1861, J. Dyson Perrins {Amicden, Sxippl. 2, 176) pub- 
lished the most accurate investigation of berberine which had up to 
tliat time been made, in the course of which he analysed a large 
number of its salts, and showed, in a most conclusive manner, that 
Fleitmaiiii’s formula w'as inaccurate, and that the true formula was 
C,„HnN 04 (C = 12 : 0 16). 

Although the analytical resulfcs obtained by Perrins agree so closely 
with this formula, I still thought it necessary, before starting an 
investigation on the constitution of this interesting alkaloid, to repeat 
some of these analyses with specially purified substances, so as to leave 
no doubt as to the relation of the carbon, hydrogen, nitrogen, and 
oxygen-atoms in it. The berberine used in these experiments was 
purified in the following manner : — 

Crude berberine hydrochloride (from Merck in Darmstadt) was, 
recrystallised twice from water acidified with, hydrochloric acid, the' 
beautiful yellow, silky needles dissolved in a little boiling -water, and 
the solution rendered alkaline by the addition of an excess of :car- 
bonate of soda solution. 

On cooling, the liquid became filled with brownish, silky 'crystals. 
These 'Wer© filtei*ed from the dark brownish-red mother-liquor, 
washed with winter till the washings were only slightly yellowish, 
and dr'ied on a porous plate. ’ The beautiful silky mass thus obtained 
wasmext dissolved in boiling 80' per cent, alcohol (carefully purified 
methylated spirits may also be used) from which, on slowly cooling, 
yellowish-brown needles separated. After repeated crysiallisa- ^ 
'tioii from .dilute alcohol, these crystals entirely lo'se their .'original' ' 
brownish^ colour, and are at le-ugth' deposited in the form, of long, 
B.illcy needles of . an -intensely yellow ' colour. 'This ' substance was ' 
lop'jatedlj analysed. 'Under w^arjing Conditions, buiin.'epite. of this no.. 
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satisfactory results could be obtained. One reason for tliis is that 
the substance contains several molecules of v'ater of crystallisation, 
part of wMcli is given off slowly at ordinary temperatures and part 
at 100°. 

The substance dried at 100° is, however, never free from water 
of crystallisation, and if attempts are made to drive this off at a higher 
temperature, slight decomposition invariably takes place sufficient 
to spoil the analytical results. x^Lnother reason for the difficulty 
experienced in obtaining concordant numbers with berberine pre- 
pared in this 'way, is that the substance almost invariably contains 
traces of chlorine. 

Experience showed that the nitrate, hydriodide, and platinocbloride 
of berberine were far more suitable for analytical examination than 
the base itself. 

Berberine Nitrate^ C‘^oE[nhr 04 ,HN'Oa. — This salt has been described 
by both Eleitmann amd Perrins. It is readily prepared by adding an 
excess of dilate nitric acid to a warm, concentrated solution of the 
base. The nitrate is thus precipitated as a yellow crystalline mass, 
which is collected, well washed with water, and repeatedly recrystal- 
lised from this solvent. In this way beautiful yellow needles were 
obtained which, after drying first over sulpliuiuc acid in a Tacaum 
and then at 100°, gave the. following results on analysis: — 

I. 0*1724 gram substance gave 0*0722 gram H^O and 0*6808 
gram CO 2 . 

II. 0T6B8 gram substance gave 0*0679 gram H 2 O and 0*3621 
gram CO 2 . 

Ill- 0*2056 gram substance gave 12*5 c.c. IsT. Bar = 760 mm. t = 



Theory, 

( 

Pound. 




C2oHi7N04,HN03. 

I. 

II. 

m. 

c... 

60*30 p. c. 

60-24 

60*27 

— p. c. 

H. . 

..... 4-52 „ 

4-65 

4*52 

■ ■ 

N .. 

..... 7-04 „ 

— 

— 

7-16 „ 

0 .. 

28-14 „ 

— 


5? 


These numbers agree well with those . previously found by Pleit- 
mann and Perrins, but not' so well with those given by Henry. 

Eleitmann.' ' Henry. 

^ ^ ^ A ■ Pexrins, r 

0. . . . ' 60*15 . , , 59*64 p. c. 60*19 p. 0 . 59*09 59r44 p. c. 

"'H-...' ' 4*7S'V;' 4*62' 4*60;,,' ' 4*85 4*84 „ , 

This, salt is readily' so'luble, in hot water, sparingly in eold, and 
almost insolubleh'n^dilnte', nitric; acidv'^^ 
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If the liot solution of berberine nitrate be mixed witb a small 
quantitv of ammonia, on cooling a remarkable compound separates in 
sparingly soluble golden plates. I lia^e not as yet been able to 
determine tlie nature of this substance, but from tlie analyses already 
carried out it appears to bare tbe formula CaoHooiSi-iOo. 

(Found C = 55*2. H = 4*8. II = 6*80. Theory requires C = 
55*55. H=4*63, JX = 6*48.) 

I am at pi’esent engaged in the investigation of tliis substance. 

Berherine Eydnodide, CooHnUOi^HI.— This very insoluble salt is 
obtained as a yellow precipitate when an aqueous solution of berbe- 
rine is acidified -with a few cb*ops of aqueous hj'drogen iodide — or 
wboii potassic iodide is added to a solution of nitrate of berberine. 
The salt w’as collected, w'ell washed with water, dried on a porous 
plate, and recrjstallised from a large quantity of boiling 80 per cent, 
alcohol. 

In this way, beautiful satiny needles were obtained which on 
analysis gave the following numbers : — 

I. 0*1460 gram substance gave 0*0523 gram H 2 O and 0*2767 
gram CO 2 . 

II. 0*3561 gram substance gave 0*1795 gram Agl. 


Tlieorr. 

€.oirirXU4llT. 


C 51*83 p. c. 

H 3*88 „ 

I ...... . 27*43 „ 


Found. 

L ^ I?. 

51*68 — p. c. 

3*98 — „ 

-- 27*25 „ 


Perrins and Henry, who also analysed this salt, obtained numbers 
agreeing closely wdth the above. 


Perrins. 

^ ^ ^ ^ Henry. 

G 51*72 51*77 p. c. 51*59 p. c. 

H 3*92 3*96 „ 4*23 „ 

I '27*02 27T2 „ 25*71 ' „ 


BerberimElaiinocJiloride, (C 2 oHnlX 04 )a,H 2 ptCle. — This double salt 
has, on account of its insolubility and suitability for determining the 
molecular weight of berberine, been repeatedly examined. It is 
readily prepared by adding platinum chloride in excess to a slightly 
acid solution of berberine .hydrochloride. The yellow ' precipitate 
thus thiwvn "down was collected, well washed with water,' dried on' a 
porous plate over sulphuric acid,' and then at 100*, and analysed"' with 
thedol'iowing results ' ; /'A'.'.' 7. 'd'l'' 
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I. 0‘2251 gram substance gave 0'0708 gram HoO, 0’3G57 gram 
CO 2 , and 0*0406 gram Pfc. 

II. 0*6807 gram substance gave 0*1228 gram Pfc. 

III. 0*2780 gram substance gave 0*2192 gram AgCL 

Found. 


Theory. 




L 11. 

III 

c.. 

.... 44*47 p. c. 

44-31 — 

— p. c. 

H . 

. . . . 3-33 „ 

3*49 — 

■ 3^ 

Pfc 

.... 18-02 „ 

18-03 18-08 

55 

Ci. 

. . . . 19-73 „ 

— — 

19-50 „ 

Previons analyses of this salt by Fleitmaim, Perrins, and Henry 

gave the following results, which 
number of experiments : — 

are in each case 

the mean of a 


Fieitmann. 

Henry. 

Perrins. 

c., 


44*38 p. c. 

44*33 p. c. 

H.. 


3-57 „ 

3-41 „ 

pt. 

18-11 „ 

17-90 „ 

18-21 „ 


This salt is almost insoluble in all tlie ordinary solvents. It crystal* 
lises from its solution in boiling amyl alcohol, on cooling in small, 
yellow needles, but it is extremely insoluble in this solvent even 
on boiling. 

Tbe analyses of these three salts show conclusively fchat the correct 
formula for berberine is CgoHiTNOi. For a complete list of the various 
herberine salts which have from time to time been analysed by 
different invesfcigators, I must refer to a paper by Hlasivvet^ and 
G-ilin {Annalen^ SuppL 2 , 197 — 201 ); and also to a recent paper by 
Ernst Schmidt {Mittlieihingeii aus pharm, chem. Marburg)^ 

which I have only lately had the opportunity of consulting. 

In his researches on berbeiune (Zor. cit,), Fleitiiiann states that 
it crystallises from water with 4| mols. II 2 O. Several analyses 
which 1 made with ^different samples agree rather with the formula 
C-iflHnNOi + 5^ H 2 O. In these experiments the berberine used 
was prepared by Eleitmann’s method, very carefully purified by 
repeated recrystaliisation from water, and then dried in the air on 
a porous plate at the ordinary temperature. 'Determinations of the 
amount of wateruf crystallisation given off at 100° gave the foliowiiig 
results,:—, 

/■' ^ I., 1*5241', gram substance heated 'to 100° till 'Constant lost 0*1944 
' gram* ' ' ' 
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II. 0-5338 gram sabstauce heated to 100” till constant lost 0-0702 
gram. 

III. 0-o4i4 gram substance heated to 100° till constant lost 0-0758 

grail). 

lY. 0-7017 gram substance heated to 100° till constant lost 0-08.51 

gram. 

Ftioncl. I. IT. III. IV*- 

12-7 11-9 ir9 12*1 p.c. 


Complete analyses of different preparations of berberine dried at 
lOO"^ tiil constant gave the following numbers : — 


I. 0*2385 gram substance gave 0*1239 gram HoO and 0*5550 gram 
CO,. 

II. 0*2095 gram substance gave 0‘104d gram H^O and 0*4877 gram 
CO,. 

III. 0*1316 gram substance gave 0*0666 gram HoO and 0*3032 gram 
CO,. '' 

lY. 0*3 -ISO gram substance gave 11*4 c.c. Is. ^ = 16*5°. Bar. = 
736 mm. 

Found. 


Theory. ^ * 

G..oH| 7^T>4 + 2i-H20. I. II. HI. 

C . . . 63*16 p. c. 63*08 63*49 63*83 

H .... 5*78 „ 5*77 5*52 5*66 

X .... 3*68 ,, _ _ _ 


IV. 

— p. c. 





From these aiialysesj it seems probable that berberine dried at 100'^ 
still contains 24 mols. H,0, and that the air-dried substance originally 
contained 5i mols. H,Oj 3 of whicb are driven nff at 100°. This 
would require a loss of, 12*4 per cent., which agrees approximately 
with tlie.iiiinibers given above. 

Hermann Schreiber (Dissertatmi lfar&m*p, 1888) is of opinion that 
herbeiine crystallises with 6 mols.'H,0, all of which is expelled at, 100° 
in a stream of hydrogen. 


Froperties of Berberine. 

Berberine crystallises from water in brilliant, yellow needles, which 
when dried in the air have a fine silhy lustre. The base itself and 
also its salts , are remarkable, for their excessively hitter taste; when 
warmed, they emit a' faint but peculiar odour strongly resembling that 
of ordinary quinone. ^ i,- ' '"5 

When heated to'lOO^jdhe yellow berberine crystals 'gradually,' Jose, 
them lustre, and become, yellovish“hroiwn,\ at ,4 10° the /change; is ,'yery 
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rapid, and at temperatures above 160° total decomposition soon sets 
in witla formation of a brownish -black mass, from which I have not 
as jet been able to obtain anything of a czystalHne nature. 

On account of this behaviour of berberine when heated, I have not 
made any attempts to determine its melting point. Fleitmaiiii (loc. 
cit,) gives as the melting point of berberine 120°, but this is certainly 
too low. 

If bromine -water be added to even very dilute solutions of ber- 
berine, a yellow precipitate is produced, which on standing rapidly 
becomes darker. If the product is collected and washed with dilute 
sulphurous acid, a yellowish-orange mass is obtained, crystallising 
from large quantities of boiling water in needles, which appear to 
consist of the hydrobromide of a new base. Sebreiber {loc, clt.^ 
p. 38) considers this substance to be simply berberine hjdrobro- 
mide. 

Berberine not only combines with acids to form salts, but it also 
gives peculiar compounds with alkalis. The addition of methyl alco- 
holic potash to a strong solution of berberine in alcoholic potash 
produces a pinkish- white, amorphous precipitate, which contains con- 
siderable quantities of inorganic matter. The analyses of this compound 
have not as yet given satisfactory results. 

Berberine does not appear to combine either with hydroivylamiiie or 
phenylhydraziiie, and although the alkaloid dissolves readily in a 
mixture of oxychloride and pentachloride of phosphorus, no change 
seems to take place even when the mixture is allowed to remain for a 
long time at oi^dinary temperatures. 

Before publishing the details of the experiments which have 
been made in this direction, I propose to confirm the results already 
obtained, by using, instead of the alkaloid itself, some salt, such as 
the nitrate, which contains no water of crystallisation. 

In its behaviour towards reagents, berberine shows the following 
characteristic reactions : — 

It dissolves in concentrated sulphuric acid, forming a yellow solu- 
tion, which on 'warming turns olive-green. 

Very dilute solutions of berberine give with chlorine- water a 
decided brownish-red coloration, whilst strong solutions are coloured 
intensely by tins reagent. Reducing agents, such as tin and hydro- 
chloric 'Ecid, destroy this' colour, which, however, reappears' on the 
further ad.dition ' of chlorine- water. 

Concentrated nitric acid dissolve, s berberine, forming a dark, Ted- 
dish-brown solution, 'from which water precipitates a yellow, floeculent 
mass,, partly .soluble in ammonia. ■' If. the brown-red solution, in nitide ' 
'acid be warmed, 'Oxidation rapidly sets in with evolution, 'of abundance '. 
;"o| red'" f umesj 'an#;' f ; aalution; which ' Pdntains''^;'he^ ; 
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beroBic acid, oxalic acid, and other products. Potassium ferricjanide 
in alkaline solution gives with berberine a yellow precipitate, being 
itself for the most part reduced to ferrocjanide. 

If a trace of berberine be boiled for a short time with concentrated 
aqueous hydrogen iodide, the product diluted with watei’ and ren« 
dered slightly alkaline by the addition of ammonia, an intense blackish- 
violet coloration is produced. 

Berberine is also characterised by the insolubility of some of its 
eonipoiiiids, as, for instance, its hydriodide, platinochloride, anro- 
chloride, chromate, &c., whilst a number of soluble salts, such as the 
nitrate, are rendered almost insoluble by the addition of a mineral 
acid. 

A solution of iodine in potassic iodide gives with extremely small 
quantities of berberine salts a brownish precipitate of the periodide, 
C2oHnhr04,HI,l2. If the precipitation be carefully conducted in warm 
alcoholic solution, beautiful, shining, green plates separate. 

Berherine JSi/drocliIoride, C2oHi7N04,HCl + 2H2O. — This beautiful 
salt crystallises from water in long, yellow needles. As mentioned at 
the commencement of the paper, this salt, in spite of its beautiful 
appearance, does not give very satisfactory results on analysis. 

If attempts are made to drj" it at 100®, in a short time the yellow 
colour of the crystals gradually changes to brownish-yellow, and then 
to brownish-red, siiiali quantities of hydrochloric acid being invariably 
lost during the operation* Analysis of the pure substance dried over 
sulphuric acid gave numbers agi^eeing fairly weU with those required 
by the formula C2oHiT]Sr04,HCI -f 2H2O. 

L 0-2075 gra3ii substance gave 0*1057 gram H2O and 0-4461 gram 

CO2. ■ 

II. 0*1557 gram substance gave 0-0792 gram H2O and 0*3383 gram 

CO2. 

III. 0*5091 gram substance gave 16*5' c.c. Id. Temp. = 17°. Bar. 
727 mm. 


C 
' M 
¥ 

The difficulty in obtaining good results Jin, the analysis of ‘this 
substance is partly accounted for by the f^ct that' the salt'dried'us 
above is so excessiv'ely hygroscopic as d/ render it very difficult /to 
weigh it out with the necessary degree of' accuracy. . ' ''' - 

' A'S the result of a number of careful ^lyses, B., Schmidt. efh, 
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■p. r}4) bas shown that berberine bydrocbloricle crystallises from dilute 
alcohol with 4 mols. H 3 O. 


Oxidation of Berherine ivitli Botassmm Bermanganate. 

In most of the investigations on the constitntion of the alkaloids 
■which have np to the present time been carried ont, it has been 
found that the careful examination of the behaviour of this class of 
substances towards oxidising agents has almost invariably given 
interesting results, and in some cases very important clues as to their 
structure. 

The molecule of the alkaloid is usually split up, yielding acids of 
much simpler constitution, such as hemipinic acid (from narcotine), 
tiarboxylic acids of pyridine, quinoline, and their derivatives (in 
the case of quinine, cinchonine, &c.), &c., although in some cases acids 
containing nearly the same number of carbon-atoms as the alkaloid 
employed are obtained. 

One of the most remarkable examples of the value of careful 
oxidation in investigating an alkaloid is that of papaverine, from 
which by the use of potassium permanganate under various condi- 
tions G-oldschmiedt was able to obtain among other substances papa- 
veriuic, veratric, hemipinic, pyiidinetricarboxylic, and dimethyl- 
oxycinchoninic acids and papa veral dine. 

Experiments on the oxidation of berherine with potassio per- 
manganate have already been made by E. Schmidt and C. Schilbacli 
{Aroh, Bharm. [3], 25, 164 — 170; Abstr., 1887, 604), who obtained 
thus considerable quantities of hemipinic acid. 

In some preliminary experiments on berherine made early in 
1887, I also obtained hemipinic acid in considerable quantities by the 
oxidation of herberine with alkaline permanganate, and lately, in view 
of the remarkable results obtained by Goldschmiedt in his examina- 
tion of hemipinic and isohemipinic acids (Monats.^ 1888, 861), I 
have again very carefully studied this decomposition, partly with 
the object of determining whether the acid obtained is simply 
hemipinic acid or a mixture of this acid with metahemipinic acid, 
and partly from a desire to obtain some substance intei*mediate 
between berherine and this acid, which might afford some clue to the 
constitution of the alkaloid. 

The first experiments were carried out almost exactly in the 
way Goldschmiedt recommends in Ms first paper on papaverine 
(Mfomts., 1885, 1112). ■ , 

30 grams of', p'ure; berherine' ■■hydrochloride were dis,solved;, in 
i 'lito of , boiling' water,' the^ salt' decomposed by the 'addition\ 0 'f 
"di grams of,\potassic:oarbopa^';:and.'-|hen O'Xidxsed ,by '.'Slowly^yrunhing 
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ill 150 grams of potassic permanganate dissolved in 3 litres of liot 
water. At -first the oxidation is very rapid, but as soon as about 
fcwo-thirds of tlie permanganate have been added, decolorisation takes 
place inncli more slowly, continued boiling being necessary to remove 
the last traces ot‘ the oxidiser. 

At the end of this operation, the product was saturated witb 
carbooic acid, filtered tbrougli a cloth filter, and the manganese pre- 
cipitate well pressed ; this was then carefully extracted by repeated 
boiling with water, and pressing in a vice. The filtrate and wasliiiigs 
were evaporated to dryness, the residue pulverised and repeatedly 
exhausted with boiling absolute alcohol (or purified methylated spirits), 
the alcoholic solution distilled, and the residue, after freeing it from 
the last traGe.s of alcohol by gently warming on a water-batb, was dis- 
solved in a little water and filtered. On acidifying with dilute sul- 
phuric acid, the brown acjneous solution deposits a small quantity of 
a resinous precipitate, from which, however, nothing crystalline could 
be obtained. It was removed by filtration, the clear filtrate extracted 
20 times with pure ether, the ethereal solution dried over calcic 
chloride and evaporated, and the brownish residue thus obtained 
was allowed to remain for some days over sulphuric acid in a vacuum, 
The crude semi-solid mass was then roughly purified by spreading it 
on a porous plate, and afterwards repeatedly recrystallised from, boiling 
water. In this way beautiful transparent crystals were obtained, 
which on analysis gave numbers agreeing with those required for 
hemipinic acid : — 

0T827 gram substance gave 0’0720 gram H 2 O and 0*3550 gram CO 2 , 

'iheory. 

OiuHiuOg. Tound. 


C 53*10 per cent. 52*99 per cent 

H 4-42 „ 4-38 

G 42-48 „ 4-2-73 


Deterinmation of water of crystallisation : — 

0-8878 gram of saljstance heated to 100° till constant lost 0'1236 
gram = 13-92 per cent. Theory for G,„H,oOs + HjO = 13-74 per 

cent. 

Considerable' difference of opinion exists as to the melting point' of 
hemipinic acid. Wegscheider 3, 351) gives 175— 179'^ for 

the acidffro'm 'narcotine; Liebarmann (Ben, 19, 2279), 180 181:^- 

and driine (i?er., 19, 230) 180°j wheraas E. Schmidt and Schilhaph 
(Aroh. Pharm., 225, 164) found for the hemipinic acid prepared 
by them from berberine, and alsi> for the acid from narcotine, the 
low melting point 160--^61^ . Goldsohmiedt, -who has lately most 
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carefully re-examined fhe liemipiuic acid from narcotine, found 
that altBoiigli wlieii rapidly heated it melted at 172 — 17 with 
decomposition into anhydride and water, yet when slowly heated 
it melted at 160 — 161°. I have repeated these experiments with the 
hemipinic acid from berberine, and although I can corroborate the 
experience ol Goldschmiedt that the melting point varies considerably 
according to the rapidity of the heating, still I have iie^er been able 
to observe a melting point lower than 170°. When heated moderately 
rapidly, the acid obtained as above melts regularly at 177 — 178° with 
decomposition. 

In studying the action of small quantities of permanganate on 
berberine, I subsequently obtained an acid, GioHioOs, of totally different 
appearance, which melted at 159—160° with decomposition, and thus 
showed all the properties of hemipinic acid from narcotine. 

As 1 was, therefore, not quite satisfied that the acid obtained as 
described above, melting at 177 — 178°, was hemipinic acid and not 
metahemipinic acid, I carefully examined my product in the way 
suggested by Goldschmiedt (^Mo7iats., 1888, 870). 

In his researches on papaverine, G-oldschmiedt obtained by the oxi- 
dation with alkaline permanganate an acid of the formula CioHioOe, 
which from its properties (m. p. 174 — 175°, w^ater of crystallisation, &o.) 
lie at first supposed to be identical with the hemipinic acid from narco- 
tine, The further study of the constitution of papaverine, however, 
showed that these two acids could not he identical, but must be 
isomeric merely, a conclusion which was borne out by the further 
examination of their properties. As both these acids on fusion with 
potash give protocatechuic acid, and both are orthocarboxylic acids, 
their constitution must be represented by the formulae — 


CII30 


CHsjQ/'NcOOH 

CHsOh^^COOH 

I^JcOOH 

CH^oi^JcOOH 

Hemipinic acid from 

Metahemipinic acid from 

narcotine 

papaverine. 


In examining the hemipinic .acid from berberine, I first made a 
determination of the^'methoxyl-groups according to Zeisefs method 
(decomposition with hydrogen iodide and determination of the 
amount of methyl iodide- foiuned by leading into an alcoholic solution 
of silver nitrate,, and estimating the silver iodide precipitated (Monats,^ 
1883, 704), with the following results:— 

0*2740 grain substance dried at, 100° .gave '0*7350 gram Agl. 
yybi. uy. A;,)', ih':' V'y;''''; ' ' '''.V '' '' 
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Theory for 

Found. CioHioOe. 

OCHa 27*74 per cent. 27*43 per cent. 

Ill order, then, to prore tliat the acid from Iberberine was a deriva- 
tive of pjrocatecliol, a small quantity was decomposed by fusion with 
potasb. 2 grams of the pure acid was dissolved in a little potash, 
the solution evaporated to dryness, and the residue fused in a silver 
dish vntli 50 grams of pure caustic potash and a little water for about 
half an limir. Tlie resulting almost colourless melt was dissolved in 
water and acidified with dilute sulphuric acid, during which operation 
the solution became first blue, then violet, and lastly reddish, but 
remained clear. It was extracted several times with ether, the 
ethereal solution dried over calcic chloride, and the ether distilled off ; 
ill this way, a ciTvstalline residue wms obtained which, after recrystal- 
lising once or twice from a little water, gave the following results on 
analysis : — 

0*1217 gram substance dried at 100° gave 0*0442 gram H^O and 
0*2436 gram CO 2 . 

Theorv. 

aHgOj. Found. 


G 5t*55 per cent. 54*59 per cent. 

H 3*89 „ 4*03 

0 4*56 „ 4*48 „ 


A determination of the water of crystallisation gave the following 
results : — 

0*3326 gram of air-dry substance dried at 100° lost 0*0347 gram. 

TheorY. 

C;H ,04 +‘2.0. Found, 

H 3 O ........ 10*46 per cent. 10*43 per cent. 

This acid has, therefore, the composition of protocatechuic acid, 
with which it agrees in all its properties. 

It crystallised from hot water in needles melting at 195 — 196°. 
The aqueous solution' gives with ferric chloride a deep, emerald-greeti 
coloration, which, on the careful addition of sodic ■ carbonate solution, 
becomes first blue, then violet, and at last red. It reduces an am- 
moniacal silver solution at once, gives with lead acetate U' white 
precipitate soluble in acetic acid, and on heating is decomposed into 
carbonic anhydride and a white crystalline sublimate which shows all 
the reactions of pyrocatechoL These reactions, however, do not deter- 
mine whether the,, acid obtained from^ berberine is hemipinic or me'ta- 
hemipinic acid, as ,both these acids contain two methoxj,l-groups> and' 
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bo til on fusion witli potasb yield protocateclniic acid. These two acids 
can, however, be readily distingnisbed by conversion into tbeir etbyl- 
imides ; tlie etbyliinide of bemipinic acid melting at 96°, -whilst that 
of metabemipinic acid melts at 226 — 227°. 

In order to prepare tbe etbylimide of tbe acid from berberine, tbe 
pure substance was dissolved in an aqueous solution of etbylamine, 
tbe solution evaporated to dryness on a water-bath, and tbe residue 
distilled from a small retort. Tbe solid distillate was dissolved in a 
little boiling metbyl alcobol and allowed to stand, wbeii beantifui 
needle-sbaped crystals were obtained, wbicb on analysis gave tbe 
following numbers : — 

0T758 gram substance gave 9*7 c.c. N. Ear. = 760 mm. t = 
14-5°. 

Theory. 

Eomid. 

bl 5*96 per cent. 6*09 per cent. 

This etbylimide melts at 94 — 95®, but wlien recrystallised from 
Tt^ater, at 96®, and shows all tbe pi*operties of etbylbemipinimide, pre- 
pared by Liebermami by tbe action of ethyl iodide on tbe potassinni- 
derivative of bemipinimide. It is therefore proved beyond doubt tbgit 
bemipinic acid from berberine is identical with that obtained from 
iiarcotine.^ 

Besides bemipinic acid, there are small quantities of at least 
t-wo other acids formed when berberine is oxidised with perman- 
ganate in tbe proportions given above, both of wbicb are present 
in tbe potassic carbonate residues, from which the potasb salt of 
liemipinic acid has been extracted with alcobol. These residues 
were dissolved in a small quantity of water, neutralised wdtb acetic 
acid, and treated with acetate of copper. On long standing in a 
warm place, tbe green solution thus produced deposited a small 
quantity of a light bluish -green precipitate. This was collected, well 
waslied with water, and decomposed by passing snlpbiiretted hydrogen 
through the salt suspended in boiling water ; tbe filtrate, on evapora- 
tion, gave a small quantity of a crystalline residue wbicb on examina- 
tion was found to contain nitrogen. 

On r’ecry stallising from water,, small nodular crystals -were obtained, 
melting at 238 — 242®. These gave on analysis tbe following numbers : — 

,0*2629 gram . substance gave 14*5 c.c. Bar = 759. t = 14®. 

Theory. 

OgHsNOg 4 HA Foimd. 

. 'hi 6*11 .per cent. ^ ' 6*48 per cent. 

' ^ .' * TMs confirms the. results obtained', by E. '.S.pbmidt (fee. ' 
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Uiifortiiiiatelj' tlie amount of tliis acid obtained bj tills reaction was 
too small to allow of fiirtber experiments being made to determine 
its composiTioii, but from its melting point and analysis it would 
appear to be either carbocinclioineronic acid or berberonic acid, 
dliis is the more pi'obable, as berberine when oxidised by nitric acid 
yields berberonic acid. It is interesting to notice that E. Smith and 
G. Schilbach (hirc/n Tliaruf, [3], 25, 1H4— 170) in their experiments 
on the oxida’ion of beiberine with permanganate, also noticed the 
formation of a nitrogenous acid, crystallising in nodular crystals, and 
iiieiting at 218 — 220^, The silver salt, however, gave numbers 
showing this acid to be a pyridinenionocarboxylic acid (nicotinic 
acid r). 

The inotber-lir|uor from the copper salt was treated with sul- 
phuretted hydrogen, filtered from the precipitated sulphide of copper, 
and subaeetate oi: lead added so long as a precipitate was produced. 
The lead salt was collected, well wmshed, suspended in water, decom- 
posed with sulphuretted hydrogen, and the filtered solution evaporated 
to dryness. 

The residue, when dissolved in a small quantity of boiling water, 
and the solution allowed to cool slowly, deposited, after some time, a 
quantity of crystals ; these, on examination, w^ere found to consist of 
two distinct substances, the one crystallising in thick, brownish 
prisms, and the other in long, colourless needles. The brownish 
prisms were mechanically separated, reeiystallised several times from 
w’ater, and the colourless crystalline mass thus obtained dried at 100°, 
and analysed with the following result : — 

0T932 gram substance gave 0’0777 gram HoO and 0*3763 gram 


CO2. 

Theory CioHioOg. Eoimcl. 

0 53 '10 per cent, 53T2 per cent. 

H, 4*42 „ 4*47 

0 42*48 „ 42*41 


As this substance melted at 177 — 178°, there can be no doubt that 
it' was simply heniipinic acid, wdth w^bich it, agreed in all its' 
reactions. 

The needle-shaped crystals obtained from the lead salt together 
with the heniipinic acid, after , reorjstallisation from water,, were, 
found to consist of pure oxalic acid. It is very , remarkable that in 
the oxidation of berberine with alkaline permanganate so little oxalic 
should be formed. ^ The amount , actually obtained from 60 ,grams:;of 
berberine was but' little more than 3 grams., 

Fi'om the above i,t will be seen that berberine,' W'hen oxidised., if h 
'an' excess of potassium p'ermanganate, yields , principally;, ,'hein4piw 
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acid, the other oxidation products isolated being formed only in 
very small quantity. In this respect, berberine differs very widely 
from papaverine, which, under similar conditions, yields a number of 
impoidaiit decomposition products, such as papaverinic acid, CieHnNO:, 
veratrinic acid, GqHioO^, metaliemipiiiic acid, GihHioOg, a-pyridine- 
tricarboxylic acid, CsHshTOe, &c., all of which are found in consider- 
able quantity in the product of the oxidation. I’he reason for this is 
that herberine and its derivatives are so very readily oxidised, that 
unless a limited amount of permanganate is used, and the oxidation 
very carefully carried out, the whole molecule is split up, yielding 
principally liemipinie acid. As the result of a very large number of 
experiments carried out under a ginat variety of conditions, it has, 
liowmver, been found possible to arrest the oxidation before it has 
gone as far as hemipiiiic acid, and in this way several new substances 
have been isolated, the study of which it is hoped will furnish some 
important clue as to the constitution of this interesting alkaloid. 

In experimenting on the formation of these new derivatives I have 
found it necessary to work with small quantities at a time (never 
more than 7 grams of berberine in one operation), as when large 
quantities are used, even under precisely similar conditions of tem- 
perature and amount of oxidiser, very small yields are obtained. 

The best results have been obtained with the following quan- 
tities : — 

5 grams berberine (dried at the ordinary temperature). 

9 „ potassic permanganate. 

,, „ carbonate. 

The potassic permanganate and carbonate are dissolved in balf a. 
litre of water of 90°, and tbe solution very slowly run through a 
separating funnel or burette, into a hot solution (90°) of the berberine 
(in a quarter of a litre of water), the whole being well stirred during 
the operation. As soon as all the permanganate has been added (the 
oxidation requires about 10^ — 15 minutes), the product is transferred 
to a liask, cooled well under the tap, and the manganese precipitate 
brought into solution by passing a slow stream of sulphui*ous acid 
into the mixture. In this way a slightly yellowish liquid is obtained, 
in which are suspended small, yellow, flooeulent particles. These are 
collected, well washed with water, and freed from the last traces of 
mother-liquor by 'Spreading them on a' porous plate. The purification 
of 'the resulting amorphous yellow mass which contains at least three; 
new ' substances, is a very difficult operation, and has, up to the present, 
only been suecessfully carried ont' when', the following conditions have' 
'been carefully 'observed. ' 

The well ;-yra.shed''resi4peiis,,shsn in 'water 'and ^'well agitated 
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at a temperature of al)out 40^ with a slight excess of sodic carbonate, 
by wliich treatment the crude product is separated into two portions, 
the one soluble, the other insoluble in carbonate of soda ; these are 
separated hj filtration. 

The new acid contained in the brownish-coloured filtrate is de- 
posited on the addition of an acid in the form of an amorphous yellow 
precipitate, which, on account of the presence of a quantity of a 
resinous substance, can only with difficulty be obtained in a crystal- 
line condition. The method of purification which has given the best 
results is the following : — The solution in sodic carbonate is nearly 
neutralised wutii dilute sulphuric acid, and the new acid fractionally 
precipitated in three fractions by running into the well-stirred 
solution a fine stream of very dilute sulphuric acid. The first fraction 
should be about one-fourth, the second one-half, the third one-fouidh 
of the whole. The second fraction is carefully ’'.vashecl, dried on a 
|sorons plate, dissolved in a little methyl alcohol, and the solution trans- 
ferred to a flat dish, and allowed to evaporate completely at the 
ordinary temperature. During the evaporation, the new acid separates 
ill jeilo'w nodular masses, covered with a transparent resin, which is 
invariably dep>osited along with the crystals. The resulting mixture 
of acid and resin is scraped olf the sides of the dish and well kneaded 
between the fingers with a small quantity of methyl alcohol. In this 
way the resin is removed, leaving the warty masses almost entirely 
uiiclissolved. The purified product is now dissolved in a small 
quantity of boiling methyl alcohol, from w'hich it is deposited on 
cooling in almost colourless nodular masses, which, after repeated 
recrystallisation, gave the following results on analysis: — 

I. 0*1511 gram substance gave 0*0602 gram H;.0 and 0*3192 gx^anx 

CO2. 

IL 0*1421 gram substance gave 0*0552 gram H^O and 0*3000 gram 

CCb. 

III. 0*3633 gram substance gave 10*4 c.c. IST, f = IF. Bar. = 
727 mm. 

Theorj. 

C 57*83 57*55 per cent 

H.... 4*10 4*55 „ 

K . . . . ' 3*37 ' 3*86 „ 

0 . . . . 34*70 34*53 „ ' 

It is as yet veiy difficult to decide whether" this new substance has 
theTormula or GaoHigllfOg, but. for 'Various:'', reasons T' ''am 


Round. 

f" II. in. 

57*61 '57*58 — percent. 

4-43 4*47 — ' . „ 
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inclined, in tlie meantime, to adopt the latter formula, leaving the 
definite settlement of this point to further experimental proof. 

This substance is readily soluble in ethyl and methyl alcohol and 
in acetic acid, but only sparingly in benzene, toluene, and ether, and 
almost insoluble in light petroleum, chloroform, ethyl acetate, and 
cold water. It is, however, best purified by recrystallisation from 
methyl alcohol, from which it is deposited, on long standing, either 
ill warty masses or in small plates. 

Considerable difficulty was experienced in determining the melting 
point of this new substance. When rapidly heated, it softens at about 
1:18 — 140'', and then melts completely at 141 — 142“ with evolution of 
gas. At 150 — 155° it again becomes solid, and on further heating 
melts again between 195° and 200°. 

The pure compound, CnoHighlOg, dissolves readily in alkalis and in 
alkaline carbonates. 

The barium salt was prepared by dissolving the acid in barjta- 
water, removing the excess of the latter by passing carbonic anhydride 
through the boiling solution, filtering, and evaporating on a water- 
bath. In this \Y 2 bj a quantity of an almost colourless crystalline 
barium salt was obtained which, after washing with a little water 
and drying first over sulphuric acid in a vaciuiin and then at 100°, 
gave the follownig results on analysis : — 

0'4598 gram substance gave 0T926 gram BaSOj,. 

Theory. 

Pound. 

Ba . . 24’82 per cent. Ba . . 24*68 per cent. 

The neutral solution of the ammonium salt of this acid gives with 
'idtrate of silve-f' a white, gelatinous precipitate, soluble in a large 
quantity of boiling water: with cupric acetate a beautiful bluish- 
green precipitate, and, with acetate of lead, a white, gelatinous pi'e- 
cipiitate. Fused with a small quantity of pure caustic potash, this 
substance is readily decomposed, yielding an almost colourless melt 
which, when dissolved in water, acidified wnth sulphuric acid, and 
extracted with ether, gives a crystalline acid readily soluble in water. 
The solution of this acid gives with, ferric chloride a deep-greeu 
coloration, changing to violet and then to deep r*ed on the addition of 
sodic carbonate. As it also gives with acetate of lead a white pre- 
cipitate, and readily reduces ammoniacal silver solution, it is probable 
that this substance is either berberinic acid or protocatechuic acid. 

The residual product of the oxidation of berberine, insoluble in 
sodic carbonate, obtained as desciubed above, contains, besides a 
quantity of a resinous, substance, 'two new 'compounds which are 
separated in the following' way : 
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The criicle. browiiisli product is well washed, first with a dilute 
solution of sodic carbonate, then several times with .water, dried on a 
porous plate, and dissolved in a small quantity of boiling 90 per cent, 
acetic acid (5 grams of substance x’eqnire about 20 grams of acetic 
acid). This solution on cooling gradually deposits a considerable 
quantity of a crystalline substance. At the end of 48 hours, this is 
collected, wnslied with a- little glacial acetic acid, and purified by 
repeated recrystallisatiou from tliis solvent.^ It is thus obtained in 
fiat, glittering plates, xvith a remarkable silky lustre: these after 
drying, first on a porous plate and then at 100 °, gave the following 
results on analysis : — 

1. 0*2001 gram substance gave 0*0800 gram H 2 O and 0*4387 
gram CO^. 

II. 0T395 gi*am substance gave 0*0569 gi^am H 2 O and 0*3053 
gram CO 2 . 

III. 0*1354 gram substance gave 0*0550 gram H 3 O and 0‘2971 

gram GO2. 

IV, 0*1560 gram substance gave 0*0620 gram H 2 O and 0*3433 

gram CO2. 

V. 0*3773 gram substance gave 11*2 c.c. N (^ = 13°. Bar. = 
760 mm.). 

VI. 0*e3372 gram substance gave 10*6 c.c. N (i = 13*5°. Bar. = 
737 mm.). 


C . . . . 
H.... 
hi..,. 
O .... 


Theory. 

aoHirVOa. 

60*15 p. c. 
4*26 „ 
3*51 „ 
32*08 „ 


Found. 

^ ^ 

I. II. III. IT. V. Yl. 

59'87 59*69 59*77 60*02 — — p. c. 

4*44 4*53 4*51 4*41 — „ 

— — — • — 3*50 3*58 „ 


This substance melts at 236 — 237°. It is readily soluble in hot 
acetic acid, from which it crystallises on cooling in beautiful glitter- 
ing plates, but is only sparingly soluble in ethyl and methyl alcohol, 
benzene, toluene, light petroleum, and acetone, even on boiling. 
Although insoluble in alkaline carbonates, this substance dissolves 
readily in warm solutions of ammonia, caustic potash, &c., forming* 
well-defined salts. If the solution in ammonia be allowed to evapo- 
rate' over sulphuric acid, a very curious jelly-like ammonium 'salt is 
deposited, which gradually dries ■ up to a mass resembling dried 
albumin. This dissolves readily in water, and the solution gives with 
reagents some very characteristic salts. 

* The' mother-liquors contain ' considerable' quantities of 'a second nehtral sub- 
stance, which will be described further on. ' ' ■ , 
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Nitrate of silver gives a white, gelatinous precipitate whicli is 
readily soluble in liot water, but only sparingly in cold ; it could not 
be recrystallised, as it somewhat readily decomposes on warming witli 
water. A small quantity of this salt was prepared, well washed with 
cold water, dried on a piece of porous plate over sulphuric acid in a 
vacuura, and analysed witb the following results ; — 

I. 0*1996 gram substance gave 0*0560 gram H-O, 0*2547 gram 
COo, and 0*0623 gram Ag. 


:286 

gram substance gave 

O’ 1023 gram 

Ag. 



Found. 


Theory. 

^ 

-.A... , „ ^ 


C»oH,5NOsAg2 + 4H.O. 

I. 

II. 

c . 


34*80 

— p. c. 

H. 

3-85 „ 

3*12 

J5 

Ag 

.... 31-40 „ 

31*22 

32-13 „ 


From this analysis it would appear as tbough tbe neutral substance, 
CooflnN^Og, wben dissolved in alkalis took up 4 mols. H2O5 forming a 
bibasio acid of tbe formula CooHoslSTOio. It is, however, much more 
probable that the silver salt when prepared as above contains water 
of crystallisation, as is the case, for example, with the silver salt of 
papaverinic acid, which crystallises with 2 — 2^ mols. H2O. The 
formula of the acid formed by dissolving the substance CaoHnl^^Os in 
alkalis, can therefore only be accurately determined by tbe analysis of 
some other of its salts, with the investigation of which I am at 
present engaged. 

The solution of the ammonium salt of this acid gives with acetato 
of copper a splendid, light bluish-green precipitate, and with acetate 
of lead a white, gelatinous precipitate which dissolves somewhat 
sparingly in boiling water. The chlorides of harium and mlcitmi 
give no precipitate in tbe cold ; on boiling, white, aniorphous salts are 
precipitated. 

The mother-liquors from the precipitation of the substance 
OsoHnl^Og contain, besides small traces of this sparingly soluble sub- 
stance, a considerable quantity of a second neutral substance w^hich is 
much more readily soluble. To isolate this, the dark-brown acetic 
acid solution is heated to boiling, diluted with oiie-fourtb of its bulk 
of boiling water, and allowed to stand for 24 hours. . The crystals 
which separate -are collected, the mother-liquor again treated as above, 
and the operation repeated until no more crystals separate. In this 
way nearly the whole of the new substance crystallises out in yellowish 
plates, whereas if too much water be added at first the crystals are 
invariably mixed with 'a black, tarry substance which hinders, tlieir 
subsequent purifieationl'^ VJ'he, crude ■substance thus obtained', can now 
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easily be parified by I’ecrjstallisation, once from dilute acetic acid and 
twice from pare alcohol. From tbe hoi alcoholic solution it is 
deposited on cooling in beautiful colourless plates with a pearl}^ lustre. 
For analysis the substance was dried at 100°. 

I. 0*1372 gram substance gave 0*0540 gram H^O and 0*3155 
gram CO2. 

II. 0*1792 gram substance gave 0*0741 gram H2O and 0*4093 
gram CO2. 

III. 0*1395 gram substance gave 0*0584 gram H2O and 0*3213 

gram GO2. 

IV. 0*1680 gram substance gave 0*0720 gram H2O and 0*3852 

gram CO2. 

V. 0*3070 gram substance gave 10*1 c.c. 17 (i = 15°. Bar. = 
742 mm.). 

VI. 0*2493 gram substance gave 8*2 c.c. 'N (i = 18*5°. Bar. = 
759 mm.). 


Found. 



Tiieorr. 

CjuHirlvOr. 

f 

I. 

H. 

III. 

lY. 

y. VI.' 

c ... 

. , 62'66 p. c. 

62*71 

62*61 

62*81 

62*53 

— — 

H.. 

.. 4-43 „ 

4*38 

4*70 

4*65 

4-76 

— — 

N.. 

. . .3-66 „ 

— 

— 

— 

— 

3*75 3*80 

0 .. 

.. 29-24 „ 

— 

— 

— 

— 

— — 


This new compuiind, which from the analysis appears to have the 
formula CitFInVOj, melts at 150°. It is readily soluble in hot methyl 
and ethyl alctliolj but only sparingly soluble in these liquids in the 
cold. It dissolves with difficulty in boiling water, and the solution on 
slowly cooling deposits the substance in beautiful, glittering plates, 
which resemble anthracene in appearance ; if rapidly cooled, however, 
the aqueous solution becomes milky before crystallising, it is also 
readily soluble in hot, but almost insoluble in cold benzene, and 
toluene. If this substance is not quite pure, its solutions fluoresce in 
a most beautiful wmj, reminding one strongly of a dilute solution of 
fluorescein. 

The substance C20H17I7O7 does not dissolve in alkalis in the cold, and 
only very slowly on boiling. The solution in hot, strong caustic potash 
on cooling deposits what appears to' be the unchanged substance, 
but as the substance is more soluble in caustic potash than in 
water, it is possible that it forms with alkalis very unstable salts. 
Fused with a little potash, the' substance C^uHiTKOy yields what 
appears to be protocatechuic acid (Fberberinic acid). In stu dying ^ 
this decomposition, about of a gram of substance was geiitly fused 
with 2 grams of 'potash and a little water in a thick test4ube., .The 
crystals dissolved; at once with evolution, of quantities' of/, a '.pungent 
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gas, wliicli resembled inethjlamine or etlijlamiiie ratlier than ammonia. 
Tiie colourless residue dissolved in water with, a redtiisli colour, and 
oil acidifying and extracting with, ether, a colourless ciystalliiie snl)- 
staiice was obtained, which showed all the properties of protocateclinic 
acid. The aqueous solution gave with ferric chloride a deep-green 
coloration, wliicii on the addition of sodic carbonate became firat 
blue, then violet, and at last red. On the addition of acetate of lead 
to ihe ac[u.eoiLS solution, a white precipitate was obtained, soluble in 
acetic acid. 

The substance CooHnbTO? dissolves in strong nitric acid with a 
deep orange colour, and in warm sulphuric acid forming a deep 
violet- black solution. The addition of strong hydxnchiorio acid 
causes the crystals to turn yellow without dissolving them, and if a 
drop of hydrochloric acid be added to tbe alcoholic solution of the 
substance the solution is coloured slightly yellow, and acquires a 
bluish-green fluorescence. 

In order to further control the formula of the substance CaoHnbTOi, 
its molecular weight was determined by Raoult’s method, with the 


following result : — 

Substance taken O' 7558 gram. 

Acetic acid 42' 1296 „ 

Melting point of acetic acid 16'447° 

„ of mixture 1 6‘263 

Depression of melting point. 0*184 

Molecular weight of substance found from tbe above data 380 

Theory for CooHnNO^ 383 

The yield of crude, dry, yellow substance obtained by tbe oxidation 


of 200 grains of berberine as described above is about 70 grams, of 
which 12 grams are insoluble, and 55 grams soluble in a solution of 
sodic caibonate. These numbers show clearly that a large portion of 
the products of the oxidation must be contained in tbe filtrate from 
tbe yellow substance. In order to -test this, the yellow solution was 
evaporated over a free flame, with occasional addition of a little 
aqueous sulphurous acid, until the inorganic salts commenced to 
separate as a crust on the surface. The liquid was then alloived 'to 
cool, filtered from the crystalline matter, ,and again evaporated, the 
operation being repeated until the solution ^ from the oxidation of 
200 grams of berberine was reduced in bulk to 1 litre. The brownish 
product was then extracted 20 times with 'ether, the ethereal solu- 
tion dried over calcic chloride, and the , ether distilled off until about 
150 c.c. remained. 

During this operation a quantity of" a white, crystalline substance 
separates, which collecting, ".washing ;With ,a little ether, nnd 
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drying on a porous plate, presented the appearance of hard, sandy 
crystals. Subsequent examination showed that tliis product; was a 
mixture of two substances, which are readily separated from each 
other by recrystallisation from water. The solution in a small quan- 
tity of boiling water deposits on cooling first of all a quantity of 
glittering’ plates, which are rajDidly filtered oif. On standing, the 
second substance separates from the mother-liquor in hard prisms. 

The more insoluble substance, which is formed only in very small 
quantity, was purified by recrystal iisatioii from water; the crystals, 
dried first over sulphuric acid in a vacuum aud then at 100°, gave 
the following numbers on analysis : — 

I. 0*1493 gram substance gave 0*0618 gram HoO. 


IL 0-2907 „ „ 8*8 c.c. K; 35 = 17\ Bar. = 

757 mm. 

Theory. 

C20II19O9. Pound. 

C 57*55 per cent. 57*54 per cent. 

H ....... . 4*55 „ 4*60 „ 

N 3*35 „ 3*50 

0 34*53 „ 34-36 


This interesting substance, which from the above analysis appears 
to have the coiistirutioii C^.iHiohTOs, melts at 178 — 179° with decom- 
position, due probably to loss of %vater. It is sparingly soluble in 
alcohol and ether, fairly soluble in boiling water, from which it 
crystallises on cooling, either in small plates, or in very small, warty 
masses. 

At present only sufficient of this substance has been obtained for 
the above analyses, and subsequent investigation must show whether 
the constitution assigned to it is correct. 

This acid has the same formula as the acid obtained from the 
yellow precipitate (p. 78), but as it melts 38° higher it must be 
isomeric, and not identical with this substance. 

The crude crystals of the more soluble substance obtained, as 
described above, *were separated from the substance C2oHnISrO0 by' 
repeated reexystailisation from water, from which they were invariably 
deposited as a hard, crystalline crust on the, bottom of the beaker. 
The afr-dried crystals, when .heated on a water-bath, lost scarcely any 
weight, showing the absence of water of crystallisation; 

On anal jsis the following numbers were obtained : — , 

I. 0*1518 gram substance gave 0*0,608 gram' H3O and 0*2970 gram 
OO3. ^ /'dh 

II. 0*1720 gram substance gave 0*0701 gram H2O and, 0*3861 'grata" 

CO.. ' ' ’ , : ' ' , ' ; 
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Found. 

Tlieru'v. / s 

C^oHioOfi. L II. 


C 58-10 p. c. 53-36 53-28 p. c. 

H 4*42 „ 4*45 4-52 ,, 

0 42-4S „ 42*19 42*20 


Tills substance melts at 159 — 160° with, decomposition, and as it 
gives protocatecliiiic acid on fusion with potash, tlitre can scarcely be 
a doubt that it is heinipinic acid. It is, howecer, in appearance 
totally different from the hemipinic acid prevn'ouslj obtained (see 
p. 73). The crystals, which contain no water of crystallisation, 
are very soluble in hot water, and separate from the solution very 
slowly indeed, the deposition often being incomplete after standing 
for 24 hours. 

The hemipinic acid obtained as described at the commencement of 
this chapter, and also a sample of the same substance preptared from 
narcotiiie (for which I am indebted to Dr. Goldschnhedt), crystallise 
rapidly wdth 2 niols. H 2 O of crystallisation, when the hot aqtieons 
solution is allowed to cool modei*ately slowly. The crystals dried at 
100®, and heated under the same conditions as the above, melt at 
177 — 178° with decomposition. 

The great difference in the properties of the two preparations lead 
me to doubt their identity, and in order to establish this the silver 
salt of the acid, melting at 159 — 160°, was prepared and examined. 
This salt is thrown dowm on the addition of silver nitrate to the 
ammonium salt as a heavy, white precipitate. It was -well washed 
with water, dried over sulphuric acid in a vacuum, and then analysed 
with the following result : — 

I. 0*2928 gram substance gave 0*1430 gram Ag. 

II. 0*2505 „ „ 0-1222 „ 




Theory. 

CioHgOgAga. 

49*09 p, c. 



This salt gives therefore The same numbers as those required for the 
silver salt of hemipinic acid. 

Subsequent ■ experiments on these two preparations of hemipinic 
acid make it appear probable that this substance 'exists in two distinct 
forais, the one melting at 159'*— 160®, and the other at 177 — 178°. If 
a crystal of the latter acid be added to a warm saturated solution of 
the, former, in' some cases at least, the one, modification is co'mpletely 
converted into; th,e, other, but this change appears, only to take place 
'under certain conditions 'bhepnoeptmtioii, ' &c.' , , ,■ , 
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I hope to be able to inrestigate this point more completely at an 
early date. 


Action of hydrogen Iodide on Berberine. 

When heated with fuming aqueous hydrogen iodide, berberine is 
i^eadily decomposed with evolution of methyl iodide, and formation 
of a new snbsttrnce, wdiicli dissolves in alkalis with a blackish-violet 
coloration. This preliminary experiment led me to suppose that 
berberine is decomposed by hydrogen iodide in a way similar to papa- 
verine, which under this treatment is split np into papaveroline, 
016111:5*^04, and 4 mols. of methyl iodide. In determining the con- 
stitution of berberine, it was a matter of great importance to discover 
the number of OCH3 gronps contained in the formula C'joHi'yhTO^, 
and this is readily done by ZeiseTs method (Monats., 6, 995), which 
consists in decomposing the alkaloid with fuming hydrogen iodide, 
and' determining the amount of methyl iodide formed by means of 
alcoholic silver nitrate. The first experiments in this direction were 
made with berberine itself, with the following results : — 

I. 0*2930 gram of berberine (dried at 100 — 110"^) gave 

0*3990 gram Agl. 

II. 0*3315 gram of berberine (dried at 100 — 110°) gave 

0*4440 gram Agl, 

III. 0*3290 gram of berberine (dried at 100 — 110°) gave 

0*4430 gram Agl. 

Found. 

Tiieorv for 2 (OCH 3 ) groups in ^ ^ -—v 

a,Hi-N04 + HoO. 'I. II. ' HI. 

(OCH3) .... 17*56 p. c. 18*03 17*72 17*83 p. c. 

These experiments show that berberine contains only two OCH3 
groups in its molecule, these two being present in the portion wliicli 
on oxidation yields hemipinic acid. Owing, however, to the diffi- 
culty in determining accurately the amount of water of crystallisation 
present in the samples , of berberine used, these' I'esults ' 'Were not 
considered perfectly trustworthy, and in order to be quite certain 
similar experiments were instituted with the nitrate and hydriodicle 
of the hose, these salts being so readily obtained pure and free' from 
water of crystallisation. , ' ' 

I. 0*3903 gram berberine nitrate, dried at 100°, gave 0*4669 gram 
Agl. ' 

Theory for 2(00113) groups in 

^ C^Hi-N 04 ,HN 03 . ■ Found. ' . ' 

(OOHs)..,, 15*59' percent. , , 15*74,per'(?eTii,, " 
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IT. 0*4 TOl gram berberine liydriodide gave 0*4520 gram Agl. 

Theory for 2(OCH3) groups in 

ChoHi 7 N 04 ,HL Pound. 

(OCHa) .... 13*39 per cent, 13*61 per cent. 

In order, if possible, to isolate the phenolic substance formed 
during this reaction, tire experiment was carried out with larger 
quantities. 25 grams of pure berbeilne were boiled with a con- 
siderable excess of fuming aqueous In’drogen iodide in a flask con- 
nected with a reflux condenser, until evolution of methyl iodide had 
censed. 

The dark-coloured solution on cooling deposited a small quantity of 
the new substance in the form of blackisb-coloured nodules. These 
were collected, the solution distilled from a small retort until half had 
passed over and again allowmd to cool, when a further quantity of 
solid was obtained. The crude product was well washed with water 
till free from iiydrogen iodide, and ground to a paste in a mortar with 
a weak solution of sulphnrons acid, to remove a small quantity of 
iodine. The yellowish-brown emulsion was now collected on a filter- 
pump, well washed with w’-ater, and extracted wnth boiling water 
containing a little sulphurous and sulphuric acids. The hot solution, 
after filtering from a quantity of a brown insoluble residue, deposited 
the new substance on cooling in beautiful orange- coloured, amorphous 
flocks, which entirely filled the liquid. These w’ere collected, repre- 
cipitated twice from hot water containing sulphurous acid, dried over 
sulphuric acid in a vacuum, and analysed, with the following 
result : — 

I. 0*1478 gram substance gave 0*0582 gram and 0*3097 gram 

CO2, 

II. 0*1546 gram substance gave 0*0631 gram HoO and 0*3244 gram 

CO2. 

III. 0*4354 gram substance .'gave 15*2 c.c. ' H = 0*12. Bar. = 
740 mm. 

ly. 0*4086 gram, decomposed by nitric acid accoi'ding to Carius’ 
method, gave 0*1314 gram BaS 04 . 

y, 0*4401 gram, decomposed by nitric acid according to Garins* 
method, gave 0*1412 gram BaS 04 . 

la. ' 0*2784 ' gram substance,, heated to 100° till constant, lost 
0*0123 gram. 

Ila. 0*2502 gram substance, heated to 100® ' till constant, lost 
0*0112 gram. ' ' 
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Theory. i 

(C 3 ,I-Ij 3 ^^ 0 ,),,lU ^04 + 2H.O. 1. 

C ..... . 57*75 p. c. 57*12 

H...... 4-28 „ 4*37 

K 3*74 „ - 

H,SO,.. 13*10 „ — 

4-81 „ 4*43 

This sabstaiicc is tlierefore tlie sulpkate of a base of tKe formula 
CibHi 3 ]N 045 for wliicii I propose tlie name herheroUne. 

Tills base is formed from berberiiie simply by substituting hydro- 
gen for methyl in each of the two m ethoxy-groups ; thus 

Ci6HnlN"0,(0CH3).. C3sH„i70.(0H).. 

Berberiiie. Berberoline. 

The su]|)liate of this base is stable, and does not appear to undergo 
decomposition even on long standing. In the presence of a trace of 
alkali, decomposition sets in at once owing no doubt to oxidation — a 
dark, blackish-Yiolet solution being formed. An aqueous solution of 
the sulphate shows the following reactions : — 

Oklorine-Wiiter gives a dark-violet, fiocculent precipitate. Nitric 
add gives a inagnitieent violet coloration wdiich on standing — and 
particularly on -warming — becomes a deep, reddish-brown. Berber- 
oline solutions decompose solutions of platinic chloride, auinc chlo- 
ride, and animoniacal nitrate of silver with separation of the metal. 


Eoimd. 


IL 

III. 

IT. 

y. 

57*22 

__ 

— 

— p.e, 

4*60 

— 

__ 

" 

— 

4 *Ul 

— 

' J? 

— 

— 

13*52 

] 3 ' 4.5 „ 

4*47 

— 

— 

- ?> 


Fusion of Berheiine with Potash. 

Hlasiwetz and Gilm (Jalireshenchf 1864, 407), who were the first 
to study the action of melted potash on berberine, obtained by this 
decomposition two new substances, that is, berberinic acid, CgHgO^ A 
HaO, and an acid of the formula CsHgOs- With the object of deter- 
mining the constitution of these two acids, I have again taken up the 
study of this important decomposition, the experiment being con- 
ducted as follows : — 

100 grams of caustic potash and 5 c.c. of water wore ' heated in a 
silver dish to about 180° and then 60 grams of berberine slowly added 
in small portions at a time. The berberine on coming in contact 
with the melted potash was rapidly decomposed — little black balls, 
being formed at first, which swam about on the' surface of the 
liquid, but on , stirring, as the teraperatime gradually rose (to 
240°), these dissolved, forming a dark-brown liquid. ' ^ During ;thc 
operation — w^hich lasts about an hour — a quantity of ' thick v;apbur$, 
'smelling strongly"p| ammonia and guaiaOol, w^ere' evolved. The pro-; 
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duct was dissolved in water, acidified witli dilute snlplmric acid, 
filtered from a quantity of brownisli flocks wliicli separated, evaporated 
to a syrupy consistence, and well agitated with about twice its volume 
of strong alcohol. The potassic sulphate thus precipitated was 
filtered off, washed with a little alcohol, the combined alcoholic solu- 
tions gently evaporated on a water-hath, and the residue, dissolved 
in a little water, was repeatedly extracted with ether. The ethereal 
extract after carefully drying over calcic chloride and evaporating 
deposited 5 grams of a dark- brownish, crystalline mass consisting of 
impure herberinic acid. This was purified first by spreading it on a 
porous plate and then by repeated recrystallisation from water. The 
beautiful white crystals thus obtained gave on analysis the following 
numbers : — 

I. 0T505 gi*am substance dried at 80° gave 0*0667 gram HaO and 
0*3160 gram GO.. 

II. 0*1683 gram substance dried at 80° gave 0*0735 gram H 2 O and 
0*3521 gram CO 2 . 

Pound. 

Theory. { ^ 

0sH 8O4. I. n. 


G 57*15 p. c. 57*22 57*05 p. c. 

H 4*76^ „ 4*92 4*84 „ 

0 38*04 „ 37*86 38*11 „ 


Berberinic acid appears to crystallise with 1 mol. H 2 O, which, 
however, is gradually given ofi at the ordinary temperatures if the 
crystals are placed over sulphuric acid in a vacuum. The melting 
point of this acid, which is not given by Hlasiwetz and Gilm, I found 
to be about 165°. ISTo accurate melting point can be given, as 
when heated the substance softens at 145°, and then melts with 
evolution of carbonic anhydride at about 165“ ; this temperature may 
therefore be looked upon as its decomposing point rather than its 
melting point. 

The other properties of this acid agree in all respects with those 
given by Hlasiwetz and Gilm. 

If a drop of ferric chloride is added to an aqueous solution of 
berberinic acid, a splendid dark-green coloration is produced which, 
on the addition of sodic carbonate solution, becomes first violet, then 
violet-red, and at last deep-red coloured. This reaction, and 'the fact 
that thiS' acid reduces Fehling*s solution and an ammoniacal solution 
of silver nitrate, and gi'ves with acetate, of lead a white precipitate 
soluble in acetic^acid, shows at -once that berberinic acid must be very 
closely related to protocatechuic acid. ' ' 

As protocatechuic ' acid, on distillatibn is split up into pyrocatechol 
and'; parbonie'"- ^acid^' ^ ''thoAght'^ that, ^ under' similar treatment, 

; 'yOL. Lv.,' , . , 'L''' '' ' 
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berberinic acid miglit give some decomposition -prod act wbieh would 
afford some clue as to its coustitution. In order to test tbis, 2 grams 
of the pure dry acid were beated in a small retort until the evolu- 
tion of carbonic anhydride had ceased, and the residue then rapidly 
distilled. In this way an almost colourless syrup was obtained, which 
on analysis gave the following numbers : — 

0"1460 gram substance gave 0‘0S42 gram H^O and 0*3606 gram CO 2 . 

Theory. 

Found. 


C 67*74 per cent. 67*37 per cent. 

H 6*46 „ 6*41 

0 25*80 „ 26*22 


This substance has, therefore, the same formula as homopyrocatechol, 
with -which it agrees in all its reactions. It is readily soluble in 
water ; the solution reduces Fehling^s solution and ammoniacal nitrate 
of silver. Ferric chloride produces a deep-green coloration which, on 
the addition of sodic carbonate, becomes reddish- violet. There can, 
therefore, be no doubt that berberinic acid on distillation is split up 
into homopyrocatechuic and carbonic acid, thus : — 

CbHsO^ = C,Hs 04 -b CO 2 , 

but it is at present difficult to decide the positions of the carboxyl- 
group with reference to the OH and CHg-groups. 

I am at present engaged on the further investigation of oxidising 
agents on berberine and on the alkyl addition-products of tefcrahydro- 
berberine, and also on a series of experiments on the constitution of 
berberonic acid. 

The completion of these experiments will he somewhat delayed 
owing to an unfortunate fire in the laboratories of the Heriot Watt 
College having consumed a number of new products which had already 
been prepared. For this reason also I have not been able to complete 
the examination of the substances described in this paper so thoroughly 
as I could have wished. 

I hope, however, at an early date to he able to communicate to the 
Society a further paper on this interesting alkaloid. 

JSeriot Wati College^ 

Chemical Laboratory^ Udinburgk. 
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XIII. — On some headhills Minerals, 
Bj XoPuMAX Collie, Ph.I)., P.R.S.B. 


Thu LeadMlls in the south of Scotland has long "been known as a 
locality fi*om which many interesting minerals can be obtained. 
Some seemingly are peculiar to the LeadMlls district, viz., siisanite, a 
double sulphate and carbonate of lead ; and caledonite, a basic sul- 
phate of lead containing copper and carbonic acid ; whilst others, 
viz., leadliillite, a mineral similar in composition to susanite ; lanarh- 
ite, a basic sulphate of lead ; vanadinite and fliimho-calcite are met 
with only in one or two other localities. 

Most of the minerals, the analyses of which are given in this paper, 
I obtained myself some years ago at Leadhills, the remainder* were 
collected by Dr. Wilson, of Wanlockhead, Leadhills. These I have 
from time to time analysed, with results which I have now collected 
in the following paper. I have also incorporated several analyses 
made by Mr. Wheeler, at the Queen’s College, Belfast. Two minerals 
amongst those which I have analysed do not seem to have been pre- 
viously noticed. 

(1.) Plum'bo’aragonitey or aragonite containing lead carbonate. 

(2.) Calcium vanado-pyro^mrpliite, or pyromorphite containing 
calcium and vanadio acid, with a small quantity of copper 
hydroxide. 

The investigation of these Leadhills minerals was undertaken for 
several reasons, the chief being to ascertain whether in the large 
number of double carbonates, sulphates, phosphates, &c., found there, 
the constituent salts were present in any simple molecular propor- 
tion ; another being to determine which analyses amongst the con- 
flicting ones met with in mineralogieal treatises are the most probably 
correct. 

LeadliilUte. 

This substance is not often found at Leadhills, and for several 
years past, few new specimens have been obtained. It occurs also as 
maxite in Sardinia, The earlier analyses given differ considerably 
from the later ones. At one tinie it was considered to be a mixture 
of sulphate and carbonate of lead in, the proportions PbC 03 , 3 PbS 04 . 
This, however, ' is ohvionsly incorrect, for not only does the substance 
contain from I'to 2 per cent, of water, but' there is an insufficient 


* These mmerala Were first given to Professor Letts' of Belfast, who afterwards 
kindly', hflndedLheni over to 'me' for analysis.,.; ' ' ■ 
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amonnl} of salpliiirio and carbonic acids to combine witb tbe whole of 
the oxide of lead. If the earlier analyses are omitted, tbe carbonic 
acid is found to vary from 8*5 — 12*1 per cent., as tbe following' 
analyses will show : — 


Calculated for 

I. II. 4PbSO4,2Pb0O3,Pb(OH)2. 

PbO,.,..... 80*7 80*8 80*7 

00. 12*1 9*2 9*1 

SO 3 7*1 8*2- 8*3 

H.O — 2*0 I'B 


Fo. I is an analysis by Bertrand (Bidl. 8o€, Oliim,, Paris, 1873). 
Ho. II is by Hintze (Pogg. Ann,, 152 , 256). 

Three separate specimens of leadbillite were analysed, and it was 
found that tbe amount of carbonic and snlpbnric acids varied con- 
siderably. 

I. 


(I) (j.) (1) II. III. 

PbO...... 82-5 82-3 82-1 81-8 81-3 

COs...... 8-6 8-5 8-7 9-8 11-5 

SOa 9-1 9-2 9-2 8-0 7-S 

H,0 1-5 1-6 1-5 1-6 1-8 


These results seem to point to tbe fact that leadbillite varies in com- 
position, the ratio between tbe sulphate and carbonate of lead not 
remaining constant. 

Lanarkite. 

This mineral is stated by Brooke and Thomson to be a compound 
having tbe formula PbSOijPbCO^ ; but subsequent analyses by 
Pisani and by Plight show that it does not contain carbonic acid, and 
tiiis is corroborated by tbe foilowing analyses III (a) and (b). 


III. 

r ^ Calculated for 

I. II. W- (&.) PbS04,PbO. 

PbS04 57*2 57*7 57*8 57*5 , 57*6 

PbO.... 40*6 42*9 41*4 4P8 42*4 


Loss on ignition 0*81 — 0*5 0*5 — 

No. I, Pisani (Gompt, rend*^ 1873). 

No. II, Plight (this Journal, 1874, 103). 

.Lanarkite,; therefore, unlike leadbillite, aeems to be of constanteom- 
position. ' ' '' 

GcdedonHen 

Caledoniteis one of tbe narest of Pbe Leadbills minerals, and is not 
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often met witi. Tlie few analyses given of it differ very considerably, 
tbe eaxdier ones of Brooke and Tbomson giving 31*9 — 32*8 per cent, 
of lead carbonate, while Maskelyne and Flight (this Journal, 1874, 
101) find only traces of carbonic acid. 

Flight and Maskelyne.' 



r 

— ^ ^ 

Found. Mean of 


I. 

II. 

two analTses. 

PbSO,.... 

. . 60*2 

59*5 

59*i 

PloO 

. . 25*1 

26*2 

24*2 

CuO 

9*4 

9-2 

10*7 

CO 2 

.. 1-4 

— 

1*9 

H 2 O 

. . — 

3*7 

3*5 


These percentages do not agree with any simple formula, and 
ealedonite may be a hydrated form of lanarkite, in which the hydrate 
of lead has been replaced by a variable amount of copper hydrate. 

Linarite. 

This magnificent mineral is met with at Leadhills, but fine 
specimens also occur in Cumberland and elsewhere. It does not 
seem ever to contain carbonic acid, and the analyses agree well with 
the formula PbS 04 ,Cu 0 ,H 20 . 





Found. Mean of 

Calculated for 


T. 

II. 

tw’o analyses. 

PbS 04 ,Cu 0 ,H 20 . 

PbSO* . . 

75-4 

74*8 

75*3 

75*6 

CuO.... 

18-0 

19*7 

19*6 

19*8 

HO ... • 

4-7 

5*5 

5*2 

4*5 


PyroTnorphite* 

The specimens of this mineral which are found at Leadhills are 
remarkable for their great beauty of colour, which varies from the 
richest orange to light or dark olive-green. The brilliant orange 
variety has been supposed to contain chromium, and is sometimes 
called chromophosphate of lead, but there are no analyses of any 
pyromorphite from Leadhills containing even a trace of that metal. 
Another variety of pyromorphite often found is light green in colour, 
and in botryoidal masses with a conchoidal fracture; this seems 
peculiar to Leadhills, and might possibly be mistaken for calamine. 

Various differently coloured pyromorphites were analysed : — 

Calculated for 

, Orange. ' ■ Oreen. Yellow. 3 Pb 3 (P 04 ).>,PbCl 2 . 

'PbO. 81-4 , ' '' — . ^ 8W ' 81*7 ' ■ 

PA......' ' 15*7 '' 15'9 ■■ - 15*9' Id-fi; ' 
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Arsenic acid was only present in extremely small quantity. Several 
experiments were also made to determine whether the green colour 
was due to an appreciable amount of a ferrous salt, but without 
success ; traces of iron were present, but always seemed to be hi the 
ferric state. From the above analyses, the pyromorphites seem to 
differ but little in composition. 

Yanadlnite, 

Although this mineral contains the rai’e element vanadium, still it 
lias been found in varions other localities besides Leadhills, It is 
seldom found at Leadhills in the crystalline condition, usually 
occurring as a deposit on calamine in the form of small granules. 
Two different specimens were analysed : — 


Calculated for 

I. II. 3Pb3(y04)i>,l?hCl2. 

PbO 80-0 79-6 78*2 

VA...-. 16*7 16*2 1T3 

Cl 2*5 2-4 2*5 

H 2 O 1*2 1*4 


Yarious specimens were tested for phosphoric acid and also for 
chromium, but neither of these substances was present. 

Calcium Vanado-pyromorpMte. 

This new mineral occurs in black botryoidal mavsses, and is 
unlike either pyi*omorphite or vanadinite in appearance. The frac- 
ture is uneven or conchoidal; it fuses easily before the blowpipe, 
leaving a brown granule, which when broken shows a crystalline 
structure. It dissolves readily in hydrochloric acid when warm, and 
leaves a slight residue of a brown colour, which consists chiefly of an 
oxide of iron. Two analyses were made : — 



L 

IL 

Ratios between tbe phos- 
phates, vanadates, and 
the lead chioride in 
analysis No. I. 

PbaCPOi)^ 

52-0 

— 

0 - 0641 1 

PbWO.). 

19-2 

' — 

04 

04 

0 

0 

CaaCPO.), 

15-8 

. ■ — 

0*0510 J 

PbGla 

11-4 

10-7 

0-0410 1-0 

Cu(OH).. 

1-6 

1-4 


Insoluble residue . . 

0-6 

0-5 


The specific gravity, is 6’9“- 

- 7 - 0 . 



The mineral is fclierefore a pyromorpMte in wHoli palKttm rei)laoes 
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lead, and vanadio acid replaces phosphoric acid. The amotmt of 
water (0*4 per cent.) which the mineral loses when it is heated is just 
enough to combine wdth the oxide of copper, and as there is aii 
insufficient amount of acid to unite with all the bases present, this is 
rendered probable. Unfortunately there was only a very small 
quantity of the mineral, so no further analyses could he made. 

Fltimho-calcite. 

Most of the calcite which is found at Leadhills contains some lead 
carbonate. The transparent crystals contain the least, whilst the 
opaque and yitreous looking varieties contain sometimes as much as 
9*5 per cent. The specific gravity does not vary much (2*7 — 2*8). 
Six different specimens were analysed, two determinations of lead 
being made in each case : — 



I. 

11. 

III. 

IT. 

T. 

TI. 

PbCOa 

1*4 

1*2 

1*4 

3*9 

5*2 

3-9 

OaCOs (by dift\) . , 

98*5 

98*7 

98*5 

96*0 

94*7 

96-0 


Lacroix (Jahrh. /. Min,, 1887, Bef., i, 238- — 239) also found that 
in five different specimens of plumbo-caleite from Leadhills the lead 
carbonate varied from 2*7 to 9*5 per cent. This mineral is evidently a 
varying mixture of the. two carbonates. 

Plumho-aragonite, 

It is somewhat remarkable that corussite, which is isomorphous. 
with aragonite, should be found combined with the calcs par in 
plumbo- calcite, and that plumbo-aragonite should he seldom met 
with. That lead carbonate does, however, replace calcium carbonate 
in aragonite is shown by the following analyses of two undoubted 
specimens of aragonite from Leadhills : — 

■ I. ' 11. 

FbOOa 0-8 - 1*3 

CaOOs (by diff. )........ 99T 98*6 

Professor Heddle (Min, Mag., 5 , 1 — 31) has analysed a specimen of 
aragonite from Leadhills, hut did not find any lead in it. GaCOg = 
96*4, SrOOs = 1*7, K^O = 0*6, = 1*1, H^O = 0*3, 

The specific gravity of plumbo-aragonite does not differ from that 
of ordinary aragonite, and is 2'9. 

Stroniianiie. 

, Strontianite is found occasionally at Leadhills in solid, crystalline 
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masses of a "brown colour. It contains a certain quantity of calciiiin 
carbonate. Two analyses bave been made : — 


I. IL 

S 2 O. 62T 65*2 

CaO 6*4 3*6 

CO 2 31*2 30*8 


I. Tbis analysis was made by Mr. Wbeeler, 

Dolomite, 

Tbis dolomite is found often in very fine crystals, and bas a pink 
colonr due to oxides of iron and manganese : — 



I. 

II. 

OaO 

31-2 

30-6 

MgO 

14-3 

14-6 

leO 

6-1 

5-3 

FeaOs 

3-5 

4-5 

MH 3 O 4 

0-9 

0-8 

CO, 

43-3 

42-6 

SiO, 

0-72 

1-9 


I. Tbis analysis was made by Mr. Wbeeler. 

Calamine* 

Calamine occurs in considerable quantity at Leadbills, and can be 
obtained either crystalline or in botryoidal masses coloured by oxides 
of iron or copper : — 

Yellow. Bine. 


( * ^ 

I. II. 



I. 

II. 

I. 

II. 

ZnO 

. . 59-0 

59-9 

60-6 

62-1 

SiO, 

. . 31*5 

32-1 

24-2 

24-3 

PbO 

. . — 

1-5 

2-7 

1-9 

PejOs 

.. 1-9 

— 

1-9 

1-2 

OnO 

. . — 

; 

trace 

0-9 

S 

. . 2-6 

trace 

— 



H,0 

.. 4-9 

5*2 

10-17 

9-8 


The analyses marked I were made by Mr. Wbeeler. 
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XIV.--CONTRIBUTIONS FROM THE LABORATORY OF 
THE UHIYBRSITY OF ZURICH. 

II. Piazme-derwaMves, 

By Abthue T. Mison, PL.D., F.I.O., Senior Demonsti^ator of 
Practical Chemistry. 

In a paper ptiblislied in tbe Berickte (20j 267), entitled ‘‘ Ueber 
Condensations-derivate des Aetbylendiamins,” I described, amongst 
others, two substances belonging to a class of nitrogenous compounds 
to which, at the suggestion of Professor Merz, I gave the name 
“ pyrazines this has since been changed to piazines.”'* The 

In a paper which has just appeared in the Journal f Ur ^raMiscJie Chemie (S8, 
185), Professor Widman discusses the defective nomenclature at present adopted in 
the aromatic, and more especially in the alkaloid series. In many eases, the names 
have been chosen so as to indicate as far as possible the methods of preparation 
first discovered, and then subsequent investigators, seeing the inappropriateness of 
the terms thus given, have adopted new ones, so that in not a few cases we have one 
and the same compound referred to by different investigators under totally different 
names. A good illustration of this is offered in the many changes which the important 
nitrogenous compound, above mentioned under the name of “ piazine,’* has under- 
gone, Its tetramethyl-derivative was discovered in 1879 by Gutknecht in 
V, Meyer’s laboratory (JBer,, 12, 2290), and several other derivatives were imme- 
diately afterwards studied by Treadwell and by Treadwell and Steiger {Bor.^ 14, 
1461 j 15, 1059), and named at the suggestion of Victor Meyer “ ketines.” At the 
suggestion of Professor Merz I afterw’ards proposed the name “pyrazines” (Per., 20, 
267), and in the same Journal, Wolff adopted independently the same term (Per., 

20, 425) in b*’‘th instances, with the object of bringing out the analogy with the 

** pyridines.’* Meyer, finding the term ketines ” inappropriate afterwards, 

and objecting to “ pyrazines ” on the ground that Knorr (Anmlenf 238, 144) had 
already used that term for pyrazole tetrahydride, now proposed ‘‘aldines’* {Pm, 

21, 20), but most of the investigators who have worked on this group still adopt 
the' name ** pyrazines.*’ This single instance shows that a state of chaos exists, and 
that some systematic nomenclature is an absolute necessity. In accordance wdth 
this, Widman has propounded a systematic nomenclature for all compounds 
containing nitrogen in the ring. ' Every compound is an ' “ azine ” which 
contains a ring consisting of six atoms of carbon and nitrogen. He calls 
them respectively monazines, diazines, triazines, &c-, according as they contain 
one or more atoms of nitrogen. To the “monazines” we should strictly 
have to reckon pyridine and quinoline, but to alter existing names in these 
cases is impracticable and unnecessary,, The “diazines” are divided into thM 
great classes, according as they' contain the nitrogen-atoms in para-, met*-,' or ortho- 
position relatively to each'pther., '-The: first member, of .the para-class^ would ,thus 
be styled' “,p'aradiazinej”,,'but<ia®' this is' rather long, ** piazine ” .can 'be, used.,' . In 
^ the meta-class ' w© should' A^ve : “ metadiazine,” which' , when; shc^tened ,'v®ve» 
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simplest compounds and types of this class are the hypothetical 
“piaziue” and its hesahydride, the latter of which has long been 
know'n as “ diethylenediamine.” 

H 

/N ^ 

H3O OH2 

H3C OH, 

Xif/ 

Piazine liexaliyclride or 
dietliylenediamine. 

The derivatiyes described in tbe aboTe-mentioned paper were 
‘‘ pbenantbrapiazine (xenyiene^pyrazine) dihydride and diplienyl- 
piazine dihydride,” and they were prepared by the action of ethylene- 
diamine on phenanthraqninone and benzii respectively ; but in spite 
of their apparently similar modes of formation, I found them to 
possess very different degrees of stability towards acids ; for whereas 
the phenanthra-derivative was not altered by concentrated hydro- 
chloric acid even at a temperature of 200®, except that a salt was 
formed, the diphenyl-derivative was split np into its constituents even 
by the dilntesc mineral acids. These differences, coupled with the 
fact (see p. 99) that diphenylpiazine dihydride gives by the loss of 
two atoms of hydrogen a very stable base, have led me to the con- 
clusions, on the one hand, that the so-called phenanthrapiazine 
dihydride is in reality only phenanthrapiazine, and, on the other 
hand, that the distribution of affinities is a radically different one to 
that holding in diphenylpiazine dihydride. That the first supposition 
w^as correct was easily proved by a new series of analytical data. For 
analysis, the substance was ffecrystallised from glacial acetic acid, and 
dried at 100°. The following results were obtained : — ' 

0T432 gram gave 0*0579 gram water and 0*4385 gram carbon di- 
oxide. 

0*1540 gram gave 0*0645 gram water and 0*4694 gram carbon di- 
oxide. 

0*1500 gram gave 0*0620 gi'am water and 0*4605 gram carbon di- 
oxide. 


miazine,” and in tlie ortho-series we should hare “ orfchodiazin©,’* or better, 
" oiaziiie.” 'From these three parent kibstances.we can have derivatires containing,' 
besides the nitrogen-ring, a benzene-ring, to denote which ■ the' syllable" phenl’ is 
prefixed,. As will be seen, I have 'adopted Widman’s, nomenclature' in'" this, paper, 
finding it most decidedly' the' simplest and best. ' 'i ,, 


/?\ 
EC CH 


EC 


CH 


\n/ 

Piazine (Py razine). 
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Calculated for 


Pbenantlirapiazine Phenanthra- 


Poimd, 


diliydi-icle. 

piazine. 

^ 




^16^12^2- 


L 

11. 

III. 

0.... 82-76 

83*47 

83*51 

83T2 

83*72 

H.... 5-17 

4*87 

4*49 

4-65 

4*59 


These results point most decidedly to the fact that the compound 
is simply phenanthrapiazine, and this agrees with recent experiments 
made by Strache in this laboratory ; he found that in the condensa- 
tion of a-propylenediamine with phenanthraquinone, two atoms of 
hydrogen also disappear, phenanthramethylpiazine being formed. 
The difference in the distribution of affinities in the two compounds 
is, I think, well expressed by the following formulae : — 


./?v 


HO 

II 

HU 

\ 


O— OoH^ 

li I 

C-C5H4 

/ 


■H 

Plienanthrapiazine. 


HsC U-C6H5 
H3C C-CsH, 

Biphenjlpiazine dibydride. 


In corroboration of this view I have been able to prepare from the 
unstable diphenylpiazine dihydride, by elimination of two atoms of 
hydrogen, a base which is eminently stable towards acids. 


(2, 3) BipJienylpiazine^ 


HC 


HC 


C-CeH^ 


C*aH: 




'6^5 


The above-mentioned dihydride melts at 181'* to a yellow liquid, 
and if heated for some time about 20° above this temperature, the 
viscous mass thus obtained does not become solid and crystalline 
again on cooling ; not until it had stood for several days were any 
signs of crystallisation visible. If, however, the product after two or 
three hours’ heating at 200° be treated with tolerably concentrated 
hydrochloric ucid, the' greater part will dissolve on warming, and on 
fiitering from undissolved resinous matter a solution of the hydro- 
chloride is obtained; on adding water to this until a permanent 
tuihidity appears, and allowing it to stand, the new base is deposited 
as a crystalline precipitate, the , hydrochloride being decomposed by 
water. On recrystallisation from 50 per cent, alcohol, ihe substance 
is obtained in ' large, ^ colourless 'plates • having the melting point 
118—119°. , It 'distils, with' Alight : deqom'position' at about 340", 'Small 
quantities of benzene ' and ammonia being; liberated, ^ and U; 'car- 
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I)oiiaoeoiis residue being leffe. Tbe benzene was recognised by 
cotiYersion into aniline, and testing with calcium bypochlorite. 

On finding that fcbe compound was capable of distillation, I imme- 
diately tried this mefcliod of preparation, and found it decidedly the 
best. The dibydride is quickly distilled from a fractionating flask 
into a porcelain dish. It parts with two atoms of hydrogen, and the 
base distils as a pale-yellow oil, accompanied by a small quantity of 
benzene j this, however, soon evaporates, and the whole on cooling 
solidifies to a mass of prismatic needles vv^hich are recrystallised from 
amyl alcohol, and washed with cold light petroleum. The mother- 
liquor is freed from light petroleum and amyl alcohol by distillation, 
and the residue is then redistilled, when a second though small 
portion of base is obtained; this, however, does not crystallise until 
it has stood several days, and even then only partially, owing to the 
presence of another compound in appreciable quantity in the form of 
a thick, light brown syrup. The latter, on oxidation with chromic 
acid in glacial acetic acid solution, gave small quantities of benzoic 
acid, but probably no piazineoarboxylic acid; it was not further 
investigated. Working according to this method, and starting from 
8o grams of benzil, I got 70 grams of dihydride, and from this 
55 grams of crude distillate which on recrystailisation yielded 
40 grams of almost pure diphenylpiazine. It is insoluble in water, 
easily soluble in alcohol, ether, and benzene. From light petroleum, 
in which it is only sparingly soluble in the cold, more easily on 
heating, it crystallises in beautiful, prismatic needles. The substance 
dried at 130° gave the following results ; — 

0T833 gram gave 0*0908 gi’am water and 
oxide. 

0*1620 gram gave 0*0790 gram water and 
oxide. 

Calculated for 

OlgHisNg. CigH24l?'2. 

' C 82*75 ■ 82*05 

H 5T7 5*98 

Diphenylpiazine has only feeble basic properties, being precipi- 
tated by water from its solution in concentrated acids. It dissolves 
in concentrated sulphuric acid with a golden-yellow colour which 
on addition of water becomes green ; if the' solution in concentrated' 
acid is heated, it' gradually assumes a reddish tiuge. If n crystal ,of' 
potassium nitrate be added to the golden-yellow solution in conceh- 
trated ''.'acid, it immediately'' assumes a pale-green colour ''with 
potassium dich»mate, thq:':eal 0 ur is dirty . 


0*5595 gram carbon di- 
0*4929 gram carbon di- 

Found. 

i~ I?. 

83-24 82-97 

5-50 5-41 
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Til© pldtviiocliloTidjQj (^Oi 6 Hi 2 l 5 ^ 2 ) 25 H 2 PtGl 65 wes proparod ty adding* 
liydrochloric acid to an alcoholic solation of the base^ and then 
alcoholic plafcinic chloride. The salt soon separates in the fom of 
long, yellow, prismatic needles which, as the following analyses show, 
are pure. The salt was dried at 100®. 

0T008 gram salt gave 0*0225 gram platinum, 

01923 „ „ 0*0426 „ 

Calculated for 
(Ci6Hi2N2)2,H2PtCh 

^ Pt 22*25 

hTo methyl iodide addition product could be obtained, even on 
heating at 150®, the base behaving in this respect like the previously 
described pbenanthrapiazine. 

Binitrodiphenylpiazme, CisHioK 404 , is prepared by warming a solu- 
tion of the base in concentrated nitric acid for some time on tbe 
water-bath. On precipitation with water, an amorphous, yellow 
powder is obtained having a veiy low and inconstant melting point ; 
hitherto I have not been able to obtain this substance in a crystalline 
form. It is easily soluble in hot alcohol, only sparingly in ether and 
benzene, insoluble in water and light petroleum. On rubbing the 
compound in an agate mortar, it becomes strongly electrical, and it is 
only with the greatest difficulty that it can be brought together 
afterwards. For analysis it was dried in a vacuum over sulphuric 
acid, 

0*2058 gram gave 32*6 e.c. moist nitrogen at 21® and 730 mm. 

Calculated for 

Ci 6 HioN 404 . Found, 

K......' 17*39 17*30 

Eeduction of Biphmylpiazine, 

The method followed was that, of Wischnegradski-Ladenburg, 
improved by Bamberger (Ber., 20 , 2915), which has yielded such 
excellent results of late. 15 grams of sodium were added quickly to 
'about 50 C'.c. ,of almost boiling amyl alcohol contained in. a litre flask 
C'Onnected with a , reflux condenser, and ■ to this was added in a con- 
tinuous' stream a boiling, solution of diphenylpiazin© in about 200 c.c. 
of amyl alcohol. The solution of the^ base is, best added by means 
,of a long funner';hang'mg/in the. condenser tu.be. Immediately the 
first drop comes in , contact with,, the sodium the whole assume'S'a' 
'^icb, yellow col,oui:,";:an4,-,a 'rather violent ireaetion eoinmenoes.. ' The 
oontepfe' of the flask '.wesro'' kept,, boilifig' until , the last., ipaW^'Sk of 


Found. 


L 

22*32 


II, 

22*15 
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sodinm liad disappeared, and fken poured, wMIe still tot, into about 
talf a litre of cold Avater, tte whole transferred to a separating funnel 
and well sliaken in order to decompose the amyl alcoholate. The 
water was then draAvn off, and the residue, after washing twice, was 
distilled from a fractionating flask till the temperature had risen 
to ahont 150° when most of the amyl alcohol had passed over. The 
bases, which on cooling* solidify to a crystalline mass, were dissolved 
in dilute hydrochloric acid, filtered, and the filtrate boiled Avith 
animal chai*coal till colourless. On precipitation with sodinm hydrate, 
the bases fall as an almost white, crystalline precipitate composed of 
slender needles. By repeated recrystallisation from light petroleum, 
the mixture can be separated into two portions, from which two dis- 
tinct hydrides can be isolated having the constant melting points 
122 — 123° and 108 — 109°, the latter being the more easily soluble. 
These compounds are apparently accompanied by a third having a 
much loAver melting point. The properties of the bases are so 
similar that it was only by working on considerable quantities of 
rather expensive materia! that I was able to prepare enough of the 
two compounds to compare their properties and those of some of 
their derivatives. In the following part of the paper I describe 
merely the experimental results hitherto obtained, reserAung theo- 
retical considerations for a future communication when I hope to 
have isolated the third base. The two hydrides are refeimed to as 
a. and |3 respectively, as on analysis they both gave numbers closely 
agreeing with those demanded by diphenylpiazine hexahydride. 

The simplest nomenclature to adopt for the substitution products 
of the piazines ’’ is probably the one made use of in this paper ; it 
was suggested by Knorr’g nomenclature for the “pyrazoles.’^ The 
following scheme will diustrate its use 238 , 137) - 


(5)HC 


(4) 


(6)HO 


( 1 ) 


CH(3) 

CH(3) 


a (2, 3) Diphenylpiazine Memliydride, Ci 6 Hi 8 l^ 2 . 

This base crystallises from light petinleum in long, slender, white 
needles' having the constant’ melting point 122—123°.' It is a strpng 
base, dissolving readily in dilute acids. Analysis of the sabstande 
dried at 100° gave the following numbers 

01279^ gram gave ^0*089 gram water and 0'3767 gramycarbott 
dioxide. 
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0*1482 gram gave 0*1056 gram water and 0*4S72 gram carbon 
dioxide. 

CalcTilated for 

C 80*66 

H 7*57 

Tlie base is easily soluble in alcoliol and benzene, less readily in 
ether and light petroleum, and insoluble in water. 

MydrocMoride, CioHi8iSr2,2HCL — The base dissolves readily in dilute 
hydrochloric acid, and on evaporation and standing in the cold the 
salt separates in long, glistening, white needles. Eor analysis the 
salt was dined at 100°, a previous experiment having shown that 
there was no water of crystallisation in the air- dried salt. Melting 
point about 310°. 

0*137 gram gave 0*126 gTam silver chloride. 

Calculated for 

Oi6HisN2,2HCi. Pound. 

Cl 22*82 22*79 

iPlatmochloride, Ci 6 Hisbr 2 ,H 3 PtCl 6 4- — The hydrochloride in 

aqueous solution is treated with platinic chloride ; on standing, the 
salt separates as a yellow, crystalline powder. It is recrystallised 
from dilute hydrochloric acid and, as thus prepared, forms golden- 
yellow, prismatic needles. The analysis gave the following num- 
bers : — 

0*2499 gram of air- dried salt gave 0*0035 gram water at 100°. 


0*2499 „ >> 0*0737 „ platinum. 

Calculated for 

CisHisNa^sPtCIg + iHgO. Pound. 

HaO 1*37 1*40 

Pt 29*61 29*49 


NitToso-deTwaiive., OieHiel^gOi. — The base was dissolved' in dilute 
hydrogen chloride, and to the cold solution an aqueous solution of 
potassium nitrite was added as long as any precipitation took place. 
The white, crystalline powder was collected, washed well with water, 
and recrystallised from dilute alcohol. It separates after a short time in 
white, prismatic needles which, after a second recr^^stallisation, melt 
sharply at 142 — 143° to a pale-yellow liquid. It is insoluble in water 
and light 'petroleum, easily soluble in alcohol and benzene, but only 
sparingly in, ether. For', the nitrogen determination, the ' substance 
was dried at 100°;', the 'following, results were obtained ; — ' 

;0*160 gram gave; 33*4 c.o. moist 'nitrogen at ,16° and 723 mm. „ 


Pound. 

iT ii. 
80*32 80-66 

7*73 7*91 
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E 


Calculated for 
CieHifiNA. 


28*31 


Found. 

23*13 


Tlie compound has, tkerefore, in all prol}abilifcj tbe following con- 
stitution : — 

NOH-HO^ OH-CgHs 

i I 

NOH-HC CH-CA 

\/ 

E-m 

The further study of this interesting substance is reserved. 


Action of Methyl Iodide on the ^x-Eydride^ CieHiBbTa. 


The base dissolves in methyl iodide to a clear, colourless liquid, 
which on wamiing on the water-bath to expel excess of iodide and 
allowing it to remain in the cold, crystallises to an almost colourless 
mass, the mother-liquor reacting strongly acid, Becrystallised from 
hot vpater, it forms long, colourless needles. It was dried at 100° for 
the iodine estimation : — 


0*1515 gram gave 0*0889 gram silver 
0*09077 gram silver iodide. 

Calculated for 


C18H33K3L 

I 32*06 


iodide; 0*1525 gram gave 


Found. 

£ i? 

81-69 32-14 


It is thus seen that the substance is a hydriodide of the (1, 4) 
dimethyl (2, 3} diphenylpiazine tetrahydride. It is singular that duly 
a monacid salt is formed, the other molecule of hjdiiodic acid re- 
maining in the aqueous solution. 


(i, 4) Bimeihyl (2, 3) Diphenylpiadne Tetrahydride^ 
CH2-B(CJH3)*GH*C6H5 
CH,*N(OH3)*6h*C6H5’ 

is a strong base, and is precipitated in slender, white needles from an 
aqueous solution of the above salt on treatment with sodium cax'bonate. 
The substance thus obtained, however, is mixed with small quantities 
of a compound of a very low melting point, and it is best to extract 
several times with ether after' adding the sodium carbonate, in 'Order 
to free the mixture from this product. ■ The aqueous solution, is then 
evaporated 'to a ^mall volume, and. oh -standing deposits the new base 
'in 'long, coloiml^ heedl'es,;:lpvihg,th^ meltmg point 26^-^264°.; It'- 
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is easily soluHe in alcoliol and water on warming, but only Tery 
sparingly in etber and benzene. Eor analysis, tbe substance was dried 
at 100 °, and the following numbers were obtained : — 

0*1538 gram ga¥e 0*1183 gram water and 0*4560 gram carbon 
dioxide. 


Calculated for 

OisHssNo. Found. 


C 81*20 80*86 

H 8*27 8*54 


Flatinmi Double Salt, (CisH2‘2iS[2)3,2HCl5(PtCl4)2 -f 8H2O. 

Tbe base was dissolved in absolute alcohol, concentrated hydro- 
chloric acid added, and then an alcoholic solution of platinic chloride. 
The salt separates as a yellowish-brown, crystalline po-wder, which 
can be recrystallised from dilute hydrochloric acid. Thus prepared 
the salt forms yellow, prismatic needles, which on analysis give the 
following numbers : — 

r 0*1496 gram air-dried salt gave 0*0127 gram water at 120'“. 


1 0*1496 5 , „ „ 0*0343 ,, platinum. 

1 0*1620 ,, „ „ 0*0130 „ water at 120h 

10*1620 „ ,, ,, 0*0372 „ platinum. 

Found. 

Calculated for ^ ^ 

(Ci8H22N2)3,2HCi,(FtCl4). + 8H.O. I. II. 

H 2 O 8*53 8*48 , 8*02 

Pt 23*03 22*92 22*96 


The salt for analyses I and II were from different preparations. 

j3 (2, 3) Diphenylpiazhe HemJiydride, CMHiel72. 

This base is more easily soluble in light petrolenm than the a-com- 
ponnd, and remains in the filtrates together with small quantities of 
the base of low melting point above mentioned, from which, however, 
it is difficult to completely separate it. The most suitable solvent is 50 
per cent, alcohol, from which it separates in long, silky, white needles. 
By repeated recrjstallisation, the^ melting, point ultimately becomes 
constant 'at 108—109®. ' When freshly prepai*ed ' and 'stiil moist, the 
needles present' a glistening, silky appearance, but on drying they 
become dull white, the change being in all probability due to the loss 
of water or alcohol of crystallisation ; the distinction between the 
and /^-compounds' being very marked. Like the ct-base, it is, easily 
soluble in alcohol and benzene, less, so in ether, and insoluble in, water'; 
it. ''has,,' strong ' basic 'properties,' dissolving easily in dilute mineral 
^ ■ ''' . . , , , ' ■ 'I, 
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acids. 1 * 01 ’ analysis, the siihstance was dried in a vacnniii over 
snlpimric acid; the following results were obtained: — 

0*1527 gram gave O'llOS gram water and 0*449 gram carbon dioxide. 


0*1409 „ 0*099 „ „ 0*4416 „ 

0^166 ,, 19 c.c. moist nitrogen at 25° C. and 720 mm. 

0*1863 ,, 20*3 5 , 5 , 10 C. ,, 72o „ 

Pound. 

Calculated for /' ^ ^ 

OigHisN.. I. n. 

0 80*66 80*19 80*25 

H 7*57 8*02 7‘80 

17 11*76 12*31 12*03 


EydrocMoride, Ci6Hi8l72,2HGL — The base is dissolved in alcohol, 
concentrated hydrochloric acid added, and the whole allowed to 
stand, when the salt separates in colourless, prismatic needles. The 
melting point is about 295°. As the air-dried substance contains no 
water of crystallisation, it was dried at 120° for analysis : — 

0*1520 gram gave 0*1384 gram silver chloride. 

Calculated for 

Ci 6H]8N9,2HCL Pound. 

Cl 22*82 22*57 

PlaUnocMoride, OieHi8l72,H2PtCl6 + 2 H 2 O. — The base is dissolved 
in 95 per cent, alcohol, concentrated hydrochloric acid added, and 
then an alcoholic solution of platinic chloride. On standing, the 
solution deposits long, pale-yellow needles, which as the following 
analyses show are pure : — 

O' 1201 gram air-dried salt gave at 120° C. 0*0064 gram water, 

0*1201 ' „ „ „ „ „ 0*0067 

0*1210 „ „ „ „ 0*0339 gram platinum. 

Poimd. 

Calculated for 

CieHinl^'s^H.PtOls + 2 H 2 O. I. 11. 

H 20 5*26 5*32 5‘54 ' 

:Pt 28*44 . — ' 28*01 

On oxidation with chromic acid in glacial acetic acid solution, 
(2, 3) dipbenylpiazine gives a phenylpiazinecarboxylic' acid,, which 
yields ' well-characterised salts. The melting point As ' about ; 202°., 
This, as well as other prod*acts,' shall be described in a' future paper.:,' 
'In coE,Jnnction with, Mr, L. A. Drjfoos, to whom I am indebted' , for 
: several of' the analysesin the above paper, I am sta4ying:,the' action 
;,,,pf,'''ethylenediai3aiiie pn'the, recently discovered',' i^-dik6t0hp,,':’ot': the 
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fatty series, and have already obtained interesting results wliicli we 
hope to communicate to the Society at no distant date. I cannot 
close this paper -without expressing my thanks to Professor Victor 
Merz for Ms kindness and valuable advice during the whole of my 
student life at Zurich. 


XV—COFTRIBUTIOFS FEOAI THE LABORATORY OF THE 
UXIYERSITY OP ZURICH. 

Ho. III. Acetamide and Phenantliracpiinone. 

By Abthue T. Masox, Ph.D., F.I.C. 

During experiments undertaken some time ago with the view of ascer- 
taining -whether the amido-groups in oxamide w-ere available for 
condensation purposes, I had occasion to heat that substance in 
closed tubes with phenanthraquinone and glacial acetic acid for some 
hours at 220 — 230°. The tubes -were then found to contain consider- 
able quantities of a dark-red, crystalline substance, and on opening 
them a great deal of carbon monoxide and dioxide escaped. This led 
me to the conclnsion that the oxamide, at least to a great extent, had 
undergone decomposition with formation of these gases, and that pro- 
bably the amido-groups had reacted with the quinone. Some tubes 
Ttvere now -filled with oxamide and glacial acetic acid alone, and heated 
as before;, for four hours to 220—230°, in order to see if at this tem- 
perature uny I'eaction took place in the absence of phenanthra- 
quinone.^ The whole of the oxamide bad now disappeared, leaving a 
perfectly clear and colourless solution, and there was a gi*eat pressure 
on the tubes, the same gases escaping on opening as in' tlie pi*evious 
experiments. The whole was submitted to distillation from a frac- 
tionating, flask. After tbe excess of' acetic acid had gone over, the 
thermometer rose rapidly to about 210'", and betweeu that temperature 
and, 215°' almost the -whole distilled as a colourless liquid, solidifying 
in the receiver to long needles and having a slight odour of acetamide. 
By recrystallisation from ether or benzene, the substance entirely' lost 

' * The action of fomie acid and acetic anhydride on oxamide was studied hj 
Scheitz, Marsh, and 'Beuther in 1868 {ZeitschHft^ 1868, 301). They' state 'that 
acetic anhydride Is without action on oxamide at 140 — 160°. This is alw my^ 
.experience at that temperature, hut at 220—230° the reaction is complete, m shpwn 
, AfiofCy, even with glaci4'8tcetae-aoidh'/' , ■ 
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tlie acstamide smell and was then considered to be free from that' 
substance. On combustion of the compound, dried in a yacuum over 
sulphuric acid, the following results were obtained : — 

0’1935 gram gave 0*1528 gram water and 0*2890 gram carbon 
dioxide. 

0*1248 gram gave 27*5 c.c. nitrogen at 21° C. and 730 mm. 

Calculated for 

O2H5NO. Pound. 


C 40*67 40*73 

H 8*47 8*77 

IST 23*72 24*07 


These numbers, as will be seen, are the ones required by acetamie, 
and taking into consideration the other properties of the substanos, I 
was forced to the conclusion that I had in reality acetamide in my 
hands, but freed from the smell which had hitherto been supposedho 
be its principal characteristic. To finally decide the point, pme 
acetamide obtained from Kahlbaum was redistilled and then recrys- 
tallised several times from absolnte ether, whereby a perfectly 
odourless product was obtained, crystallising exactly like and in all 
respects identical with the one I had prepared from oxamide. It even 
suffices to rectify twice, rejecting the first ‘portions of the distillate, 
which seem to contain the bulk of the odoriferous principle, in order 
to obtain a practically pure preparation. 

Quantities of 20 grams of perfectly pure acetamide distilled com- 
pletely at 213*5-^2lV (corn 216*5—217° 0.), with the barometer at 
728 mm., and Kahlbaum’s preparation twice rectified as above, dis- 
tilled at exactly the same temperature, 

I have since heard that results similar to those here described in 
connection with acetamide have been obtained in another laboratory. 
That my observations are the older ones, however, is clear from the 
fact that mention thereof was made by Professor Merz in his lectures 
over two years ago. 

After the fact had thus been established that acetamide is one 
of the products of the action of acetic acid on oxamide, it was 
thought that this substance might also be a principal factor in 
the formation of the crystalline red compound mentioned above. 
Pbenanthraqninone was therefore heated in sealed tubes with acet- 
amide and glacial acetic acid, and, as expected, large quantities- 
of the red, crystalline compound were obtained. It proved on 
investigation to be ^ a very indi:f erent substance, the only solvents 
, found being aniline, nitrobenzene, and' phenol. It was repeatedly re- 
orystallised from nitrobenzene, and ultimately, obtained in the form of 
, yellowish-brown, flat needles, having, u melting ^point 'about, 400°» 
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Great iEconTexiience was at first cansecl diiring its conibiistioii, tlie 
carbon being deposited in a graphitic form on the sides of the tube and 
in the boat, and rendering it necessary to heat for several hours in a 
current of pure oxygen, before complete oxidation was effected. 
Worhing according to this method the following results were obtained 
on analysis. The substance for I was recrystaliised from nitrobenzene 
five times, then washed with ether till odourless, and dried at 120^. 
For II, a sublimed sample was used : — 

0T692 gram gave 0*0704 gram HgO and 0*5440 gram COo. 


0*13d0 „ 0*0566 „ „ 0*4335 

0*2045 „ 13*4 c.c. moist nitrogen at 18*5° 0. and 728 mm. 

0*2145 „ ^ 14*5 c.c. „ „ 2r „ 726 „ 

Found. 

Calculated for ^ 

I. 11. 

0 88*42 87*68 88*88 

H 4*21 4*62 4*72 

K 7*36 7*21 7*33 


The substance possesses, therefore, in all probability the empirical 
formula (OuHs) 2 ^ 1^25 which is also that of a compound isolated by 
Sommaruga (JahresbericM^ 1880, 735) from the products of the action 
of alcoholic ammonia on phenanthraquinone, and by Japp and 
Burton by the distillation of ditolane-azotide over heated soda-lime. 
The latter authors proved that it was an azine and gave it the 
name tetraphenylene-azine (Japp and Wilson, Trans., 1886, 830, 
footnote, and Japp and Burton, ihid.^ 1887, 101). This, according 
to Widman's nomenclature (see previous paper), would become 
diphenanthrapiazine. 

The compounds obtained by these different methods agree in their 
properties, and there can be little doubt that we have to do with one 
and the same substance. The yield by the above method is almost 
theoretical. 
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XYL — Note 071 Fluoride of Methyl. 

By XoEMAJT Collie, Ph.D., F.E.S.B. 

In a paper published in the Gomptes rendus (1888, 107, 1155), a new 
mettod is described by Moissan and Mesians for tbe preparation of 
fluoride of metliyl. But as they do not seem to be aware that Dr. 
Lawson and myself prepared this substance by tbe action of heat on 
the fluoride of tetramethylammoniuiQ, I now take the opportunity of 
bringing before this Society the results of some further experiments 
made with this gas, although they are not yet completed. Determina- 
tions haye been made of the vapour-pressures of methyl fluoride at 
various temperatures ; the sp. gr. and critical point have also been 
ascertained; and the combined action of chlorine and sunlight on thiS' 
gas has been studied. 

The method given by Moissan for the production of methyl fluoride, 
namely, the action of methyl iodide on silver fluoride, is hy nO' 
means so easily .carried out as the one employed by Law’'Son and 
myself, for the products of the reaction have to be passed through a 
lead spiral cooled to —50°, and then over silver fluoride heated to 90°, 
in order to free the gas from traces of iodine and methyl iodide. By 
the action of heat on fluoride of tetramethylammonium, a mixture of 
pure trimethylamine aud methyl fluoride is produced, and tlie former 
can be completely absorbed by passing tbe vapour through a 
filled with pumice stone moistened with strong sulphuric acid, leaving 
the methyl fluoride perfectly pure. 

A determination of the sp. gr. of the gas gave 17-38 as compared with 
hydrogen, the theoretical sp. gr. being 17*05, Tbe following measure- 
ments of some of the physical constants of methyl fluoride wmre made 
in conjunction with Professor Eamsay. A modified Andrews ap- 
paratus, of which a drawing and description is to he found in the 
Philosophical Tramadmis (1887, A,p. 59), was employed. Its volume 
tube was filled with methyl fluoride hy repeatedly exhausting and 
admitting the gas. The gas was then compressed and liquefied. ; The 
following table shows the vapour pressures of methyl fluoride. The 
pressures, it should he remarked, are absolute, the ' actually read' 
pressures in the air gauges being converted hy means of Amagat^s 
measurements of the compressibility of air. The lower temperatures- 
were secured by jacketing with water ; tbe higher temperatures, which 
are more accurate, by means of alcohol vapour boiling under reduced 
pressures. (See Trans., 1885, 47, 640.) 
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Temp. 

Press. 

Temp. 

Press. 

Temp. 1 

Press. 

Q 

! 

mm. 

11365 

15° C. 

mm. 

23003 

i mm. 

35° C. : 36204 

0 

1 14696 

20 

1 25621 

40 ! 

40496 

5 

; 17740 

25 

2S840 

45 i 

46010 

10 

' 20091 

30 

32756 

— 1 — 


A second series was obtained witL gas presnmablj not so pni’ej 
inasmuch as the numbers are somewhat higher. Still the methyl 
fluoride must have been even then very nearly pure, as the followine 
results at 40^ show : — 


mm. I mm. 

(a.) All liquid 42962 | (d.) Trace of liquid . 41951 

(5.) Half gas 41584 | (e.) Smaller trace . . 41052 


({?.) Liquid gone ... . 39868 I (/.) Minute trace .. . 40622 

It will be observed that the last observation is nearly coincident 
with that of the former series at 40^. In each series, the small bubble 
of air was absorbed by the liquid without'much rise of pressure. 

The critical temperature and pressure were determined by direct 
observation. It need hardly be remarked that a laborious series of 
researches is necessary to determine the point accurately ; for it can 
only be ascertained by constructing sets of isotbermals, and deducing 
from them the true temperature, pressure, and volume. Still the 
numbers may be regarded as far more accurate than many similar 
determinations. The substance assumed the critical state at 44*9°, 
and at a pressure of 47123 mm. ; here again, the pressure is probably 
a little too high owing to the presence of a trace of air ; and the tem- 
perature too low. The error in pressure probably does not exceed 
1500 mm., and the temperature 0*2 

Action of CMorlm on Methyl Fluoride. 

When chlorine and methyl fluoride are mixed in equal volumes and 
exposed to sunlight, substitution of , the hydrogen in the methyl 
fluoride' takes place at once, and in a few hours the mixture becomes 
(|uite' coioarless. Several, experiments were made, and always with 
the same result, a chiorofluoride of methylene and hydrogen chloride 
was produced, and no diminution occurred in the volume of the gas ; 
equal volumes of the two gases were formed. In one experiment, the 
amount of hydrogen chloride produced was titrated with decinormal 
, ammonia solution. 128*5 e.c, of methyl fluoride were mixed with 
128*5 c.c. of pure chlori'ne, and, exposed in the sunlight for three 
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hours; the amount of hydro^fen chloride obtained was 0'207 gram, 
while the amount required by theory is 0*209 gram, supposing the 
reaction to take place as follows : — 

CH 3 F + CI 3 = CHsCiF + HCl. 

The methylene chlorofluoride seems to be more soluble in water 
than fluoride of methyl, but is easily expelled again when the aqiieons 
solution is warmed. This property can be made use of in purifying 
the gas from traces of air. 

The sp. gr. of the gas was found to be 34*18, while the theoretical 
sp. gr. is 34*25. The gas is hardly inflammable, and considerable 
difficulty was experienced in exploding it with oxygen alone, the 
combustion only taking place when a powerful electric spark was 
passed through the mixture ; when mixed, however, with hydrogen 
and oxygen, it explodes easily with an ordinary electric spark. 

Several analyses were made, with the following results : — 

I. I. III. 

Taken of gas 4*1 c.c. 8*5 c.c. 8*5 c.o. 

Carbon dioxide produced . . 4*0 „ 7*5 „ 8*0 „ 

Thus showing that the gas produced its own volume of carbon 
dioxide after combustion. 

An estimation of the chlorine was also made ; 0*03526 gram gas 
gave 0*072 gram AgCi = 50*6 per cent. Cl. 

Calculated for 

Found. CH 2 CIF. 

Cl ............ 50*5 51*8 

An attempt was made to estimate the fluorine, but the results were 
3 per cent, too low. 

Methylene chlorofluoride seems to be much more easily decom- 
posed by water than methyl fluoride, for if an aqueous solution of 
this gas be allowed to stand for two or three days, both hydrochloric 
and hydrofluoric acids can be detected in the water. 

Methylene chlorofluoxude does not seem to react easily with chlo- 
rine, and the two gases when mixed in equal volumes and exposed to ^ 
sunlight for many days, remain partly uncombined. I bope, however, 
to be able to continue the investigation. 

I may mention that experiments made to obtain tetrafluoxide 
of carbon, by passing a mixture of fluoride of silicon and carbon 
dioxide through' a platinum tube, heated to bright redness,' were not 
successful. Silica was certainly formed in, the platinum dube, and 
'traces' of a liquid were ' obtained which ' might possibly have been 
tetraauoride,"o£:uaFbon,;but unfortunately only in such small, quanti-/ 
ties that no analysis poiild.'^be , made.' 
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During tliese experiments, when the mixture oi earbcn clic^xide 
and silicon tetrafluoride was passed through a red-hot platiiniui tube, 
the following piece of apparatus was found to be extremely useful, 
and might doubtless be also used in many other experiments where 
the same result is desired. The object was to enable a continuous 
stream of the same gas to be slowly passed again -and again through 
the red-hot platinum tube. 



A was connected^ with the platinam tube,' beyond which was a 
balloon (with two , stopcocks) containing the mixed gases. B was 
connected directly with the halloon. ' The tube 0 was made of the 
ordinary glass tubing,, such as is used for the Sprengel pump. When 
the receiver D was lilled with 'mercury and I'aised just high enough 
to allow the mercury to flow down the tube C, gas was carried down 
with the Tailing, mercury into the wider tube E j here the mercury 
, 'escaped into the basin E, while the gas was forced ^ through B back 
again into' the balloon, and was then ready to be used again. 
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V. Compomids of the Naphthalene ^-Series — continued. 

By Eaphael Meldola, F.E.S,, and Gilbert T. Morgan. 

In tlie last paper referring to the present branch of investigation 
(Trans., 1888, 460 ; Meldola and East), it was shown that the azo- 
derivatives of ^-naphthol contain an atom of hydrogen capable of being 
displaced by acid radicles, a property which they share in common 
with their a-analogues (Zincke and Bindewald, Ber., 1884, 3030). Of 
the alkyl-deTivatives of the azo-^-naphthol compounds, the only re- 
presentative at present known is the benzeneazo-/l-naphthyl ether of 
Weinberg’ (Ber., 1887, 3171). The importance, from a theoretical 
point of view, of ascertaining whether this displaceable hydi’ogen- 
atom of the azo-iS-naphthol compounds is attached to the oxygen or 
to the nitrogen of the azo-group has from time to time been pointed 
out in the course of the present series of researches, and has recently 
been emphasized in a paper read by one of the authors at the Bath 
meeting of the British Association (Phil, Mag., 1888, 403). The 
present paper contains the results of experiments undertaken with 
the object of throwing further light on this question. 


L Benzoyl-derivatives of Azo-^-NapMhol Compounds, 

Acetyl -derivatives of azo- /3-naphthol compounds can be prepared, 
as pointed out in the last paper, by two distinct methods. If the 
radicle attached to the azo-group is more or less of an acid character, 
such as nitrophenyl, CoHi’NOa (p or m), the corresponding /5-naph- 
thjlamine azo-compound is attacked by nitrous acid in the 'presence 
of glacial acetic acid, with the formation of the azo-naphthyl acetate 
(loc. cit., p. 465).* This method does not appear to be applicable 

* The format ion of phenylic acetates from the corresponding amines, by means of 
the diazo-reaction in the presence of gkciai acetic acid, was made known in a paper 
communicated to the' Chemical Society of Germany on January 24th, 1888 (Ber., 
1888, 601), and in a subsecinent paper read to this Society (Trans., May,' 1888, 
465), it was stated that as the reaction promises to be widely applicable for the 
synthesis of phenylic acetates and other ethereal salts, it is proposed to extend the 
investigation in this' direction, and to make a special study of the conditions which 
determine the displacement of amidogen by the CgHsO- 0-group by means of tlie 
diazo-reaction.''* ' Notwithstanding the 'publicity thus given to the method, and the 
explicit claim to continue its further investigation, a paper. appeared in the, Amer, 
Ch^em . ' Amr, of, , last September (10, 368) by W. R, Orndorff, cont.aining - the 
results of the application, , of this reaction for the formation of phenyl, ^ei‘esyl, ,and 
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when the radicle attached to the azo- group is not acid, such as 
phenji or naphthyl, CeHs, C 1 QH 7 , &c., in the azo-^-naphtlijiaiiiine com- 
pounds. In such cases, however, azo-jd-naphth}’! acetates can he 
prepared by the direct acetylation of the azo-/3-naphthol compounds 
by means of sodium acetate and acetic anhydride, and the same 
method is generally applicable, whatever may be the nature of the 
radicle associated with the azo-group. The same remarks apply to 
the benzoyi-derivatives of azo-jd-naphthul compounds, some of which 
have been prepared by both methods in the maimer described below. 


Benz€iieazo-p~ Naphthyl Benzoate, CeHs'hTa'CioHe'OGTlIsO (/5). 

This compound cannot be prepared by fusing benzeneazo-iS-naph' 
thylamine with excess of benzoic acid, and adding the calculated 
quantity of sodium nitrite to the mixture : complete decomposition 
takes place under these circumstances with the formation of tarry 
products, A mixture of benzeneazo-/3-naphthol with dry sodium 
benzoate and benzoic anhydride, if heated for some hours to the fusing 
point of the anhydride, gives only a small yield of the azo-/3-naphthyl 
benzoate, owdng to the difficulty of keeping the mixture in a homo- 
geneous fiuid condition, and to the continuous loss of anhydride by 
sublimation. After many partially successful attempts with benzoyl 
chloride, the following method was found to give perfectly satisfactory 
results : — 

Benzeneazo-/3-naphthol is mixed with about an equal weight of dry 
and finely powdered sodium benzoate, and the mixture is then made just 
pasty with benzoyl chloride. The flask containing the mixture is fitted 
with a cork perforated for the reception of a tube drawn out to a fine 
point, and heat is applied by immersing the ; flask in boiling water.* 
The reaction commences immediately on the application of heat, and 
is complete in about an hour, when the product is repeatedly extracted 
with hot' water as long as benzoic acid is dissolved out. The contents 
of the flask fuse to a dark reddish oil under boiling water, a property 
which facilitates the washing operations, as the oil and hot winter can 
be thoroughly mixed by agitation, and the former rapidly subsides to 
the bottom of the flask on allowing the contents to remain at rest for 
a iew' minutes. The benzoyl-derivative is easily decomposed by 

other acetates from aniline, toiuidine, &c. The inyestigation.' of the method has 
been going on in my laboratory since the beginning of last year, and these and, 
other acetates and benzoates had been prepared from the diazo-salts of the corre* 
spending amines before the appearance of the paper bj the author referred to. 
— R. M. 

* At higher tempemtures the reaction; tahes ■ a diteent course 3 tarry produofe 
are, formed which hare not been further ' investigated. 
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atoraonia, even wlien the latter is very dilute, so that it is unsafe to 
attempt to shorten the washing by the nse of ammonia. In some of our 
first preparations, unaltered benzeneazO"/3-naphthol was always found, 
and this was afterwards traced to the use of ammonia in the washing 
waters. Sodium or ammonium carbonate also readily hydrolyse the 
benzoyl-derivative, and it is evident that the benzoyl-group is much 
more readily removed from this compound than is the acetyl from 
beiizeneazo-/3-iiaphthyl acetate. When completely washed, the sub- 
stance is crystallised from boiling alcohol, in which it dissolves readily. 
A specimen w^as further purified for analysis by dissolving in chloro- 
form, in which it freely dissolves in the cold, and allowing the solvent 
to evaporate spontaneously in an open dish. The substance forms 
dense, orange-red crystals melting at 125°. 

0‘1025 gram gave 0*2951 gram CO 2 and 0*0438 gram H 2 O. 

0*0894 gram burnt in a vacuum with OuO gave 5*9 c.c. moist ‘S at 
13° G., and 770*1 mm. bar. 


Calculated for 

HssHisXsOo. Found. 

C *78*41 * 78*52 

H... 4*55 4*74 

¥ 7*95 7*90 


Metaniiroheyizeneaso-fi- Naphthyl Benzoate^ 

(m)iSr02*C6H4*]X2-GioH6*OCAO(/3). 

Metanitrobenzeneazo-jS-naphthylamine (m. p. 182°) is fused with 
excess of benzoic acid, and the calculated quantity of dry sodium 
nitrite added in small portions to the fused mixture. IXitrogen is 
freely given off, and when all the nitrite has been added, the product 
is washed with hot water till free from benzoic acid. The washing 
may in this case be accelerated by the use of dilute ammonia without 
fear of decomposition. The washed product is crystallised from hot 
glacial acetic acid^ in which it is not very soluble, and finally from 
boiling alcohol, in which it dissolves only very sparingly, separating 
on cooling in the form of dull, reddish-orange, silky needles. The 
melting point is 171°. The following results were obtained on 
analysis : — 

0*1676 gram gave 0*4280 gram GO 2 and 0*0612 gram'H20 

0*2196 gram burnt in a vacuum with CuO gave 19*8 c.o. moist H 
at 17° C. and 761*7 mm, bar. 


Calculated for 

C 33 Hi 5 Ng 04 . Found, 

0 . ■ 09*52 , 69*64 

H 3*77 ,,4*05: 

K...., " 10*57'' / .v ' lorn 
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The substance is formed in this process according to an action 
perfectly similar- to that -wbieb gives rise to the production of the 

acetate. 

+ SC^HjO-OH = 

CioH6<[q_'q^jj^q ' 4- CjHsO'OHa + If.> 4- 2HjO. 

The benzoate may also be prepared by direct benzoylation, and this 

metliod is much more conyenient when the eompoiind is required in 
quantity. For this purpose, metanitrobenzeneazo- -naphtho! (m. p, 
194°) is mixed with about its own weight of dry powdered sodium 
benzoate, and enough benzoyl chloride added to make the mixture 
into a paste. The contents of the flask are then kept just at the boil- 
ing point of the benzoyl chloride for 4—5 hours. The product is 
washed with dilute ammonia, and piuified by crystallisation in the 
manner already described. 

II. Eeductmi of Azo-^-NwpMliol-derivatives containing Acid Radicles. 

In order to see whether any information concerning the position of 
the displaceable hydrogen-atom could be derixed from a study of the 
products of reduction of the acetyl and benzoyl-derivatives, these 
compounds were reduced ydth tin and bydrochioric acid and with 
stannous chloride under various conditions. 

Redaction of Benzeneazo-^-NapMhyl Acetate. 

An alcoholic solution of the above compound is soon decolorised 
if boiled with tin and hydrocbloric acid. On distilling off the alcohol 
and filtering to remove tarry impurities, the filtrate' on standing 
gradually deposits a white curdy substance, which under the microscope 
is seen to consist of agglomerations of white needles. The addition 
of strong hydrochloric acid to the solution promotes the deposition of 
the ^yphite compound. The latter was therefore purified by being 
collected, dissolved in hot water, filtered, and reprecipitated by the 
addition ' of strong hydrochloric acid, this treatment being repeated 
till the substance dissolved without leaving any residue. The white 
substance, thus obtained proved 'to 'be the hydrochloride of a mixture 
of bases. 'Many specimens were prepared and analysed without^ any 
concordant results , being obtained ; all attempts to sepai’ate . the 
mixture into its, constituents ■ by fractional crystallisation or by con- 
version into other, salts 'Were unsuccessful. The free bases could not 
be isolated owing t'o their extremely oxidisahle character. , This pro- 
duct of' reduction contains 'a, considerable quantity of cx-aiaido-/l-'naph-' 
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tliol, tlie presence of tlie latter compoand being sliown by tlie formation 
of /3-napbtliaqiiinone on oxidation by ferric cMoride. 

In spite of the iinfaYOurable results obtained in our first experiments, 
tlie reduction was repeated, an alcoholic solution containing the 
theoretical quantity of stannons chloifide being gradually mixed with 
a slightly warm alcoholic solution of the substance. After the mixture 
had stood for some hours, the alcohol was distilled off, and the product 
treated as aboTe. The same white hydrochlorides were obtained, but 
the substance was eTidently a mixture, and a-amido-/3-naphtliol was 
identified as one of its constituents as before. The analyses showed 
that in this case the mixture contained different proportions of the 
bases from those present in the product formed by violent reduction 
with tin and hydrochloric acid. In both series of experiments, the 
filtrate, after the removal of the white hydrochlorides first deposited, 
was treated with sulphuretted hydrogen in order to remove tin, and 
after the removal of the stannous sulphide the filtrate was evaporated 
to a small bulk, made alkaline with canstic soda, and submitted to 
steam distillation, when a considerable quantity of aniline was obtained, 
showing that this base is one of the products of reduction. 

According to tbe current hypotheses of the constitution of the azo- 
^-naphthol compounds, the acetyl -derivative of benzeneazo-/3-naplithol 
may have one of the following formulae : — 


C0H3O 

I 

OioH«<5oAb- C,„H.<g>N-CeH5. 

I.* II. 


yO 

c,„h/i 

WN(G,H30)-CeH5 

III. 


The first of these is •what may he called the old formula, the second 
is that proposed by Liebermaun, and the third is Zincke’s, that is, the 
hydmzone formula. 

Supposing the compoand to be capable of complete reduction 
without the elimination of acetyl, these three compounds might be 
expected to yield the following products : — ,, 

I. Aniline and i5£-amidO“/9-naphthyl acetate. 

II. Aniline and a-acetamido-jS-naphthoL 

III. Acetanilide and a£-amido-/3-naphfchol. 

We may state at once that a^most careful search for acetanilide in 
the product of reduction has led to negative results. If the acetyl 
were attached to tlie nitrogen-atom it is improbable that this group 
would be removed under the conditions of reduction, since acetanilide 
is well known , to, be' a stable compound under such .circumstances. 
The ' , third f orm'ula appears ; . therefore ; to ' be ^ inadmissible, : and, ■ the ' 
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decision rests between I^^os. I and A complication of tbe 

question, however, here arises from the possibility of intramolecular 
migration of the acetyl. Thus, according to the formulse, the 
naphthalene portion of the molecule ought to give on complete 
reduction — 


C: 


TT . . • . . (iS-) 

ioile<o.c,H30..(^) 

I. 




II. 


m 


The investigations of Bottcher (Be?*., 1883, 1933) have sho'^vn that 
such a compound as No. I is incapable of existence, as it immediately 
becomes transformed into No. II. This was proved by preparing the 
acetyl-derivative of a-nitro-/3-naphthol and reducing the latter, when 
a phenolic substance, viz., acetamido-/3-naphthol, was obtained instead 
of the basic amido-/3-naphthyl acetate. The acetyl-group accordingly 
becomes transfeiTed from the oxygen to the nitrogen, probably 
through the intermediate formation of the anhydro-base and hydra- 
tion of the latter : — 

— HsO = CioE[g<(q^C'OH3, 


C,oHa<g>C-CH, + H,0 = 


Whichever of the formulse (I or II) be the correct one, it might 
therefore be expected that extreme reduction would give rise to the 
same acetamido-p-naphthoL The latter is a perfectly stable phenolic 
substance melting, according to Bottcher, at 22 5"^. It does not appear 
to fee present, however, among the products of reduction of benzene- 
azo-P-iiaphthyl acetate, obtained by us iu accordance with the method 
previously described. Caustic soda does not dissolve any stable sub- 
stance out of the mixed hydrochlorides, but simply gives a mixture of 
highly oxidisable bases, the, chief constituent of which is undoubtedly 
a-an^do-p-naphthol. The extreme reduction of dhe acetate therefore 
gives rise to the formation of aniline and a-amido-p-naphthol as chief 
products, a fact which is in itself of considerable impoi'tance in 
connection with the present line of' investigation, since' it shows that 
the acety Ingroup is split off during i^ediiction, and this lends suppoi*t 
to the view that the said radicle is attached to oxygen, and not to 
nitrogen, in the original compound. 

* 'Tlie formula proposed by one of tbe authors '(Meldoia, Nov. 1888, 

;p. 4<11) is for tbe present left out of considemtion, because it indicates tbe formation 
of' products of- reductiou 'identical with 'those indicated 'by No. I, . 
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MeniificcLtion of a-Amido-P-NaphtJioL 

At this stage of tlie work, seeing that tke products of reduction of 
the acetyl- derivatiTe contained some other base in addition to amido- 
jS-naphthol, it became necessary to discoyer a method by which the 
mixed bases could be converted into stable derivatives capable of 
being separated and characterised. The identification of the amido- 
naphtliol itself presents hut little difficulty, since it gives /3-naphtha- 
quinone on oxidation with ferric chloride. It is well known, how- 
ever, that the foi*mation of this quinone is somewhat capricious, and 
when formed it is not easy to identify, unless in a condition of 
tolerable purity. The quinone could not be obtained pure from our 
mixed hydrochlorides, because the oxidising agent also attacked the 
other base with which the amidonaphthol was mixed, and so gave 
rise to the formation of impurities of a resinous character. The 
method of oxidation being thus destructive to the other base, had to 
be abandoned. It was then found that the purified liydrochlorides 
yrhen dissolved in water and treated in the cold with dilute hydro- 
chloric acid and sodium nitrite, gave a crystalline, yellow substance 
which, after being collected and washed, was identified as nitroso-/3- 
naphthol (melting point about 110°). This last substance is formed 
by the action of nitrous acid on a-amido-jS-naphthol, according to a 
process of decomposition which has not hitherto been studied, but 
which has also been observed by Dr. H. E. Armstrong.^ The action 
of nitrous acid thus confirms the presence of a-amidO'/S-naphthol, but 
as this reagent did not appear to give a satisfactory product with the 
other base its use was also abandoned. Benzoyl and acetyl-deriva- 
tives of the mixed bases were next prepared, and these proinise(%to 
answer our requirements, so that in the first place the benzoyl and 
acetyl- derivatives of pure a-amido-/3-naphthol were prepared and 
studied, in order that we might familiarise onrselves with their 
properties. As these derivatives have not hitherto been described, 
we think it may be of use to give further particulars, as they are well 
characterised and stable crystalline substances, very easy of pt‘epara- 
tion, and thus offering many advantages, over the quinone method for 
the identification of a-amido-/?-naphthol, when the latter is mixed 
with other oxidisable bases. 

Beiizeneazo-/I-napiitboi was reduced in alcoholic ' soktioh with tin 
and hydrochloric acid, the alcohol distilled off, and the amido- 
naphthol hyd3X>ohIoride allowed to crystallise out of' the solution in 
the usual way. This, salt was collected, dissolved in water, an<ing,ain 
crystallised with the addition of strang hydrochloric acid, this process 

*yTriTate,'eoiamumcaHon'to one, of the’aathofsy''^ 
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being repeated till tke substance dissolved completely in water. Tlie 
aniline and tin salts are thus got. rid of, and the pnre amidoiiaphthol 
hydrochloride is left as a white, crystalline compoand. The latter was 
collected, drained completely from adhering mother-liquor, and dried 
ill the W'ater-oven. Tlie diy salt was then just covered with glacial 
acetic acid, and pow’dered anhydrous sodium acetate and acetic 
anliydiide added. The mixture was boiled for 2 — 3 hours, and the 
acetyl- derivative thrown out by dilution with wmter. The substance 
wnasi collected, wnislied, and purified by crystallisation from alcohol, in 
which it readily dissolves when hot, and separates very slowly on 
cooling in the form of dense, colourless, transparent, rhombic prisms, 
melting sharply at 206^. Analysis showed that the coiiipound w^as a 
diacetyi-derivative : — 

0T081 gi’am gave 0*2742 gram COa and 0*0502 gram H 3 O. 

0*1460 „ „ 7*6 c.c. moist 'N at 17"' 0. aiicl 738*4 mm. bar. 

0*3458 „ „ 18*2 „ „ 14*5" C. and 73l*5 „ 


Calculated for Fuiiiid. 




- j. 

r 

I. 

II. 

c .... 

69*13 

69*18 

— 

H .... 

5*85 

5*16 

— 

I!7 .... 

5*76 

5*84 

5*94 


The substance is accordingly acetamido-/3-napbthyl acetate. It is 
of interest to note that the acetylation in this case leads to the forma- 
tion of a diacetyi-derivative and not of an anhydro-base, although 
the amidonaphthol is an ortho-derivatiTe. As a parallel instance, we 
limy mention a-/i?-naphthjleiiediamine which, although an ortho- 
cO'ii|>ound, also gives a diacetyi-derivative, and not an anhydro-base, 
on acetylation (Lawson, luang. Diss.^ 1885, p. 26), 

By heatiiig dry ainido-i 8 -naphtho] hydrochloride with anhydrous 
sodium 'benzoate and benzoyl chloride to the boiling point of the 
latter, for about two hours, a .dibenzojl-derivative is formed. The 
I'moduct of the reaction is washed repeatedly with hot water and 
dilute ammonia, 'and finally purified by two or three crystallisations 
f'mm boiling alcohol, in which the substance dissolves somewhat 
sparingly. The pure compound 'forms whitish needles melting' at 
226-5L 

0*1186 gram gave 0*3420 gram CO 2 and 0*0544 gram 
0*1508 gram burnt in a vacuum with GuO gave 5 c.c. moist M at 
24*5® and 765*3 mm. bar. 
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0 

H 

N 


Calculated for 


_ „ /NH-C-HjO 
OjoH6<,0-C;HsO ■ 

Found. 

.... 78-47 

78-66 

.... 4-63 

5-09 

.... 3-81 

3-73 


These results show that the compound is henzamido-^-naphthyl 
benzoate and that, as in the case of acetylation, both t e yc roi^y 
lad amidogen of the amklonaphthol are simultaneously attacked. 


MUd Reduction of Benzeneazo-^-NapUlwl and ^ts Aaetyl-denvahve. 

In accordance with the well-known fact that aromatic az^com- 

pounds hy mild reduction yield hydrazo-compounds, which under 

influence of acids become transformed into bases 
naphthylphenyl series, it became of interest to 
of mild reducing agents on the azo-compounds of 

mencing with the simplest case, benzeneazo-^-naphthol was dissolved 
in a sufficient quantity of alcohol to retain the whole of the substance 
in solution when cold, and stannous chloride mixed with alcohol was 
SSdto thI solution till reduction had been efiectad The alcohol 
was distilled off, and the residual solution, after fi'trato to remove 
a small quantity of tarry matter, was mixed with dilute silphurio 
acid, and allowed to stand for 24 hours. A small quantity of a 
crystalline substance, consisting of slender, white needles, had sepa- 
rated but the yield was too small to enable analyses to be _ made. 
The presence of sulphuric acid was proved qualitatively in tlie 
compound after the latter had been purifled by cry.stallisation toom 
boiling water, in which it dissolves with great difficulty Ihelub- 
stance is in all probability the sulphate of diamido-oxynaphthylphenyl, 
and we hope to return to its investigation on a future occasion, but 
the small yield has deterred us from making further experiments in 
this direction, as the preparation of this compound has only an 
indirect bearing on the present line of. work. The free base is very 
unstable, forming dark products of oxidation with extreme rapidity 
on exposure to the air. During the boiling of the solution of the 
sulphate for the purpose of purifying this salt, a considerable loss 
was incurred by tbe formation of a resinous product. If the sulphate 
is hasified by ammonia, a greenish colonring matter is produced by 
the action of atmospheric oxygen. A small quantity of the sulphate 
heated with dry sodium acetate and acetic anhydride gave an acetyl- 
derivative, which, after crystallisation from alcohol, formed small, 
wkite needles melting at 130 — 131 °. 

■ Benzeneazo-(3-napMhyl acetate, when reduced in a similar manner 
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wit'll stannons eliloricle in cold alcoholic solution, gives a mixtare of 
bases from which nothing definite could be isolated. Amido-/^- 
naphthoi is nndoubtedly present, but not in sufficient quantity to 
separate out as a Iiydrocbloride in the presence of excess of acid. 
The presence of amido-/3-naphthol was proTed by the forinatioii of 
nitroso-/3-iiaphthol by the action of sodinm nitrite on the acid solu- 
tion, The other base which is present is so rea hi j decomposable that a 
dark resinons scum is continnally formed during the evaporation of the 
solution. The addition of sulphuric acid to the solution of the hydro- 
chlorides does not cause the separation of an insoluble sulphate. 
Nevertheless the absence of a naphthylplienyl base cannot be inferred 
from this circumstance, because it is highly probable that such a base, 
if formed, would contain the acetyl-group in one of the amidogeiis, aiid 
would thus lose the property of forming an insoluble sulphate. We 
have proved that such a naphthjlphenyl-derivative is formed by a 
method which is described further on, so that the unstable base pre- 
sent in solution with the amidonaphthol is in all probability the 
acetyl-derivative of diamidohydroxynapbthylphenyl with the acetyl 
in one of the amidogen-groups by intramolecular transference, he., 

gives 

The proof that such a base is formed is furnished by the isolation 
of the diacetyl- derivative. The mixture of dry by drochloxndes, 
obtained by the reduction of benzeneazo-^-naphthyl acetate in sUgJithi 
loarm alcoholic solution with stannous chloride, was boiled for about 
two hours with glacial acetic acid, dry sodium acetate, and acetic 
an^^dride. The product was dilated with 'water, collected, washed, 
ana crystallised two or three times from hot alcohol. Microscopic 
needles were obtained, melting sharply at 252®. From the first 
mother-liquor there slowly sepaimted the familiar rhombic prisms oh 
acetamido-^-naphthyl acetate (m. p. 206°). The substance melting 
at 262® was analysed with the following results : — 

I. '0T513 gram gave 0*3892 gram CO 3 and 0*0724 gram H^O. 


IL 0*1310 „ 0*3368 ' „ 

III 0*1194 ' „ 0*3076 , „ ,, 0*0581 

IT. 0*2154 „ ' 13*1 c.a N at 15° C. and 745 mm. bar, 

. Found. 

Calculated for r ^ ^ ^ ^ 

CssHsoNA- 1* II- III- I^"- 

G.'.. 70*21 70*15 70, T2 70*26 — 

5*31 , 5*31 5-40 — 


N. 7-44 „ : — '6-96' 

' X ,2 
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• r -i-D +1mt tlie compound is tlie tdacetyl-deriva- 
Tliese numbers indicate eonstitutional formula 

tive of diamido-hydroxynapl^ y P J 5 
being — 


CoH 30 *HN< 


_/ \sH-02H30. 


rtii 1 1 'A witli the amido-/3-iiaplitlioI is, accordingly 5 

Tlie other base mixed Z^^.' apbthylphenyl, the 

the monacetyl-denvative o ^ the ^-amidogen-sroup through 

acetyl being most probably p - explained. The absence of 

intramolecular ^ 

two amidogen-gioiips insoluble sul- 

abeady stated, from the fac^ characteristic of all the bases 

j,,i.i,.3 to ttrjU.»t mre.tig.tion ot tlio 

,.3 -tnt. tim iollowing 

T%™irw"IX"^trti. ..a vareoM 

r;:S.a . 

raSlSon i. jfd .leolooBc ..lutren «itP " r™ 

monacetyldiamido-hydroxynaphthylphenyl as cbcf pi oduct 

«.amido.>naphthol being at the same time formed iii smalhi 
'^Ttimierate reduction with stannous chloride iu warm 

solution gives a mixture of the tivo base.s from ® ^ 

derivative of the hydroxynaphthylpheiiyl ba.se can be isolated y 

acetvlation and crystallisation of tbe product. 

In all three cases, aniline is also one of the products of reduction. 

SeiwUon of Benzetieazo-fi-Naphthyl Benzoate. 

When this compound is reduced by boiling its alcoholic solution 
with tin and hydrochloric acid, the products je aniline and 
>-naphthol, the henzojl-group being split off as f ® 

Letate when it is submitted to violent reauction A cold a cohohc 
solution of the benzoate, when mixed with a solution of stannou^ 

. ckioride, also,, gives ^ a»„’cPBsidamble quantity o ami o^rapi c 

togeihei- with a heMpyaerivative of a naphlhylphcnyl base. The 
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Reparation of tlie two products in tliis case offers no difficnlty, as tlie 
basic properties of tliB latter are neutralised by the benzoyl -group am.! 
the substance is insoluble in dilnte acids. After the recliictioti is 
complete, the alcohol is distilled off, the residue diluted with water 
and filtered. The filtrate contains the amido-/:?-iiaplithol hyclrocIi]r>- 
ride, which can be identified in the usual maimer. The daj’k, tarry, 
insoluble residue left after this treatment is extracted two or tliree 
times 'with hot dilute hydrochloric acid, then washed with water, ami 
finally extracted with cold alcohol, which dissolves out a tarry impurity 
and leaves the crude iiaphthylphenyl-derivative in the form of a 
whitish, crystalline powuler. The latter, after being twice crystallise«l 
from boiling alcohol, in which it is rather sparingly soluble, forms 
Tvhite, silky needles melting at 172—173*^ : — 

0*1004 gram gave 0*2860 gram CO 2 and 0*0416 gram II 2 O- 
0*0813 gram burnt in a vacnnm with CuO gave 5*5 c.c. moist Is at 
14*^ C and 750*9 mm. bar. 



Calculated for 



C. 3 H 18 N.O 2 . 

Found. 

c 

. 77*96 

77‘69 

H 

5-08 

4-t>0 

K 

. 7-yi 

7'86 

The formula deducible from 

. these analyses indicates that the com- 


pound is a monobenzoyl-derivative of diamidoliydroxjnaphthlyphenyl. 
The yield is not very great, as the chief products of reduction are, 
even under the described conditions of working, chiefly amido-/:?- 
naphtho! and aniline. The fact that the substance is not basic tells 
agaipst the view that tw'o amido-groups are present, and points to the 
transference of the benzoyl from the oxygen to the nitrogen in tlie 
naphthalene nucleus by the same process as that which'' takes place 
with the corresponding acetate. We are, therefore, led tO' the view 
that the constitutional formula of the compound is — 

_ 

<-_> 

The proposed formula certainly indicates a phenolic substance, 
whereas our compound is insoluble in aqueous alkali. The disgiiisiog 
ot the phenolic ' character of the molecule by the proximity of the 
CiHgO-MH^group seems, however, more probable than that two free 
'amido-groitps should; be present when the distinctly non- basic 'charn'Cter 
of, the substance ',is' borne in, 'mind. , For this reason we attach 'the 
'^eater /weight ' to .'the '.above formula.'' , ' 
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The general conclusion to which these experiments point is that the 
acid radicle, acetyl or benzoyl, introduced into benzeneazo-/3-iiaplitliol 
Or its deriyatives displaces an atom of hydrogen which is attached to 
oxygen and not to nitrogen. This is shown by the facility with which 
the radicle is split off during reduction and by the absence of acetanilide 
0 !' benzanilide among tbe products of reduction. The transference of 
the radicle from the oxygen to the nitrogen in the naphthylphenyl base 
is effected by intramolecular change in the ortho-position, through the 
intermediate formation of an anhydro-hase. An investigation of the 
products of reduction of the alkyl-derivatives of azo-y3-naphthol 
compounds has been carried on concurrently with the foregoing 
experiments, and the results will be made known in a subsequent 
communication. In tbe early part of tbe present research, we received 
iiiucb assistance from Air. E. H. E, Salmon, and more recently we have 
had the benefit of the co-operation of Air. J. H. Coste. It gives us 
in nch pleasure to acknowledge the services rendered by these gentlemen. 

Fimhtiry Technical College. 


XYIII , — Aciion of Bromine and Chlorine on the Salts of TeirethijV 

phosphoniim. 

By Obmb AIassoh, AI.A., D.Sc. (Edin.), and J. B. Kirkland, 
University of Alelbourne. 

The action of the halogens on trimethylsulphine salts formed the 
subject of a paper communicated to the Society by Dobbin and one 
of us (Trans., 1885, 56), and in a subsequent communication tbe 
action of the halogens on tetraraethylammonium salts was described 
by the same authors (Trans., 1886, 846). In these papers, it was 
shown that the haloid salts of these bases can combine directly with 
iodine, bromine, ohloiine, or iodine monochloride, to form compounds 
of the general formula KXs (where R is the basic radicle and X is 
I, Br, or Cl) ; that those members of the series which contain not less 
that one atom of iodine in tbe molecule are fairly stable crystalline 
solids of a characteristic black, red, or yellow coloui*; that the other 
members, containing only bromine or chlorine, or both, are red or 
yellow liquids, stable only in an atmosphere of the halogen from 
which they have been formed; that some of these unstable oooi’^ 
pounds have a sufficiently definite composition (corresponding to the 
general formula EX 3 )As proved by synthetic experiment^ ;/But: that^ 
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otters iiave a tendency to absorb a large excess of balogeii witliont 
Terj great alteration of properties, particularly where bromine is the 
iialogen added. It was also shown that this formation of perhaloid 
compounds is an action of wider application than, at first, would seem 
probable ; for not only may the nature of the organic basic radicles 
be varied very considerably, but qualitative experiments with the 
sulphates of trimethylsulphine and tetramethylanimonium showed that 
these, as well as the haloid salts, can combine directly with bromine 
and chlorine. The striking resemblance between the behaviour, in 
this respect, of the sulphates and the chlorides led the authors to 
reject that view of the constitution of the perhaloid compounds 

X 

which is represented by the formula and the option was 

left of regarding them ail as molecular compounds of the formula 
B''X,X 2 , or of regarding the central atom of the basic radicle (S or X) 
as capable of directly attaching to itself the additional halogen atoms 
(R'''X 3 ). Quantitative data, however, were required to fully prove 
the similarity of the action of the sulphates and chlorides or bro- 
mides. It was thought that more stable compounds might be 
obtained from the salts of a phosphorus base, and a preliminary experi- 
ment with tetrethylphosphonium iodide showed that at any rate this 
salt is capable of yielding perhaloid compounds resembling those 
already studied. The investigation was then interrupted, and has 
only lately been resumed by the present authors. Tetretbjlphos- 
phonium salts have been used on account of the greater ease with 
which they may be prepared as compared with the methyl compounds. 
The iodide was prepared by Hofmann’s method from phosphonium 
iodide and absolute alcohol, aud was proved by analysis to be of suffi- 
cient parity. 



P. 

C. 

' H. 

i 

L 

Found (per cent.) . 

— 

34-79 

7-39 

45*68 

Calculated (per cent.).. 

11 *31 

35-03 ! 

7-29 

46*35 


In any future experimeuts, however, we, should prefer the method 
of preparation described by us in, the next paper (p. 138), on account 
of its greater simplicity and economy. 


Actim 0/ Bromim on TeirethylphospJiom mi Iodide. 

When bromine is added to this ,salt, combination occurs,; accom-' 
pauiod' by the development ,of much , heat,, ^ the whole phenomena 
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being similar to those observed in the cases of the iodides of triniethyl- 
siilphme and tetramethjiammoninm. When the resulting heavy rf‘d 
liqnicl is freed from excess of bromine by evaporation and by washing 
with anhydrous ether, a bright red solid remains, wliich dissolves in 
warm alcoliol, and on evaporation may be obtained in oramge-red 
crystals. The appearance and properties of these leave no room for 
doubting that they are tetretliylpliosplwnium dibromiodide^ 

P(C.H5)JBr.; 

this was confirmed by analysis. 

*1. 0*1809 gram gave 0*14-50 gram CO 2 and 0*0880 gram H^O ; 
or 0 039o5 gram C and 0*00798 gram H. 

IL 0*1970 gram gave, after redaction with sulphurous acid, 
0 2800 gram of the mixed silver salts AgBr and Agl 
Assuming this mixture to be in the proportion 2AgBr : Agl, 
it contains 0*07332 gram Br and 0*05820 gram I. 

Found, 

Calculated for ^ 

P(C2a5)4lBr2. 1. II. 


P 7*14 ^ ' -- 

C 22*12 21*86 

H 4*61 5*40 ~~ 

1 29*26 29*54 

Br 36*87 — ' 37*22 


100*00 

This dibromiodide, like those previously described, yields a black 
explosive substance when treated with aqueous ammonia ; and forms 
an additive compound of the formnla P(C 2 H 5 ) 4 lBr 3 4- 2NHs, when 
subjected to the action of a current of dry ammonia. This com- 
pound is black in colour. When left exposed to the air it loses 
ammonia, and leaves the dibromiodide as a red powder. 

0*1470 gram of the dibromiodide yielded 0*1582 gram of the black 
ammonia compound. 

* This dibromiodide, the corresponding dichloriodide, ancl the tribromicle, were 
found to present unusual difficulties wheii submitted to combustion-— difficulties not 
mot with in the ease of tetrethjlphospbonium iodide on the one hand, or of the 
perhalo'id compounds of trimethylsulobine and tetramethylammonium on the other. 
An open tube was employed with oxide of copper and chromate of lead, with silver 
at the exit end. The combustions had to be conducted with extreme slowness to 
avoid loss of phosphine -smeUing volatile matter (which spoilt the first experiments), 
and in every case' a refractory black residue remained' which yielded only to prolonged 
, beating 'in the oxygen: current, 'This may account for the high percentages of 
^hydrogen found, though all^fchensuai' precautions' were; employed^ for .drying'ithe gas. . 
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Fereenf'age 
increase of weight. 

Galciilated for + 2XH,. . . . 7*26 

Found 7*47 

A synthetic experiment was made in order to ascertain whether, 
l}j brommatioii of the iodide, any compound could he obtained con- 
taining more bromine than the dibromiodide. 0*3^87 gram of the diw 
iodide was exposed for three-quarters of an hour at the ordinary tem- 
perature to a current of dry air laden with bromine Tapoiir. The 
iodide was contained in a porcelain boat placed in a glass tube, and 
the boat and tube, together with the glass stopper, were tared at the 
commencement. After clearing out the tube with a rapid current of 
dry air, it was found that there was an increase of weight equivalent 
to a gain of 3*4 atoms of Br by each molecule of P(C>H 5 ) 4 l. Tim 
product was a dark-red liquid. The tube was now placed in an air- 
bath, and kept at 110“ for two hours, whilst the bromine current was 
kept up, and the increase of weight was again ascertained, and found 
to be equivalent to a gain of 5*2 atoms of bromine by each molecule 
of P(G 2 H 5 ) 4 l, though thc-re was not much change in the appearance 
of the liquid product. This was then subjected to a current of pure 
dry air at the ordinary temperature, and Tveighed from time to time. 
It was soon converted into a bright-red solid substance, and this con- 
tinued to lose bromine slowly, but after three hours still retained 
what was equivalent to 3*6 atoms for each molecule of the iodide. 


Bromine 

passed. 

Dry air 
passed. 

W eight 
found. 

Increase 
per cent. 

Atoms of 
Br per mol. 

Nature 
of product. 

1 Ilf, cold , 

— 

0*6172 

99*9 

3*4 

Liquid. 


— 

0*7827 

153*0 j 

5-2 

1 

Liquid. 


3 hours 

0*0320 

lo-t 7 

' 3 '6 

Solid. 


Weight of iodide used, 0*3087 gmu. 


There is, then, a marked tendency for PCCaHs)^! to. take up more 
than Brgj but if a definite higher compound exists, it is of an unstable 
nature. It will be seen that the behaviour, of the iodide towards 
chlorine favours, by analogy, the supposition that an unstable teifa-- 
^(CaHsjABri, may exist. 

' Action of ^^Ghlorim on' TetreihylphospJionmm Iodide, 

The absorption of chlorine :bj,.the dry^ salt' is attended by develop- 
ment of, heat, and the formation of a substance which, at first bro^n,' 
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■becomes yellow as tlie action proceeds ; it is facilitated by keeping 
the salt at a temperature of about /O'", in wbicli case a red liquid is 
obtained tbat solidifies to a darkish yellow, crystalline mass on cooling 
ill an atmosphere of chlorine. Its composition was ascertained by 
the following synthetic experiment, which was conducted in a manner 
similar to that already described : — 


Weight of iodide taken 

O 

Chlorine passed at 70° 

Weight of product (solid) 

Percentage increase of weight 

Percentage increase calculated for forma- 
tion of P(C 2 H 5 ) 4 lCl 4 


1*011 gram, 
i hour. 

1’520 gram. 
50*3 per cent. 

51*8 per cent. 


This tetraGliloriocUde very slowly loses chlorine in dry air, but 
decomposes with loss of chlorine when treated with water or alcohol. 

Its alcoholic solution, on evaporation, yields yellow crystals of the 
diGhloriocUde^ P(G 3 H 5 ) 4 lCl 2 , a substance closely resembling the dichlor- 
iodides previously described, both in appearance and in its reactions 
wdch ammonia, &c. On analysis it gave the following results : — 


I. 0*1233 gram gave 0*1255 gram CO 2 and 0*075 gram H 3 O, 
equivalent to 0*03423 gram 0 and 0*00833 gram H. 

II. 0*1586 gram, after reduction with sulphuric acid, gave 0*2368 
gram of mixed silver salts. On the assumption that this con- 
tains iodide and chloride in the proportions of Agl : 2Ag01, 
it is equivalent to 0*0576 gram I and 0*0322 gram 01. 


Found. 


Calculated for , ^ ^ 

P(C.,H,)4lCl2. I. IL 


P 8*98 -- 

0 27*83 27*75, — 

H 5*80 6*74 

L 36*81 36*32 

01..... 20*58 — 20*30 


100*00 


Action of Bromine on Tetrethylphosplionium Bromide. 

The bromide employed was made from the iodide by shaking its 
solution with recently precipitated silver bromide. An estimation of 
the bromine showed it to be of snfiSicient purity. 

Bt per cent. , 

' Pound ' 34*79 

. , Calculated ior , , 35*24 ' 
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A synthetic experiment with this salt showed that when subjected to 
the action of bromine- vapour at 110 ° it absorbs it to form a dark-red 
liqiiidj which at the ordinary temperature is converted into a scarletj 
crystalline solid having the composition indicated hy the formula 
P(G 2 H’ 5 ) 4 Br 75 that is, the bromide is converted into the heptahromide 
by addition of six atoms of bromine. The details of the experiment 
are given in the following table : — 


Weight of bromide taken 0*1472 gram. 

Bromine current at 110° 1 hour. 

Weight of product (solid) 0*4554 gram. 

Increase of weight 209*4 per cent. 


Increase calculated for P(C 2 H 5 ) 4 Br,Br 6 . 211*4 per cent. 

This heptabromide, like tbe higher compounds derived from the 
iodide, is not stable in air and also loses part of its bromine *wheii 
treated with absolute aicohoL The alcoholic solution yields red 
crystals of the trihmmide, P(C 2 H 5 ) 4 Br 3 . This compound closely 
resembles the dibromiodide, but does not form an addition product 
with ammonia and is dissolved by ammonia solution. JXo solid 
tribromides were obtained from trimethylsulphine or tetramethylam- 
monium, but only unstable red liquids. The difference in behaviour 
in the present instance may be wholly attributable to the presence 
of ethyl in place of methyl radicles, rather than to the presence of 
phosphorus in place of sulphur or nitrogen; for Marquardfc (J. pr, 
Ghem, I, 429) obtained a solid tribromide of tetrethjiammonium. 
The following were the results obtained by analysis — 

I. 0*2046 gram gave 0*1860 gram CO 3 and 0*1022 gram H 2 O, 
equivalent to 0*05073 gram C and 0*01135 gram H, 

II. 0*2645 gram gave 0*2380 gram CO 2 and 0*1362 gi^am HgO, 
equivalent to 0*06491 gram C and 0*01513 gram H. 

III. 0*18u8 gram, after reduction with sulphuric acid, gave 0*2640 
gram AgBr, equivalent to 0*11234 gram Br. 

Calculated for 

P(C2H5)4Br3. 

Pa......... , 8*01 

C' 24*80 

' H.......... 5*18' ' 

Br, 62*01 

100*00 


Found. 

f ^ ^ 

1. , II. III. 

24*79 24*54 — 

5*54 5*72 — 

_ _ 02*14 
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Action of Chlorine oyi TetretJiijlphosphonium Chloride. 

The chioi'ide employed was prepared by shaking a solution of the 
iodide with recently precipitated silver chloride, and was thoroughly 
dried by heating in a current of dry air at 110°. The salt absorbs 
chlorine and turns yellow at the ordinary temperature, but the action 
goes better at 105 — 110°. Under these conditions, a yellow liquid is 
obtained which, on cooling, solidifies to a yellow, crystalline mass. A 
quantitative experiment showed this to consist of the trichloride, 


P(C.H5),Ch. 

Weight of chloride taken 0T172 gram. 

Chlorine passed in the cold 2^ hours. 

Chlorine passed at 105 — 110° — 1| „ 

Weight of product (solid). 0T608 gram. 

Increase of weight 37’2 per cent. 


Calculated increase for P(C 2 H 5 ) 4 Ci*Ol 2 38‘9 per cent. 

The trichloride is a yellow, crystalline substance which deliquesces in 
the air and is decomposed by water and alcohol with reformation of 
the chloride. Like other perhalo'id compounds it is insoluble in 
anhydrous ether. There appears to be no tendency to form a higher 
addition product than the trichloride. 

Action of Bromine on Tetretliylpliosphomum Stilphate. 

The sulphate was prepared from the iodide by means of silver 
sulphate, ' In order to thoroughly dry the salt obtained by evapora- 
tion of the solution, it was found necessary to heat it for some Inmrs 
at a temperature ranging from lOO"” to 170° in a Sprengel vacuum. 
It was then submitted to the action of bromine vapour in the same 
manner as the bromide, tlie increase of weight being observed first 
after bromination at 110°, and subsequently after further brorainatioii 
at the ordinary temperature. It was found that the sulphate has the 
power of taking up a large quantity of bromine, but that the amount 
absorbed and the character of the product vary considerably accord- 
ing to the temperature. The product formed at 110° is, when cold, 
a red solid ; and the increase of weight in this ^ ease ooiTesponds to 
the formation of [P(C 2 H 6 ) 4 ]aS 04 ,Hri 3 ; and this, At may be remarked, 
is analogous to the highest ' brominated derivative of the bromide, 
P(G 2 H 5 ) 4 Br,Br 6 , which it closely resembles in its general properties— 
appearance, instability it 'air, decomposition by alcohol,' fc /;'The 
product formed' at the ordinary' temperature' 'differs fE*om this, belng\a' 
dark, red liquid' and coh^iuht^ 'a, still larget 'amount"' of bromine, In 
the ' two: 'experiments 33|a4^' details of which are given below, the 
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increase of weigM at tlie ordinary temperature corresponded closelr 
witli that required for the formation of [P(C 2 H 5 ) 4 ]. 2 S 04 ,Bi%. ; but it is 
doubtful wbetlier this really marks the formation of a distinct com- 
pound or the extreme limit of bromine absor23tioii. When tins higlilv 
brominated liquid is left in a desiccator over solid potash, or when it 
is treated wdth a current of dry air, it quickly loses bromine and 
assumes the solid state ; but the decomposition does not stop here, 
and W'C have not succeeded in obtaining any brominated sulphate of 
stability equal to that of the tribromide or the dibromiodide. 


Experiment. I. II. 

Weight of sulphate used, in grams . . 0*2678 0*2192 

Bromine passed at 110'* 1 hour 1 hour 

Weight of product (solid) 0*9206 0*7o52 

Percentage gain of weight 243*8 244*5 

Bromine subsequently passed in cold. . 2 hours 1 hour 

Weight of product (liquid) 1*4848 1*2207 

Percentage gain of weight 454*4 456*9 


Percentage, gain calculated for [P(02H5)4]2S04.Br23 451*3 
Percentage gain calculated for [P(C 2 H 5 ) 4 ] 2 S 04 ,Bri 2 246*2 


The solid brominated sulphate dissolves in alcohol and red crystals 
are formed in quantity when the solution is partly evaporated ; hut a 
study of these and estimations of the bromine proved them to consist 
of tetrethylphosphonium tribromide. It was proved that the crystals 
contained no sulphuric acid, but the mother-liquor was found to he 
sti'ongly acid. The alcohol, therefore, produces dectJinpositioii, and it 
is interesting to note that the phosphorus radicle retains the hrornine 
in preference to the sulphuric acid group. 

I, 0*1196 gram, after reduction with sulphurous acid, gave 0*176 
gram AgBr, equivalent to 0*07489 gram Br. 

11. 0*0492 gram gave 0*072 gram AgBr, equivalent to 0*03064 
gram Br. 

Calculated for 
for P(C2Hs)4Br3. 

Br per cent.. . " 62*01' 


Found, 

L II. 

62*62 62*27 


Action of Ghlorine on Tetrethi/l^ho^^^Jiomnm Sulphate. 

The thoroughly dried sulphate combines with chlorine, hut less 
readily and (as in other oases) to a less ^ extent than with bromine. 
The salt turns yellow, and, if the temperature be raised to 130^ /while 
the chlorine ' is passing, fuses to a yelioW; liquid, which solidiies ' on 
cooling/in the chlorine atmosphere, ^ La the two experiments made, it 
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was found tHat the increase of weisrht corresponded to the formation 
of the compound [P(C2H5)4]2S04,Ci4 ; and this, it may he noted, is 
analogous to the formation of the chlorinated chloi'ide P(02H5).tCl5 0]2, 
already described. The sulphate, therefore, appears to resemble the 
bromide in its action towards bromine and the chloride in its action 
towards chlorine, both as to the composition and as to the appearance 
and properties of the products formed. This is in accordance with 
the previously recorded qualitative observations on the sulphates of 
trimethjlsulphine and tetramethylammonium. 


Experiment. I. II. 

"Weight of sulphate used, in grams. , . . 0*2172 0*2018 

Chlorine passed at 130° hours 3 ^ houi's 

Weight of product 0*2964 0*2790 

Percentage gain of weight 36*4 38*2 


Percentage gain calculated for [P(02H6)4]2SOi50l4 36*4 

This chlorinated sulphate dissolves in water with effervescence, due 
to escape of chlorine, deliquesces when exposed to the atmosphere, and 
slowly evolves chlorine when subjected to a current of dry air. 

The following table contains a list of the polyhaloid-deiivatives 
described in this paper, together with a summary of the methods of 
forming them and of their properties. In some cases the formulee 
given are doubtfully indicative of definite compounds. 


m. 

Compound formed. 

Method of forma- 
tion. 

Temp, of 
forma- 
tion. 

Characters of the 
compound. 

1 .. 

P(C,Hs)4lBr,(?) 

Bromine on iodide . 

cold 

Bright red eryst. 
solid, unstable in 

2.. 

P(C,H5)4lBra 

Alcohol on 1 


air. 

Orange orj^etals : 
stable. 

3 .. 

P(C2H5)4lCl4 

Chlorine on iodide . 

70° 

Dark yellow cryst, 
mass; unstable. 

4 .. 

P(C2Hs)4lCl2 I 

Alcohol on 3.. 

' — 

Yellow cr'yatals, 

stable. 

5 .. 

P(CsH5)4Br; 

Bromine on bromide 

110° 

Scarlet, cryst. mass; 
unstable. 

e.h 

PfCA^Brs 

Alcohol on 5 or 9. . 


Red crystals ; stable, 

7..: 

P(C3H5)4Cl3 

Ciiiorine on chloride 

110° 

Yellow cryst. mass: 

8.. 

[P(C2H5)4].,S04Br»(?). 

Bromine on sul- 
phate 

cold 

unstable. 

'Red liquid: un- 
stable. 

9 .. 

rB(C.H3)4lSO,Br.3 ... 

Bromine on sul- 
phate 

Chlorine on sul- 
phate 

110° 

Red solid; unstable. 

XO,. 

CB(C3H5)4]2SO,Cl4 .... 

180 

Yellow solid ; un*. 
stabley 
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XIX. — Prepm^at-ion of the Salts of Trietliylsiilpliine^ TetretliijlplGS- 
fliordmn^ and Analogous Bases . 

By Oeme ]\Iasso^^ M.A., D.Sc. (Edin.), and J. B. Kirkland. 

Unirersity of Melbourne. 

The preparation of sucli a salt as trietliylsiilpliiiie iodide in any 
quantity by tlie ordinary metbodj tliongb easy in theory, is practically 
a most disagreeable operation, since it necessarily involves tbe making 
and inauipiilatiiig a large amount of ethyl sulphide, or some equally 
objectionable substance. The preparation of analogous seleiiine salts 
by the ordinary method is open to a similar objection, which is, more- 
over, of greater weight on account of tbe still more noxious character 
of volatile selenium compounds ; and there is, also, an additional 
disadvantage, in that a loss of the somewhat costly selenium in the 
preliminary operations is unavoidable. It is obvious that any method 
by which sulphur (or selenium) may be converted directly into sul- 
phine (or selenine) salts, affording a good yield and avoiding tlie 
manipulation of noxions volatile substances, should be of value to 
chemists engaged in the study of such compounds. 

Klinger, 12 years ago, mentioned the fact (Ber., 10, 1880) that 
trimethylsnlphine iodide conld be obtained by beating sulphur in 
sealed tubes with methyl iodide and extracting tbe product with 
water. He did not, however, enter into details of the process, which 
has, so far as we are aware, not been made use of since then ; nor was 
the method adopted by him sufficiently practical to replace that of 
von Oeffele. We have found that the following method gives good 
results. It may be divided into three stages : — 

( 1 .) Powdered roll sulphur is heated with etbyl iodide in sealed 
tubes at 180° for about 24 hours, the two substances being taken in 
the proportion of S : 3 O 2 H 5 I, with a slight excess of the latter. Soft 
glass tubing may be employed, as there is only a little pressure when 
the tnbeS' are opened (due to the formation of a combustible gas by a 
secondary reaction) : ' we have adopted no special precautions to 
avoid the bursting of the tubes, and have not lost any. The sulphur 
entirely disappears, and the tubes, when cold, are seen to contain a 
large amount of a black tarry liquid, at once recognisable as a polj- 
iodide by any one acquainted with such compounds. The reaction, in 
fact, may be correctly represented by the equation — 

S 4- aCaHgl == SCGsHs) Jb. 

( 2 .) KlingePs method of extracting this substance with water could 
certainly not, be worked' satisiMtorEy, for such polyiodides ,are only 
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decomposed ■wit.h clifficuUj by water, even on prolonged boiling. It 
is best to proceed as follows : — The contents of the tubes are washed 
into a tall glass cylinder, covered wdth water to a depth of some 
inches, and a cniTent of lijdrogen snlpbide is then passed in through 
a rube whicli dips under the liquid polyioclide : hy this means the 
latter is decomposed in the course of an hour or two. The action 
resembles that which occurs when bvdrogen sulphide is led under the 
surface of bromine covered witb water, except that no sulphuric acid 
is formed, as always happens in the latter case. When the polyiodide 
has disappeared, the vessel contains a clear acid solution of triethyl- 
sulpiiine iodide and hydrogen iodide, and a flocculent deposit of 
sulphur. The reaction is represented by the equation — 

8(0,115)3X3 + H,S = S(C,H 5 ) 3 l + 2 HI + 8 . 

( 3 .) The solution decanted from the sulphur precipitate cannot be 
advantageously evaporated for the recovery of the sulphine salt, as 
this is attacked by the hydrogen iodide present. It is, therefore, 
mixed with excess of moist silver hydroxide, by which means a pure 
solution of triethylsulphiue hydroxide is obtained ; and this may then 
be converted into any desired salt by exactly neutralising it with the 
appropriate acid. 

In our first experiment we thought to simplify matters and save 
silver by adding the silver hydroxide gradually to the acid solution 
until its reaction was neutral, so as to obtain the sulphine iodide at 
once by filtering and evaporating. It was found, however, that only 
a small quantity of the salt could be recovered in this way. As the 
silver iodide precipitate had been washed wdth boiling water until 
the washings were practically free from soluble iodide, the missing 
salt had to be looked for in the insoluble residue on the filttjr. 
Exjieriment showed that this, w’hen treated with more moist silver 
hydroxide, yielded a quantity of the soluble alkaline sulphine 
hydroxide; so that it is evident that silver iodide and the sulphine 
iodide niiite to form an insoluble double salt. This was further 
proved by mixing fresh moist silver iodide with a little solution of 
the sulphine iodide ; the solution after a short time was found to give 
the iodine reaction only faintly. The silver iodide simultaneously 
changed in colour^ from yelloW' to white. The fact that the precipitate 
first formed when silver nitrate is added to a solution of an iodide is 
white, and become yellow only as' the reagent is added in excess, ^ is 
probably attributable to the same cause. 

If the sulphine hydroxide solution' is converted' into the' iodide, by 
'neutralisation with hydriodic acid, and' this solution ds' evaporated "'te' 
dry ness,, a yield is obtained which falls only a very little short of that 
calculated from the i^eight of sulphar employed, according to the 
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equations we liawe given. In one suck esrperiuient we obtained more 
tlmn five-sixtks of tke theoretical yield. The following are the 
details of the experiment. 

.3'2 grams of powdered roll snlplmr and 4S grams of etlijl iodide 
w^ere heated in a sealed tnbe for 22 hours at 180 — 185“. Some com- 
bustible gas escaped when the tnbe was opened. The tarry polyiodide 
was washed out with water, and treated with a current of liTcIrogen 
sulphide for four hours in the manner described above. The solution 
w’as decanted from the precipitated sulphur ; the latter ivas wnished, 
and the washings added to the solution, which was then made up to 
a definite volume. The sulphur, after drying, weighed 3*5 grams. 
One-fourth of the solution was then treated with excess of moist 
silver hydroxide (from a weighed quantity of silver nitrate) in the 
cold, until a drop of it give no iodine reaction ; the mixture was then 
filtered^ the silver iodide waslied thoroughly with hot wmter, the 
washings being added to the filtrate. The filtrate and washings were 
then made uip to a definite volume, and a small portion of it was 
titrated with standard hydrochloric acid. By this means it "was found 
that, supposing the whole solution to have been treated with silver 
hydroxide, the sulphine hydroxide produced would have required 
94 c.c. of normal hydrochloric acid for neutralisation, or would have 
w'eighed 12*8 grams. This result was checked by neutralising the 
remainder of the solution with hydriodic acid, evaporating to dryness, 
and weighing the sulphiiie iodide obtained. The weight was found 
to bo 5*50 grams, which was equivalent to 22*68 grams, if the whole 
of the original solution had been treated in like manner. Finally, 
the iodide was recrystallised from alcohol (the equivalent of a total 
yield of 20, grams of pure salt was obtained), and its identity was 
established by an iodine estimation, although its properties left no' 
doubt as to its true nature : — 

Calculated for S(C 2 H 5 ) 3 l ...... 51*62 per cent, of I. 

Found 51*60 „ 


The details of the experiment may be tabulated side by side with 
the figures calculated from the equations given above. 



Experi- 

ment. 

: Theory. 

S taten (and used up) .......... 

grams. 

3 *2 

grams. 

' S’S 

rJaHgT talcftn 

48*0 

46*8 

S pr6cipita>t6d by the aotiou 

3 ‘5 

' 3 ’3 

Honual HOI required' by the whole of the S{CijH5)s’0'H 
' after action 

94 c.c. 

100 C.0. 

calculated from above. 

12-8 

13*6 

S (CsHs)^! obtained (crude) 

22 *7 

24*6'. 



"WOKLr, ^ ,■ ' ^ 
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We liave also ascertained bj experiment that trietbylseleniue salts 
may be prepared by this method if selenium is used in place of 
sulphur. We have not made quantitative experiments, however, and 
so cannot state the yield obtainable. 

The preparation of tetrethylphosphonium salts and their homo- 
logaes is notoriously a troublesome matter, in spite of the classical 
researches of Hofmann, Cahoiirs, and others. That this is so was 
shown in 1880 by Letts (Trans. Boy. Soe, Edin., 30, 185), who discussed 
at length the various processes then known, and rejected them ail as 
uncertain, troublesome, and expensive. The welhknown method of 
Hofmann, which consists in heating phosphonium iodide with absolute 
alcohol in sealed tubes at ISO*", and acting on tbe resulting mixture of 
iodides wi*th potash, so as to precipitate the tetrethylphosphonium 
iodide, &c., is generally considered the best process ; but this was 
rejected by Letts, becauvse he found it impossible to avoid the loss, by 
explosion, of the great majority of his tubes. We have not found 
this to be the case wdien the precautions mentioned by Hofmann are 
carefully attended to ; bat still we agree with Letts that the process 
is, at best, a very troublesome one ; and it may be added that the 
preliminary preparation and preservation of large quantities of phos- 
phonium iodide, PHJ, constitute an undesirable factor. The method 
which we have adopted avoids all these disadvantages by making use 
of phosphorus itself and ethyl iodide as the raw materials, which are 
converted directly into a tetrethylphosphonium-derivative without 
risk of loss by explosions. 

The practical details of the method are similar to those already 
described for the preparation of sulphine salts. Either ordinary 
phosphorus' or red phosphorus may be used. Ethyl iodide is taken 
in excess of the proportion indicated by the formula 7CyH3l -h 2P ; 
we have found no harm result' from using as mnch as 6C2H5I : P ; the 
mixture is heated in sealed tubes at 180° for about 24 hours. When 
cold, the tubes are seen to contain a black tarry liquid or a semi-solid 
black crystalline mass of polyiodide, but no phosphorus. Combus- 
tible gas escapes on opening tbe tubes, bot there is never enough 
pressure ' developed to cause explosions. The greater part of the 
exce'SS of ethyl iodide may be recovered by distillation on a water- 
bath. The contents of the tubes are then reduced with hydrogen 
sulphide under water'; and the clear acid solution, decanted from the 
precipitated sulphur, is treated with moist silver hydroxide in excess, 
so as to give a solution of the tetrethylphosphonium hydroxide. An 
alternative method of procedure in this case, however, may be em- 
ployed with, advantage after the reduction with hydrogen sulphide, 
the excess of that" gas is' got rid of by a current of carbon dioxide' ' 
and the solution (containing . the tetrethylphosphonium. io'dide and 
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liydriodic acid) is saturated witli potasH and warmed. Tlie result, 
as in Hofmann’s method, is the separation of the phosphoiiitiin iodide, 
which floats as an oily layer on the potash ; and it may he readily 
purified by ciystallisation from alcohol. This method is indeed pre- 
ferable to the other, as it does not involve the use of silver. It may 
also be stated that this potash method has been successfully applied 
to the preparation of trietliylsnlphine iodide: but it is doubtful 
whether in this case the yield obtained is as good as by the silver 
hydroxide process. 

It is evident that the equation for the action of phosphorus on 
ethyl iodide cannot be so simple as that which we have shown to be 
true in the case of snlphiir, for there is no polyiodide possible of the 
formula P(C2H5) J4. It was thought that a mixture of tlie two poly- 
iodides, P(C2B[5)4l3 and P(02H5)4l5^ might be produced, in which case 
the whole of the phosphorus would be eventually recoverable in the 
form of tetrethylphosphonium iodide. But experiments have proved 
that only half of this quantity can be actually obtained, while the 
other half of the phosphorus assumes a form which is converted 
during the treatment with hydrogen sulphide and water into triethyl- 
phosphine oxide. As this is a neutral substance, extremely soluble 
in water, and volatile in the steam produced by the evaporation of 
the solution, its formation is at first liable to be overlooked. Any 
theory of the reaction then, to be tenable, mnst, among other condi- 
tions, be snch as to account for the conversion of one half of the 
phosphorus into a polyiodide of tetrethylphosphonium, and the other 
half into some substance of similar appearance, but convertible by 
water or hydrogen sulphide (or both acting together) into triethyl- 
pliosphine oxide. These conditions are fulfilled by the following 
theory; and it will be further shown that most of the observed 
details of a quantitative experiment distinctly favour it, whilst they 
are not capable of equally satisfactory explanation in any other way. 
(1.) The tarry product in the sealed tube consists of a mixture of the 
polyiodides of tetrethylphosphonium and triethylphosphme, produced 
according the equation — 

2P h 70AI = P(aH6)j3 + P(C2H5)3l4. 

( 2 .) When this mixture' is treated with water and hydrogen 
sulphide^ the following changes’ occur simultaneously : — 

P(OA)A + H3S = P(OA)J -f 2 HI h S, 

PCOaHs)* + H2S + H2O = F(GA %0 + 4 HI + S. 

A solution is thus , obtained containing hydrogen iodide, tetrethyl- 
phosphoniuTO iodide, and’ triethylphosphme oxide; whilst sulphur is 
precipitated. , ’ ; . ' ■ y 

■■ ■' ’ ^ 1 : 2 ''' 
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Tlie following are the details of the experiment which suggested 
this theory : — 

3‘1 grams of phosphoras (in this case ordinary phosphorus was 
used ; but it w’^as afterwai'ds found that red phosphorus would also 
answer) and 93‘6 grams of etliyl iodide (equal to one-tenth of the 
w'eight in grams indicated by the formula P -j- GC 2 H 5 I) were heated 
for 22 hours at 180 — 18*5° in a sealed tube. All the phosphorus dis- 
appeared, and 80 grams of ethyl iodide was recovered by distillation 
of the contents of the tube. The black tarry product was completely 
decomposed in two hours bj the hydrogen sulphide treatment, giving 
8*4 grams of sulphur. One small portion of the solution (which was 
made up to a known volume) was titrated with standard alkali, and 
the total quantity of hydrogen iodide in solution was calculated from 
the result, and was found to he 33*6 grams. Another small portion 
'wm used for an estimation of the total iodine; and this, calculated 
for the whole quantity, was found to be 41*0 grams. The rest of the 
solution was treated with excess of moist silver hydroxide ; aiid a 
portion of the filtrate and washings (made up to a known volume) 
was titrated with standard acid, and the total available hydroxide 
calculated from the result, and found to he 8*2 grams. The whole of 
the remainder of this alkaline solution was then neutralised with 
hydriodic acid, and evaporated on the water-bath ; and the salt thus 
obtained was dried and weighed. From this, the total available iodide 
was calculated (allowance being made for those portions of the 
solution used for titration), and was found to amount to 13*45 grams. 
Finally this salt, which possessed all the properties of tetrethyl- 
phosphonium iodide, was crystallised from alcohol ; and ' iodine 
estimations were made with crystals of two distinct crops for the 
purpose of complete identification : — 

, Found. 

Calculated for ^ 

I. II. 

Iodine, per cent. ...... 40*35' 45*98 45*90' 

The triethylpliosphine oxide was not saved or estimated in this 
experiment, as, indeed, its formatio'n was not suspected until the 
results were calculated ; but in a subsequent experiment the solution 
from the hy'drogeii sulphide action was distilled in such a manner as, 
to permit of' the oxide heing collected and identified. ' The details 
of the above experiment ai^e tabulated for the sake of comparison 
with the figures calculated • from the theory which we have enuuci- 
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Experi- 

ment. 

Tlieorv . 

P tiilcen, and nsfifl np in the reaetioti 

grams, 

ST 

graiBs. 

3T 

GTI^T taken 

93-6 



30 '0 



63-6 

54 ‘6 

S precipitated br the ILS action 

3-4 

3*2 

aNTorniid NaOH required for free HI 

2B2'5c.c. 

300 e.c. 

Total free HI deduced from above. 

33 *6 

38*4 

Tfiitsil indpi^i iis pT 1 rt.nd PfO.-.H. ^ ^ 

41 -0 

41*4 

iN'onnai HOI required bv the P(C->H-J 4 ' 0 H 

5'0 c.e. 

i 50 c.e. 

Total P{CHi.') 4 *OH formed, deduced from above 

8*2 

1 8 ’2 

Total P(C.d"I-Ll produced (crude) 

13 '45 

i 13 '7 

P not thus accouiited for as P(C.^H 5 '^ 3 , 01 . . . 

1“5S 

i 1“55 



Tills is not tlie first time that the action of phosphorus on ethvl 
iodide has been investigated, and a theory of the action advanced, 
altiiougli it is the first time, so far as we are aware, that it has been 
made use of for preparing the salts of tetrethjlphosphonium. Garins 
(Amiakn, 137, 117) adopted the reaction as a means of preparing 
trietliYlphospbine oxide, and his metliod was further worked out 
by 'Grafts and Silva (this Journal, 18/1, 24, d29). Their procedure 
diifered essentially from that described by us in the following 
particulars : The phosphorus and ethyl iodide were mixed in a very 
different proportion, viz., 2P : 5 C 2 H 5 I. The phosphorus "was mot all 
consumed, some remaining in the amorphous form even after heating 
for 24 hours at 175 — 180®.. 

The iodine- coloured product was ground up with the residual 
phosphorus, and the whole distilled vdth alcohol till colourless. 
Ethyl iodide was produced in this reaction. The residua from the 
solution was found to contain phosphorous acid. The whole was then 
distilled in a copper retort with solid potash ; when ethane, triethyl- 
phosphine, phosphine, and a large amount of triethyl phosphine oxide 
were obtained. Carius proposed the following equations to represent 
( 1 ) the action wdiich occurs in the' sealed' tubes, (2) that which 
occurs when the product is treated with alcohol : — 

(L) 2P + 4GaHJ = P(C2Ha)4l + Pis. 

. f P(GA)4l'^+ CsHeO = P(C,Hs)sO -f GMd + CsHs . 

iPIa +' 30 AO' == P( 0 H )3 + 30 AI. ' 

Crafts and Silva rightly rejected these equations, but they retained 
the hypothesis of the formation of phosphorus triiodide. They 
proposed tlie following : — , ■ . 
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r2P + iCm = P(C,H 5 )J + PI 3 , 

, . J PI 3 + 3 C.H 5 I = P(CA)3l2 + 41, 

] PI3 + 3P(C,H5)4l + 21 = 4P(C.H5)3T2, 
lP(C.H,)3la + G^HsI = P(Oa)J + 21. 

(2.) + 2C.HsO = P(0oH5)30 + 2C2H5I + H^O. 

/o X 1 PCOsHs)^!. + 2KOH = P(C.H5)30 + 2KI + H^O, 

^ Ip(C.H5)J + KOH = P(C2H5)30 + KI + C*. 

As tRese equations RaYe found tlieir way into many text-loooks, and 
as WQ are convinced by our own experiments that they are erroneous, 
we venture to reproduce tRem "here for the purpose of criticising j 
them. The first four equations have never been supported by any 
experimental facts. The formation of phosphorus triiodide in | 
particular is an assumption which the facts do not justify. The 
obvious polyiodide character of the product found in the reaction is 
entirely oveidooked. The decolorisafcion by the subsequent distillation 
with alcohol was certainly due to the presence of the uncombined red 
phosphorus, as was the production of ethyl iodide and phosphorous 
acid ; for polyioclides would act towards phosphorus and alcohol in 
the same manner as free iodine does ; but no account is taken of this 
in the equations given. Had Crafts and Silva used a larger propor- 
tion of ethyl iodide, they would have got no residue of phosphorus ; 
and the distillation with alcohol -would have been ineffective. We feel 
convinced, moreover, that they would not have proposed the first set 
of equations, had they been sufficiently acquainted with the appearance 
of organic polyiodides to recognise the real nature of the contents of 
the tubes. Our experiments with both sulphur and phosphorus show 
that there is no reason for representing their reactions with ethyl 
iodide by more complicated equations than those we have given, 
vi:s. : — 


S -f SCaHsI = and 

2P + 7C,HJ = P(CA)J3 + 
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Xo, XIII. On a Cithical Form of Bisnmthous Oxide. 

By M. M, Patttsox Muir, M. A., Fellow o£ Gains College, and Arthur 
Hutchiis’SON, B.A., Sclioiar of Christ's College, Cambridge. 

1. Week 24 to 3 parts of potassium cyanide in concentrated aqueous 
solution are added to 1 part of bismutli nitrate dissolved in tlie 
smallest possible quantity of cold dilute nitric acid, a white precipi- 
tate of hydrated bisoiuthous oxide is obtained. About nine- tenths 
of the bismuth present as nitrate at the beginning of the reaction is 
precipitated as hydrated oxide ; the addition of a very large excess of 
potassium cyanide fails to precipitate all the bismuth. If this pre- 
cipitate is thoroughly washed, and then boiled with concentrated 
putassium cyanide solution, it I'emains unchanged. 

2; When 2^ to 3 parts of, potassium cyanide are added to a hot 
solution of 1 part of bismuth nitrate in the niinimum quantity of nitric 
acid, a brownish-red precipitate is obtained ; and in this case also 
about nine-tenths of the total bismuth is precipitated. The composi- 
tion of this precipitate is represented by Baedeker to be Bi 20552 Ii 20 
(Amialeri, 123, 61) ; one of the present authors has described the pre- 
"cipitate as an oxycyanide of bismuth (Fwc. Boy. Soc. Edhi.^ 11, 55?) ; 
and 0. Hoffmann asserts that the substance is bismuth sulphide 
(Annalenj 223, 110), When this puce-coloured precipitate is re- 
peatedly treated with concentrated boiling potash solution, a deep- 
red liquid is produced, and a heavy, greyish-black solid remains. 

3. Xumerous specimens of this greyish-black solid have been 
prepared by us. In each case, from 2 — 2|- parts of potassium cyanide 
were used for 1 part of bismuth nitrate ; the liquids containing the 
precipitates were boiled for 10 — 15 minutes,' and the precipitates 
allowed to settle *, the^ supernatant liquids were poured off, and the 
precipitates were 'then heated with boiling potash (1 part of potash to 
6 or 7 of water) ; as soon as the potash became coloured brownish- 
red it was poured off, and treatment with fresh quantities of boiling 
potash was continued till the liquid ceased to be coloured; the 
residues were then washed with boiling water until perfectly free 
from potash, that is, until the colour of slips of red litmus-paper was 
unaffected after the paper had remained in the liquid for about 
12 hours; they ivere then dried at 150 — 170^. 

. ; 4. The substance thus prepared 'is a dark-grey, crystalline. powder, 



IM 


MITIR AND HUTCHINSON ON A 


wMcli is seen under the microscope to consist of small tetraliedra 
"belonging to tlie cubic system; it is soluble with difficulty in acids ; 
on beating in aii^ it turns yellow. Qualitative examination of the 
different specimens shewed— (1.) Absence of chlorine compounds. 
(2.) Absence of sulphur compounds. (8.) Presence of small traces 
of potassium, but absence of all other metals except bismuth. 
(4.) Presence of very small quantities of nitrogen and carbon. 
(5.) Presence of a little silica. And (6.) Presence of a little -water. 

^Numerous qnantitative analyses of the substance have been made. 

Bismuth was estimated (1.) By heating the specimen in air, then 
dissolving in nitric acid, precipitating as carbonate, and weighing as 
BiOs. (2.) By fusing with potassium cyanide and weighing as Bi. 
(3.) By heating in air, dissolving in hydrochloric acid, precipitating 
as oxychloride, and weighing as BiOCl. 

Oxygen w'as estimated by heating in pure hydrogen and weighing 
(1) the water formed, and (2) the residue left. 

Silica was separated in the ordinary way during the course of the 
determination of bismuth by methods (1) and (8) above. 

Cm'hon was estimated (1.) By heating in pure air, and leading th^ 
carbon dioxide (a) into a potash tube, weighed before and after the 
experiment; (b) into baryta- watei% and determining the BaCO^ 
formed. (Dupre and Hake, Jour, Ghem, 8oc, Trails. ^ 1879, 159.) 
(2.) By heating in connection with a Sprengel pump, and measuring 
the carbon dioxide evolved. The percentage of carbon found ranged 
from 0*03 to 0*23. J 

Mtrogen was not estimated, as the qualitative examination shower 
it to be present in very minute quantities. 

Betermimtlou of Water . — On heating in air, the substance ' turned 
yellow, and was converted into BhOa, this change being accompfxnied 
by slight loss of w^eight, -which varied from 0T3 to 0*75 per cent., the 
mean being about 0*3 per cent. 

When heated in a stream of dry nitrogen, quite free from oxygen 
and oxides of nitrogen, the substance does not turn yellow, but a loss 
of 0"5 per-cent, (mean of several closely agreeing experiments) takes 
place; as this loss of weight was almost equal to the gain in the 
weight of a calcium chloride tube attached, the loss was shown to 
be due to^ the removal of a little water; at the same time, minute 
fragments of metallic bismuth were produced, due to the reducing 
action of traces, of carbon present in the original substance. 

We do not give details of our estimations as the experiments' were 
so numerous ; we rather present a condensed statement of, the 'results. 

I. The most trustworthy , results for bismuth were obtained from 
a specimen' prepared with great care, and which w^as, specially well 
crystallised; several complete analyses of this' were M^d.e, ;the sub^, 
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stance l^eing first heated in dry air, silica and potassium being 
determined in the residue. 

BisOs found varied from 97*45 to 98*10 ; mean =: 9'7‘81 per cent., 
wliioh is equal to 87*67 per cent. Bi. 

^ II. SiOa varied from 1*1 — 1*2 Afean value = 1*13 per cent. 

III. The amount of potassium found was equal to 0*45 per cent. 
K2O. 

lY, Mean- jyercentage of oxygen f mnd hy redncing hi hydrogen^ and 
deducting ivelgltt of residtie from that of originaL 

Two different specimens were used ; the results varied from 10*58 to 
11*34. Aleaii = 10*84 per cent. 

Y. Me-an percentage of oxygen found hy reducing m hydrogen, and 
weighing water formed. 

Two different specimens were used ; the results varied from 9*92 
to 12*8. Alean = 10*87 per cent. 

Some small part of the loss of weight observed wdien the sabs tan ee 
was heated in hydrogen was doubtless due to removal of water 
associated with the silica and potassium compounds present, and a 
small part of the water obtained almost certainly came from this 
source; but the magnitude of the correction to be applied to the 
oxygen estimation on this account could not be accurately determined ; 
it certainly did not exceed 0*3 per cent. 

The results of the complete analysis of the greyisb-black solid may 
then be stated as foilo*ws : — 


;Oxygen 

Bismuth 

Silica 

Potash (K 2 O) 

Water (approx.) ..... 
0 and iM* (approx.) . . . 


10*85 (mean of many deterininations made 
with different specimens). 

87*51 (mean of 6 determinations made with 
the same specimen). 

1*13 (mean of 6 dete rmiBations made -with 
the same specimen). 

0*45 (mean of 3 determinations made with 
the same specimen). ' 

0*30 (mean of many determinations made 
with different specimens). 

0*20 (hr not determined ; mean per cent. 
of C from different specimens 

■ «'■ =0*125). ' 

100*44 


If 'a eorreotioB is made' on the'Msmnth for the quantities' of silicUs 
potash, water, carb'On, and nitrogen, we have ; — 
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Calculated for BigOs. 

Bismntli ....... 89*46 Bismuth 89*65 

Oxjgen. 10*85 Oxyg'en ........ 10*35 

100*31 100*00 

5. When the grejish-hlack suhstance, which we haTe proved to 
consist almost entirely of bismuthous oxide, was heated to redness in 
air or in a stream of oxygen, it rapidly changed to the colour and 
ap|*earaiiee of ordinary bismuthous oxide. This colour change was 
accompanied by a loss of weight amounting to about 0*3 per cent, (see 
paragraph 4). 

llicroseopical examination showed that the greyish-black compound 
and the yellow substance remaining on heating in air were identical 
in cr3’*stailine form, and consisted of minute regular tetrahedra. The 
sharpness of tiie outlines aud the brightness of the faces of the 
tetrahedrons reina-ined unaffected by heating, the only change risible 
to the eye being that of colour. 

The change produced on heating in air or oxygen almost certainly 
consists in the oxidation of a minute quantity of the puce-coloured 
coinpoimd formeciby the reaction of potassium cyanide with bismuth 
Tiitiate. This small quantity of the compound in question adhei‘es 
most persistently to the tetrahedral crystals of the bismuthous oxide. 
When the greyisb-blaek crystals are heated in nitrogen, the colour 
does not change, but a very little bismuthous oxide is reduced to 
bismuth (see paragraph 4) ; in this case the adhering film of the com- 
pound containing carbon and nitrogen is not burnt away, but some 
of it reacts with the bismuthous oxide, which it reduces to metal. 

We found that it is possible to remove the whole 'of the puce- 
coloured compound containing carbon and, nitrogen by prolonged 
treatment with boiling potash solution so concentrated that it 
'solidifies on cooling; the residual product is the pale yellow 
bismuthous oxide. Specimens thus prepared and dried at 160° did 
not undergo any change iu weight when heated to full redness in air. 
l^he long-continued boiling with very concentrated potash tends to 
corrode the cubical crystals, and produce needles, apparently rhombic, 
which are contaminated with much silica. 

t>. W e fmd that the best method of obtaining cubical bismuthous 
oxide is tO' prepare the gt*ey substance as described in paragraph '3, 
and then to heat this in air till it turns yellow. ■ The oxide 
thus prepared 'is pale biiff-jellow; it consists of minute but^ well-' 
developed regular , tetrahedra, the laces of these are very smooth' 
and bright, and their edges are in some cases modified by the cube 
planes, or in crystallographic notation the crystals exhibit the form' 
and |1CK)| of the cubic system, . * ' : . , , , , 
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According to iJ^orcIenskjold (JPogg. Aiin.^ 114, 512), bismntlioiis 
oxide crystallises in rhombic prisms ; the ratio of the axes given by 
him is not identical with the ratio for either arsenions or antimoaions 
oxide, but the three oxides are probably isomorphous in the usual 
acceptation of this term. 

It is, moreover, well known that antimonions and arsenions oxides 
are also dimorphous, crystallising in the cubic as well as in the 
rhombic system (Malard is, however, of opinion that the apparently 
cubic crystals of antimonions oxide are in reality built up of indh 
vidnais belonging to the oblique system). The cubic crystals of these 
two oxides are usually octahedra, hut arseiiious oxide sometimes 
crystallises in tetrahedra also, and we may therefore consider that 
the preparation by us of tetrahedral bismuthous oxide establishes 
ill a broad sense the isodimorphism of this group of oxides, as is 
seen in the following table ; — 


A . f rhombic: prisms, 0*3758 : 1 : 0*35: sp. er. 4*2 ; 

isemoiis 0 X 1 octahedra and tetrahedra ; sp.gr. 3*689. 

Antimonions f rhombic ; prisms, 0*394 : 1 : 1*414 ; sp. gr. 5*5 ; 

oxide 1 cubic; (?) octahedra; sp. gr. 5*1. 

Bismuthous f rhombic; prisms, 0*8165 : 1 : 1*064; sp. gr. 8*3; 
oxide 1 cubic ; tetrahedra ; sp. gr. 8*828. 


Cubical bismuthous oxide is specifically heavier than the rhombic 
form. The sp. gr. of the specimen prepared by us was found to be 
8*828 at 25°, referred to water at the same temperature (mean of 
several closely agreeing determinations made with different speci- 
mens). Herapatli (Tldh Hag., 64 , 321 [18*24]) gave the value 8*21 ; 
Karsten {Schweigger^s Joimi., 65, 3*20, 394 [1832]) gave 8*173; 
Playfair and Joule {Qhem, Soo. Mem., 3, 57 [1848]) gave 8*079; and 
Le Royer and Dumas gave 8*45 (see Playfair and Joule). ' The mean 
of these values is 8*304. 

7. We have endeavoured to trace the reactions by which the 
cubical form of bismuthous oxide is produced, but we have not yet 
succeeded in fully elucidating the stages of the process. Our experi- 
ments have shown : (1.) That the tetrahedral crystals are formed in 
the largest quantity under the conditions described in paragraph 3. 
(2.) That if^ the precipitate is thoroughly washed before it is heated 
wdth potash very feW' tetrahedra are formed. (3.) That if this 
precipitate is , not washed but is kept in contact with very concen- 
trated potash solution for several weeks in the cold, a few tetrahedra 
are formed. ' ■ 

We ■ have also found that the puee-coloured precipitate produced, by 
potassium cyanide is amorphous. 
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Bepeated experiments kave convinced ns tkat tlie action of kot 
potash on this amorphous precipitate frequently results in the forma- 
tion not only of tetrahedra, but also of needles 'which are perhaps 
rhombic prisms, and also of more or fewer twin -crystals' somewhat of 
this form — 



In some cases the product consisted mainly of these twins, in 
some the twins 'were mixed with needles, and in some the product 
wms mostly composed of tetrahedra. 

Analyses detailed by one of us (Froc. Eoij, 8oc, Bdin., 11, 557) led 
to the' conclusion that the puce-coloured precipitate is an oxy cyanide 
of bismuth. More recent analyses, and an examination of the action of 
acids on this precipitate, lead us to say rather that it is a compound 
of bismuth,' oxygen, carbon, and nitrogen. When this precipitate is 
boiled with concentrated potash solution, 2 — 3 per 'cent, of the 
bismuth in the substance goes into solution along with practically all 
the carbon and nitrogen. Beutraiisation of the deep red liquid thus 
obtained produces a red-browii solid which contains bismuth, carbon, 
nitrogen, and water. Analyses of this solid have led to conflicting 
results ; it does not give the reactions of a cyanide, and the nitrogen 
and carbon are present in approximately the ratio 1 : lA, whereas in 
cyanogen they are present in the ratio 1 : 0*857. 

We reserve on account of the piice-coloui'ed precipitate and of the 
red-brown solid until we have examined them more fully. 


XXL -COBTBIBUTIO]\^S FROM THE LABORATORY OF 
GOXYILLE AXD CAIUS COLLEGE, CAMBRIDGE. 

Xo. XIV, Feriodaies. Part IL 

By C. W. Kimmihs, M.A., D.Sc., late Scholar of Downing College, 

Cambridge. 

Ix a previous paper on this .subject (this Journal, Trans., 1 . 887 , 356 ):', 
1 described ..the preparation and examination of 'certain 'periodates' .hfv 
sodium, potassium, ' and silver, and' expressed my 'intention ''bf 
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Testigating tlie periodates of other metals with a view to ohtaiii 
evidence as to the constitution of these compounds. 

I have now prepared periodates of lead, iron, copper, niched, and 
cadroinm, by reactions between soluble salts of these elements and 
solutions of periodates of sodium and potassium, and I have made 
direct determinations of the metal and iodine in each salt. (For 
methods of analysis, see Appendix.) 

Penodates of Lead. 

a. Pb3H4(I06)2. — On treating a solution of witli lead 

nitrate, a light yellow, amorphous salt is obtained, PbaHifllOfi)!;. The 
same salt is obtained by using KJoD^) instead of the sodium salt. 

Found. 

Calculated. ( ^ ^ 

I. IL 


Pb 57*86 p. c. 57*86 57*51 p. c. 

1 23*78 „ 24*01 — „ 


5. Pb3(I05)2. — On dissolving Pb3H4(I06)2 in nitric acid, and con- 
centrating the solution, it is converted into a dark yellow powder, 
having the composition Pbs (105)3. 

Found., 

Calculated. f ^ 

PbsCIOsh. I. IL 


Pb 59*89 p. c. 59*85 59*99 p. c. 

I 24*61' „ 23*1 — „ 


On treating sodium aud potassium periodates with nitric acid of 
different degrees of concentration, and then adding lead nitrate, the 
periodate, Pb3(IOs)2, was in all cases obtained. 

c. Pb(I04)3. — If Pb3H4(IOfi)2 or Pb3(I05)3 is boiled for some time 
with concentrated nitric acid, a small quantitj^ of an amorphous red 
salt is obtained, which can be separated from the yellow salt only with 
difficulty. Analysis of this salt points clearly to the composition 
Pb(I04)2i but it could not be obtained quite pure. 

The salt, Pb 3 (I 05 ) 3 , readily takes up moisture ; Pb3H4(I06)2 does 
not. 

On keeping Pb3H4(I06)2 at 275® for four hours it gave off water, 
and was converted' into Pb3 (105)2. 

PbaH^ClOe)^ Pb3(I05)2 + 2 H 3 O. 

P^riodateB of Iron. 

[ Ferric 8ali$. — ia. PeHIgOs.— -On treating a solution of FatHsiO^ 
with ferric chloride, a 'light, ;browB precipitate' is fO'rmed, which at 
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lOO"" gives off water, and forms a reddisli-brown powder of tbe com- 
position EeHIoOg. The same salt is formed wlien KJ2O9 is used in 
place of 

Calculated. 

FeHIoOg. Found. 


Ee. 2T96 per cent. 22‘23 per cent. 

I 49-92 „ 49-48 


Boiling with dilute nitric acid appears to have no effect on this 
salt. The results of several analyses gave the same composition as 

above. 

I, Fe (104)3. — On boiling FeHIaOs for some time with concentrated 
nitiie acid, a bright yellow powder is formed, which has the composi- 
tion Fe (104)3. 

Ferrou s Salts, a. Fe5(I06)2. — On treating a solution of K4T2O9 with 
ferrous sulphate, a brick-red, crystalline salt is produced, having the 
composition ¥05(10.6)2. 

Calculated. 

¥05(106)2- Found. 

Fe 38*58 per cent, 38*05 per cent. 

h. FeHglOfi. — This salt is produced by adding a solution of 
jIlfa-jHalOs to ferrous sulphate. It is a light brown powder. 

Calculated. 

FeHsIOg. Found, 

Fe 19*93 per cent. 20*18 per cent. 

The determination of iodine in the ferrons salts, in both cases, was 
rather less than the calculated values. 

Periodates of Coppef, 

CiiaHIOfi. — On acting upon FaoHalOe solution with copper eulphate, 
and Boiling, a Bright green, crystalline salt separates out, which has 
the composition Cn2liI06. 'A solution of K4I2O9, similarly treated, 
gives the same salt, and also a more soluble one, which appears on 
concentrating the solution (I was not able to get sufficient of this 
latter salt to obtain a satisfactory analysis). 

Calculated. 

CugHIOs. Found. 


Gu 35*99 per cent. 35*63 per cent. 

I 36*1 „ , 38*81 


This salt is very soluble in nitric acid, and on concentrating 'this, 
solution a bright yellow, crystalline salu is formed, but it could not be 
obtained sufficiently puraff or "analysis. ' , 
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Ferioclates of Nichel. 

a. ^[ 13 ( 105 ) 2 . — TMs compound is obtained as a greenisli-Tellow, 
amorphous salt bj tbe action of nickel sulphate on a solution of 
'Ko action takes place in the cold, hut on boiling, tbe srdt 
separates out as a flocculent precipitate. 

Founcb 

Calculated, ( ^ 

Kis (105)2. I. IL 

Xi 29*8 p. c. 29-54 29-36 p. c. 

1. E*iol 209 . — On treating a solution of K 4 I 2 O 9 witb nickel siilpbate, 
a Hnisli-green gelatinous precipitate is formed, which, on drying 
at 100 ®, giyes a black crjstalline salt having the composition 

Calculated, 

Foimd, 

Ki 22*75 per cent. 22*32 per cent. 

The determinations of iodine, in each case, were rather below the 
calculated values. 

ISTo other salt could be obtained on boiling down the nickel periodates 
ath concentrated nitric acid. 

Periodates of Cadmium* 

CdlTIOs. — This salt is readily obtained from solution on 

treatment with cadmium sulphate, and with some difficulty from 
K 4 I 2 O 9 . It is a light brovm powder. 


Calculated. 

CdHIOg. Found. 

Cd 34*9 per cent. 34*43 per cent. 

I '39*69 ,, 39-78 


Pio other salt of this metal could be obtained. 

Periodates of Potassium. 

It was stated in a previous paper (this Journal, 'Trans., 1887, 365), 
that on passing chlorine through a solution of equal weights of 
potassium iodate and caustic potash, KIO 4 was obtained, and that 
K 4 I 3 O 9 separated out from tbe solution on concentration. I now find 
that K 4 la 09 is soluble in caustic potash solution, whilst KIO 4 is almost, 
insoluble, and that if a , smaller quantity of can,stic potash is used, ' or 
vif 'the excess of caustic potash, alter, 'separation of KIO 4 ,' is ''exactly 
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neutralised 'witli nitric acid, tlie salt K^IoOojSH.jO, meiitionod by Bam- 
melsberg, is readily obtained ivitliout comentration. It* excess of acid 
is used, tbe salt K3HI0O9 is obtained. 


Periodates of Silver. 

Tbe salts of this metal, mentioned in my former paper, were all 
obtained from tbe sodium salt, I bare since made expert- 

meiits, using K4I2O9 instead of the sodium salt, and I find that a 
similar series of salts may be obtained, and in tke same order, by 
using nitric acid of dificrent degrees of concentration. Tbe salts 
obtained are Ag2HI05, AgoHJOe, AgyHsIOe, and AgI04,H20 ; but in 
addition to these, Ag4T309,8Ho0 is readily obtained by tbe direct 
action of nitrate of silver on solution of K4I2O9 in presence of nitric 
acid. 

Tbe fi.rst salt obtained by tbe action of silver nitrate on soluble 
periodates is generally stated to be AgsIOg ; but with K4I3O9, as with 
I failed to prepare this salt; in each case I obtained 

Ag2HI05. 

Tbe following is a list of tbe salts I bave prepared and analysed : — 


Meta-peitodates 

(HIO,). 

1 

I 

Meso-periodates 

(H 3 IO 5 ). 

Para-pei'ioclates 

(HJOo). 

Di-periodates. 

(H 4 IA). 

EIO4 

AfifaHIOs 

jSTaoHgTOg 

K4I2O, 


PhsdO.k 

NaaHJOg 

K^ItlgOg 



Ba 5 (IO,), 

Ag,]oOs-3H5jO 

I’b(r 04 )a 

Fe(IOJs 

CdHIOj 

Te,(lO,h 

EeH.IOg 

Cu2HI06 ! 

Ag,L0,-H2O 

Ag4lsO, 

lelUjOg 

INiglgOjj 


Tim Constihition of the Periodates . — It is eTident that it is quite 
easy to pass from one series of periodates to tbe otber, and that the 
result of boiling down with nitric acid is to convert di-, ineso-, and 
para-periodates into meta-periodates. This is well shown in the case 
of tbe silver salts, silver niti'ate being generally formed, as in tbe 
case of Ag^HalO,; Ag^HsIOs -f HNO3 = AgI04,H20 + H^O + 

Similarly, in tbe case of tbe lead salts, a quantity of lead nitrate 
separates out after tbe formation of lead meta-periodate, 

PbaClOs)., + AHFOa == PbCIO^. + 2Pb(K,03)2 + 2 H 2 O. ■ 
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The conversion of di-periodates into para- periodates is shown hy 
the action of silver nitrate on K4T3O9 ; 

K,I,Oo + 4Ag¥03 + 3H,0 = 2Ag,H3lO, i- 4 KNO 3 . 

The conversion of para-periodates into meso-periodates may be 
brought about by heating acid para-peiiodates ; for example 

Pb^H/IOeO*. = Pba(I 05 )o + 2H,0. 

On heating Ag2HI05 to a high temperature, SOO'^, it loses weight 
and water is given off ; the change which takes place is probably 
represented by the following equation : — 

2Ag2HI05 = AgJ.Og P H.O, 

Thus a meso-periodate is converted dii*ectly into a di-periodate. 

By heating acid periodates, changes may be brought about similar 
to those which take place on heating certain acid phosphates and 
in which ortho-phosphates are converted into pyro- or meta- 
phosphates. 

Thomsen, from thermal considerations, regards the pei'iodates as 
being all of one type, Ril20o,3H20 ; these he would call normal 
periodates, and those in which more hydrogen is replaced he distin- 
guishes as mono-, di-, and tri-basic, for example, Ba5(IOQ)2, would be 
written Ba2l209,3Ba0. There appears to be a great difference, how- 
ever, between the water of crystallisation and that which is given off 
on heating the acid salts. The water in the former case appears to be 
in a much less stable combination. Thus at 100° the water of crystal- 
lisation in most cases is driven off, and in no case does it require a 
higher temperature than 130''. Eammelsberg states (Fogg. Ami., 134, 
368) that Ag4l2O0,H2O requires a higher temperature, 150*^, but I find 
that if kept at 130° for 12 hours the whole of the water is removed. 
In the case of acid salts, however, no water is given off until a tem- 
perature of 270 — 300° is reached, and in some cases a still higher 
temperature is required. 

If Thomsen’s views are accepted one would expect the salts Ag2HI05 
and Ag4l209,H20, prepared by diffei’ent methods, to be the same ; but 
they differ in appearance and behaviour. On heating AgJ209,H20, the 
whole of the water is removed ; in the case of the meso-salt, no change 
takes place below 300°. 

Similarly, Ag2H3l06 and Ag4l209,3H20 are quite distinct in their 
chemical and physical properties. 

On treating solutions of IsTaallalOe and K4l20g with soluble salts of 
certain metals, insoluble periodates are obtained which differ in many 
cases according to the alkali periodate used, , If, however, the alkali 

TOL.^ liV* ' ' , 
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periodates ISTaaHalOG and KJoOo^SHaO are of the same type, the same 
salt would probably result. 

The ready way in which salts of one series pass into those of 
another series, as shown, for example, by the preparation ot the silver 
periodates, may account for the remarkabie thei^mal results observed 
by Thomsen on adding potassium hydrate to para-periodic acid ; 
thus — 


Fii‘st formula- weight of potash produced 

5150 gram-units of heat. 

Second ,, ,, j, 

21440 „ 

J5 

Third ,, ,, ,, 

3150 


Fourth and fifth formula- weights of 



potash added 

2300 

35 


The general tendency of the action of nitric acid is first to remove 
water and then to convert the resulting periodates into the meta- 
salts, often with separation of part of the metal as nitrate, as in the 
cases of silver and lead. 

There can be little doubt, therefore, that there are four distinct 
seiies of salts ; and I propose to attempt the preparation of meta- 
and ineso-periotlic acids from the corresponding salts. 

I must again express my thanks to Mr. Pattison Muir for continual 
help and suggestions. 


Appendix. 

Method of Analysis . — The method of estimating iodine was avS 
described in my previous paper. It is necessary to make a blank 
experiment with measured quantities of potassium iodide vsolution and 
hydrochloric acid, and to allow for any iodine set free on digesting 
for six hours. 

In one case, when an unusually large quantity of iodine was set free, 
the quantity was found to be only six equivalents of the iodine in the 
substance ; this was probably due to iodide of chlorine not being 
split up by the potassium iodide. Unless periodates of metals of high 
atomic weiglit are being analysed, not more than 0*3 gram should be 
used with a bottle of 250 c.c. capacity. The lead was estimated as 
sulphate, by treating with sulphuric acid and embedding the crucible 
deep in a sand-bath. By this method, analyses ra.rely diifered more 
than 0T5 per cent. A similar method was used for the estimation of 
silver as chloride. 
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XV, A Compound of Boric Acid ivitli Sulfliur Trioxide. 

By R. F. D’Arcy, B.A. 

Boeon oxide is one of tlie few oxides wMcF is stated to bebave some- 
times as an acidic and sometimes as a basic oxide. Tlie evidence in 
favour of the latter statement is obtained from the isolation of tbe 
folloAving compounds ; — ( 1 ) a very stable compound, wliose compo- 
sition is represented by tbe formula BPO 4 (Gustavson, Ren, 3, 426 
4, 976) ; and (2) a compound analogous to tartar emetic, but con- 
taining boron instead of antimony (Soubeii'an and Capitaine, 
J. Pharm,, 25, 741 ; Duflos, SchweiggePs 64, 333, &c.). 

In addition to these, compounds of boric acid with sulphur trioxide 
and sulphuric acid have been described. Merz (/. pr, Ghem., 99, 
181) stated that a substance having the composition corresponding to 
the formula 5 B, 03 , 2 S 03 , 2 H ,0 [SO3 29*31 ; 64*10 ; H^O 6*59] 

could be obtained by heating boric acid with excess of sulphuric acid 
at 250 — 280°, Merz obtained this compound several times, but in 
certain cases nearly ail the sulphuric acid was evolved. 

Schultz- Sellack (Rer., 4, 15) states that crystals separate from a 
solution of B 2 O 3 in fuming’ sulphuric acid, and that the composition 
is represented by the formula B 203 ,Ha 0 , 3 S 03 , He analysed this sub- 
stance by estimating the amount of sulphuric acid as BaSO^, the 
water directly, and the B 2 O 3 by diHerence. The percentage com- 
position according to this formula is — 


S 03 

...... 73'2 



21*3 

HoO 



Experimenting as Merz did, I, like Schultz- Sellack, failed to get 
the substance Merz described; as the tempexatiire rose, sulphur 
trioxid© was evolved continuously, and no compound of deBiiite com- 
position could be obtained in this manner. 

I next tried to obtain the substance described by Schultz- Sellack, 
but failed to obtain a crystalline compound. I then added finely 
powdered boric acid to a large quantity of SO 3 ; a rather violent 
reaction ensued, the whole liquefied, and was mixed by stinung ; the 
mixture was then heated at 100 ° until sulphur trioxide ceased to be 
evolved. On cooling, a solid separated, and this was dried on tiles 
in desiccators over sulphuric 'acid. , 
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I Have analysed substances prepared in His manner, by determining 
tile sulphur trioxide as BaS 04 by precipitation with BaClo, the boron 
trioxide by the methyl alcohol method (Gooch, Ftog. Amer. Acad, of 
Arts and Sciences, 1886-1887), and the water by difference. It was 
an adTantage to be able to determine the boron trioxide directly ; the 
estimations by the methyl alcohol method seemed to be satisfactory ; 
different analyses of the same substance gave results which never 
differed by as much as 0*5 per cent. 

The following are the details of the substances so prepared : — 

1 . 2 grams of boric acid were added to 13*2 grams of suipliur 
trioxide. The substance obtained from these as described above gave 
on analysis the following numbers : — 

SO 3 78-8 

BA 11*3 

H.O 9*9 

2. From 2*2 grams of boric acid and 23*2 grams of sulphur trioxide, 
a substance was obtained possessing the composition — 

SO 3 79-7 

BA*. 10*6 

H 3 O 9*7 

3. From 7 grams of boric acid and 35 grams of sulphur trioxide a 
substance was obtained which possessed the following percentage 
composition : — 

SO 3 78*3 

BA 12*2 

H 2 O 9*5 

None of these differs much from — 

SO 3 79*5 

BA 11*6 

H 3 O 8*9 

which is the percentage composition corresponding to the formula 
BH 303 , 3 S 03 or B(HS 04 ) 3 . 

The substance thus prepared is a white solid, which melts at about 
215°, and dissolves readily in fuming sulphuric acid. It is very 
hygroscopic, and this possibly explains why the analyses do not agree 
better. 

It is worthy of notice that, in preparing the above substance, fhe 
proportions of boric acid and sulphur trioxide used varied from about 
1'.: 5 to 1 : 12. In order to vary the, conditions' further, the following 
experiment was, made 5 ' c.c. of' concentrated sulphuric , acid and 
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f) grams of boric acid were added to 115 grams of salpbur trioxide^ 
and the mixture was heated till sulphur trioxide ceased to be evolved. 
A solid separated out on standing ; on analysis, this solid was found 
to have the following percentage composition : — 


S03 

.... 80 ! 

BoOs 

.... 11*8 

H3O 

8! 


which agrees very fairly with the composition given by the formula 
stated above. 

So far as my experiments have gone, SO3 and dry E2O3 do not seem 
to combine when heated togetlier. 

The compound B(HS04)3 may be a salt of H3SO4, or it may be a 
compound of H3BO3 with SO3, somewhat analogous to the compounds 
of WO3 and M0O3 with anhydrides. If the presence of water is 
necessary for the formation of the compound, the latter view seems 
to be preferable to the former. 

I hope to continue this work, and, if possible, to obtain similar 
compounds with other acids and acidic oxides, and to investigate their 
properties. 

I have much pleasure in thanking Mr. Pattison Muir, at whose 
suggestion I undertook this work, for help during the course of these 
experiments. 


XXIII, —COFTRTBUTIOlsrS FROM THE LABORATORY OF 
GOXVILLE AND OAIUS COLLEGE, CAMBRIDGE. 

Xo. XYII . — On Gompomtds of Arsmiot^s Oxide with Sulphuric 
Anhydride, 

By R. H. Anus, B.A., Scholar of Trinity College. 

1. The conditions which determine the formation and stabilities of the 
class of bodies known as molecular compounds,” have not yet been 
fully elucidated. It seemed probable that a comparison of the corre- 
sponding compounds of a group of allied elements would throw some 
light on this subject. With this aim in view, I have selected the fifth 
group, as the elements are classified on the basis of the periodic law, 
and I propose, in the first instance, to examine some of the analogooS' 
compounds which the^ oxides of 'these elements form with anhydrides. 

' /Ydn Lv. ' ' ' '' ' 
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To make a ■beginning, I kave studied the bodies formed by the com- 
bination of arseoioiis oxide with sulphur trioxide. 

2. In I860, Richter found masses of arsenious oxide, containing 
sulphuric acid, deposited in the hues leading from the pyrites biiniei'S 
to the chamber of a sulphuric acid manufactory. These crystals 
were analysed by Reich (J1 pr. Gliein., 90, 176), who found in them 
72T8 percent of AsoO^. He states that they were completely decom- 
posed by heating. Schafhailtl {Berzel, Jalir.^ 22, 113) also obtained 
a compound of arsenious oxide with sulphuric anhydride, from the 
flues of a sulphuric acid works. By dissolving arseniou^s oxide in 
fuming sulphuric acid of a strength not speciflecl, Schultz-Sellack, in 
1871, obtained crystals the analysis of which agreed with tlie 
formula Asa03,4S02 (Her., 4, 109) ; these crystals were readily decom- 
posed by water. In 1886 (Rer,, 19 , 3185), R. Weber obtained two 
compounds, As203,3S03 and As^CajOSOa, by heating together the two 
oxides and distilling off the excess of sulphuric anhydride at definite 
temperatures. 

3. As the products of the reaction of arsenious oxide with sul- 
phuric acid of varying degrees of concentration do not appear to 
have been examined, I began by using concentrated sulphuric acid 
(about 98 per cent. H2SO4), and then I examined the effects of dilut- 
ing this acid ; I also used fuming sulphuric acid and liquid SO3. 

4. Ill each case the acid was heated to boiling, and powdered 
arsenious oxide was dropped in so long as it continued to be dis- 
solved ; the crystals which formed on cooling w’-ere drained, at once 
pressed repeatedly between porous tiles which had been thoroughly 
dried, and analysed. In some cases, second crops of crystals were 
obtained by agitating the mother-liquors, or by allowing them to 
1‘emain over faming sulphuric aeicL In ore or two cases, the crystals 
ivere recrystallised from acid of the same concenti^ation as that from 
which they had separated. In this section, I give a general 
account of the concentrations of the acids employed and the composi- 
tions of the compounds obtained ; the analytical details are presented 
in section 6. 

A. Siilplnirlc anhydride used; solution effected by heating in a 

closed tube at lOOT Compound obtained As^OajSSOs, perhaps 
mixed with AS2O3, 9,803. 

B. Nordhausen ncid used, containing 88*3 per cent. SO3,'' and 

therefore approximating, to the composition 2H2S04,S03; 
crystals recrystallised from the same acid. 

Compound obtained As203,4S03; previously obtained by 
Sehultz-Sellack (s,ection 2). The mother-liquor placed in an 
etxBiceatdx'mh"' one^ occasion .deposited ''crystals, which approx i- 
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mated in composition to As203,3S0a; these crystals were re- 
crjstallised from “ concentrated sulplinidc acid ” ; the composi- 
tion of the compound which separated was As203,2S03, wliicli 
is the same as that of the compound formed when arsenions 
oxide is dissolved in hot concentrated snlphnric acid (see C). 
The mother-liquor from the As303,2S03 deposited crystals 
containing’ rather more SO3 than is required by the formula 
AsoA,2S03. 

C. Concentrated sulphuric acid used, containing about 98 per cent. 
H2SO4; two crops of crystals were obtained. The first crop 
contained less SO3 than is required by the formula As203,2S03, 
and more than corresponds to the formula AS3O35SO3 ; probably 
the excess of arsenions oxide dissolved at the higher tempera- 
ture crystallised out along with varying quantities of SO3. 
The second crop of crystals agreed with the formula As203,2S03 ; 
recrystallisation scarcely affected the composition of these 
crystals. 

I). Sulphuric acid of different concentrations was used; the con- 
centrations are approximately expressed by the formulm 
9H2S04,2H30, 9H3S04,4H20, 9 HoS 04,6H20, and 
In each case, the compound AS2O35SO3 was produced ; previously 
obtained by Bichter and analysed by Beicli (see section 2). 
Bo compound of As^Og with SO3 was obtained by dissolving 
arsenions oxide in acid more dilute than that approximately 
represented by the formula H2S04,H20. 

E. Attempts were made to obtain Weber’s compound, AsaOsjfiSO;, 
(see section 2), by recrystallising As203,4S03 (see B) from 
liot fuming acid containing so much sulphuric anhydride that 
it solidified on cooling ; the product was not homogeneous ; on 
one occasion, the cxystals which separated appeared to be 
As 203,3S03 ; hut it is probable that the crystals were really a 
mixture. (The substance obtained gave 43'51 per cent. AS2O3 ; 
the compound AsaOs.BSOa requires 45*21 per cent. AsaOa ; the 
temperature required for solution was above the boiling point 
of sulphuric anhydride.) 

5 . The compounds obtained as described in 4 are very hygro- 
scopic; they are decomposed by water, giving solutions contain- 
ing sulphuric acid and arsenions oxide; those containing relatively 
much sulphmnc anhydride (AsaO^jSSOs, and As203,4S03) are separated 
into th^ir constituent oxides below 100 ®; As20h,2S03 does not lose 
weight at 150 ®, but is completely decomposed at 170 ®; As308,S0 
lost; 5 * 4 ' per cent, by heating at 225 ® for. four, hours, the complete. 
, expulsion of' all the sulphurio , anhydride would 'liave been attended, 
'' ; , ■ h: ■' . 2 ^ 
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bj a loss of 28*7 per cent,; the residue contained both arsenic and 
siilpliur. 

The compound AsaOs^SSOa may be called the normal sulphate, 
AsXS 04)3. This conipoLind is less stable than either Aso03,2S03 or 
As^OsjSOa ; it was obtained by Weber by dissolving As^Oa in SO3 and 
distilling oft the excess of tbe latter at a deiimte temperature ; but it 
does not seem to have been certainly produced in any of the reactions 
described in this poaper. Thus two specimens of AsoOsjdSO^ were re- 
crystallised from fuming acid, approximately 3H2S04,S03 ; the results 
were as follow : — 




Percentage of As^O^ found. 

Percentage of As^tOa 



Specimen I- 

Specimen II. 

calculated for 

First crystallisation . . 
Feecmd „ 

Third „ . . ! 

Fourth „ 

55 *37 p.c. 
44*38 „ 

37 ‘70 „ 
60*67 „ 

64 *80 p. e. 
56*24 „ 

As..O.„6SO, = 29-20 iJ. c. 
AsIOiA'SOj = 38-22 „ 
As. 03,3S0., = 43-21 „ 
As.,0.j,2SOj == 55-31 „ 
Aa,03,6S03 = 71-22 „ 


6. The method used for obtaining tlie various compounds described 
approximately pure and dry, namely, draining quickly and then pressing 
between dry porous tiles, was adopted, because the analytical I'esults 
obtained from preparations which bad remained over concentrated 
sulphuric acid were discordant. The comparative dryness of the 
porous tiles was found appreciably to affect the compositions ol: some 
of the compounds, especially wben but a small quantity was at my 
disposal. The chief difficulty was to get the crystals quite free from 
adheiing acid without decomposition by exposure to the air ; tho 
consequent uncertainty increased the experimental error. 

The arsenic in the compounds described was estimated by titration 
with an iodine solution standardised against arsenious oxide. This 
method was found to give better results than that based on oxidation 
and estimation as magnesium pyroarsenate, with which I compared 
it in order to see whether any arsenic oxide had been formed by 
reduction of sulphuric anhydride. Sulphur trioxide was estimated 
as baiuum sulphate; the presence of considerable excess of hydro- 
chloric acid, which was necessary to keep all barium arsenate in 
solution, possibly made the results slightly too low. Inasmach as 
repeated estimations of both arsenious oxide and sulphuric anhydride 
showed that these two oxides were the only constituents of compounds 
preparedms described, it was deemed enough, as a general rule,, to 
estimate one of the 'Oxides only., 
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Tile following are the results of the analyses of the different com- 
pounds obtained (the reference letters correspond with those used in 
section 4) : — 

A. AsaOajSSOa. Analyses of fire different preparations : — 


I. II. III. lY. V. 

AsoO, 22-41 24-2 21-27 24-29 22-05 

SO3 76-06 — — — 

Calculated for 

r * ^ 

AsjOs.tlSOa. AsaOa.SSOa- AsaOjiGiSOj. 

AsA 21-67 23-C3 29-2 

SO3 78-43 76-37 70-8 

B. (1) AsaOaASOa- Analyses of two different preparations : — 

Calculated for 
I. II. As203,4S03. 

AsjOa — 36-45 38-22 

Sds 61-01 — 61-78 

( 2 ) AsjOs, 3SO3 ; from mother-liquor from above. 

Calculated for 

AS203,3S03. 

AsA 43-99 45-21 

SO3 — 54-79 


(8 ) As 203,2S03 ; by recrystallising (2) from hot acid contain- 
ing approximately' 98 per cent. HaSOj. 


Calculated for 

I. II. Aaa03,2S03. 

As.A — 67-29 55-31 

SO 3 45-33 — 44-69 


(Mother-liquor from (3) gave crystals containing (a) 47-65, (6) 
61-03 per cent. SO3.) 


C. As 303,2S03. 

Calculated for 

I. II. in. A8 s03,2S03. 

AsA. ••• - — 55-42 55-31 

SO 3 41-08 44-19 — 44-69 

D. AsA.SOa. 

From acid From From From 

9H2SO^,aH.,0. 9E2S04,4H20. OHaSOi.BHA HjSOi.HaO. 

AsA.. 70-65 72-21 — 70-99 

SO3... ■ — 


26-19 
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As,03 

SOs 


Csilculated for 
AS203,S03. 

, 71-22 

. 28-78 


Solids wliicli separated from acid, approximately H2S04,2H30, 
gave — 


I. IL IL 

AsA 98-56 lOO'S — 

SO 3 0-98 — 5-37 


7 . The results detailed in the preceding sections show that 
several definite but nnstable compounds of arsenious oxide with 
sulphuric anhydride are produced by dissolving arsenious oxide in 
liot sulphuric acid of different concentrations, or in hot liquid wSul- 
plmr trioxide, and allowing the liquid to cool. These compounds 
are As203,8S03, As203,4S03, As303,2S03, and AS2O35SO3. The com- 
pounds AssOajdSOs and As203,3S03, described by Webei^ {^uide sec- 
tion 2), do not seem to be obtained by this method ; to procure 
bodies of the compositions indicated by these formulaa, it is necessary 
to heat the oxides together, and then to distil off excess of sulphuric 
anhydride at definite temperatures. 

There seems to be an upper and an under limit to the number of™^ 
SO3 groups that can combine with AS2O3 ; when arsenious oxide is 
dissolved in excess of hot, liquid sulphuric anhydride, under increase< 
pressure, the compound obtained on cooling is probably AsaOajSSO;! 
when acid of the concentration approximately represented by the 
iorxnula HaSO^jHaO is used, the compound obtained on cooling 
As 208,S03; if the acid is more dilate than this, no compound of tl 
two oxides is formed. When a considerable excess of arsonioixs oxi/e 
is dissolved in hot concentrated sulphuric acid, the excess of the 
oxide separates, on cooling, in combination with sxilphurio anhydride, 
the quantity of which varies in accordance with the relative masses 
of the oxide and acid used ; on agitating the mother-liquors, deposi- 
tion of a definite compound occurs. On recrystaJlisatioii of the definite 
compounds from the same acids, the same phenomena are Repeated, 
100 grams of H2SO4 can hold in solution and combination 1 gram of 
As^Oa; if there be more AS2O3 than this, the excess separates on Cool- 
ing. As regards the action of heat, the most stable compound of the 
series examined is A 8303,803; this compound is probably partially 
volatilisable without decomposition. The variety and instability of 
the compounds described bears out the remark of Armstrong, that, in 
solution, like dissolves like ; instead of the well-marked stable bodies 
which . are ^ ^ produced by the . combination of negative , nitrous- and 
sulphuric anhydride, ^¥303,2803, oivby^the combinatidu' of positiyeh 
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bismutlious oxide witlx the negative sulphuric anhydride, Bi.OojSSOs, 
Ave have a series of bodies which are definite in composition, but have 
very little stability. 

The compounds of arsenious oxide and sulphuric anhydride do not, 
I think, belong to the category of salts, understanding by this term 
the metallic derivatives of acids ; the method of their production, 
and their instability toAvards^ sulphuric acid, water, and heat, points 
to a constitution analogous to that of the double salts. The com- 
pound AsiOsjSSOs, the formula of which might be written As 3 (S 04 ) 3 , 
is certainly quite as unstable as any of the others. I would regard 
them as composed of two radicles-, both of which are negative, but 
one, of course, more negative than the other. These negative radicles 
combine in the ratio of one- to one ;; but the compound thus formed is 
}‘eady to take up a further quantity of the more negative radicle, and 
,/his further combination depends- on the relative masses of the con- 
stituents of the reacting system, namely AS 2 O 3 , H 3 O, and SO 3 . As 
the quantity of the more negative radicle increases relatively to that 
of the less negative, the compounds become more unstable. 

In the series of compounds we have another example of the shading 
ofi of chemical into physical action, 

I must thank Mr. Pattison Muir for the use of his laboratory, and 
for kindly hints and assistance during the progress of the work. I 
hope, before long, to communicate to the Society an account of the 
compounds which antimonious oxide- forms with sulphuric anhydride. 




XXIV. — The Vajpour^densUy of Hydrogen Fhioride. 

By T. E, TiroBPE, P.E.S., and E. J. HiMBr-r. 

In a short paper published in the Transactions for 1888 (p. 765), 
we gave a preliminary account of an investigation which led us lo 
conclude that the process of breaking up by heat of the molecular 
grouping of hydrogen fluoride in the state of vapour is analogous to 
that of acetic acid vapour, and that there was no evidence that a 
molecule corx*esponding to the formula of HaFs existed through any 
appreciable range of temperature. We now beg to lay before the 
Society a detailed account of the experiments by which we think this 
conclusion is substantiated. 

,,The first attempt tq determine ,the vapoux^-density of hydrogen 
fluoride was- made by Qore (Fhil, Trans,^ 1869, 173).- By heating, 
'a; known volume of hydx'ogen 'Ayith- a, slight excess^ of fused anhydrous 
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silyer fluoride contained in a platinum yessel, G-ore found that 1 | 

of hydrogen at about 100 *^ became approximately 2 vois. of liydrogd,,^^ 
fluoride at the same temperature, corresponding with the fornmla 

Mallet {Jhme 7 \ Ghem, J., 3, 89), in 1881, sought to determine the"*^ 
density by directly weighing the vapour in a vessel of known 
capacity. The hydrogen fluoride was prepared by heating cryolite 
with 100 per cent, sulpbiiric acid in a leaden retort, condensing the 
vapour in a leaden worm, and collecting the acid in a leaden bottle. 
Sufficient acid was prepared to produce at least eight times the 
volume of vapour required to fill the vessel employed. This was a 
large flask of Bohemian glass holding about litres, fitted with a 
cork carrying two tubes, one of which extended two-thirds within the 
body of the flask, whilst the other ended immediately below tlie 
cork. The flask, cork, and ghxss tubes were coated with paraffin 
melting at 56°, and the outer ends of the tubes conld be closed by 
means of corks also coated with paraffin. The absolute weight, in a 
vacuum, of all the materials was determined. In the first experiment, 
the acid was volatilised at about 25° from the leaden tube, and was 
passed through a small glass tube coated wnw-j^araffin and containing 
phosphorus pentoxide; 4347*4 c.c. of vapour at 29° and 743*7 mm. 
were found to weigh 7*250 grams, whence the vapour-density is 
21*06 (H == 1). After its weight had been determined, the acid was 
absorbed by water and the solution tested : it was found to be f 2 ‘ee 
from silica, lead, sulphuric and sulphurous acids, but gave a reaction 
for phosphoric acid, due to the formation either of phosphorus penta- 
fluoride or, more probably, of phosphoryl fluoride, by the action of 
tlie hydrogen fluoride on the phosphoric anhydride. Accordingly, 
in a second expeiiment, the phosphorus pentoxide was omitted, tlie 
upper end of tho leaden worm being* directly connected with the large 
flask, and a little of the 100 per cent, sulphuric acid was added to 
the liquid hydrofluoric acid in the leaden bottle wliilst still i-irtho 
freezing mixture. A new flask, fitted with -awjes as in iJie first 
experiment, was used. 4394*7 c.c. of vapour at 30*5° and 745*2 imn. 
were found to weigh 6*819 grams, whence the vapour-density 
is 19*66 (H = 1). Hence Mallet was apparently justified in assum- 
ing that the vapour-density of hydrogen fluoilde at these tempera- 
tures corresponded with the formula H 3 F 2 , which hy calculation gives 
the value 20*0 (H = 1), whereas at 100° the density corresponded 
to HF. Mallet concludes his paper hy a brief statement of the argu- 
ments in f avoui' of the bivalent nature of fluorine as supported by 
liis experiments, and points, out how the constitution of a number of 
fiuoxune compounds may be conveniently exhibited on the supposi- 
tion that fl-uorine, has the same linking power us' oxygen. 

' The' only other ’observation of the kind of, which"we have been able, 
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to discover auj account was made by Yinzeuz Kletzinsky. In tlie 
obituary notice of this chemist given in the Bericlite der dentsch. clie-m. 
GestdL for 1882, p. 331*2, there is an allusion to the results of experi- 
ments published in the JaJireshericlife der Handelsschnle ron Porffes, 
1873, under the title “ Ein Beitrag zur Chemie des Eluors,” wherein 
the results of a vapour-density determination of hydrogen huoride is 
given which led Kletzinsky to the conclusion that fluorine is a bi- 
valent element. A reference is made to this estimation in the Ghemiher 
Zeitwig for 1884, p. 755, in ...• paper entitled “Die Fluormineralien,” 
by Frhr. v. Jiiptner, in which it is stated that Kletzinsky found that 
the weight of 1 litre of hydrogen fluoride at 20° (30° ?) was from 
1*75 to 1*79 grams, giving a molecular w'eight of about 39*5, and 
corresponding with H 2 F 2 . 

It seemed to us important to study this question of the vapour- 
density^ of hydrofliioric acid in greater detail. The fact that hydro- 
fluoric ' .id is liquid at the ordinary temperature, whereas its congenei's, 
hy di v "liloric, hydrobromic, and hydriodic acids are only liquefled at veiy 
low temperatures, would seem to indicate a dissimilarity in iiiolecnlar 
constitution as compared with these substances. Analogy would 
appear to show that, on the whole, the substance of lowest molecular 
weigdit should have the simplest constitution. Although "water, 
which stands in the same relation to the hydrides of sulphur, selenium, 
aud tellurium that hydrogen fluoride does to the hydrides of chlorine, 
bromine, and iodine, resembles hydrogen fluoride in being liquid 

the ordinary temperature, there is, on the other hand, a striking 
point of difference between hydrogen fluoride and the other halogen 
hydrides, in the remarkable tendency to duplication of the fluorine 
compounds, as seen in the existence of the so-called acid fluorides, e.g.^ 
HKFs or HF’FK, a fact which has been frequently noted, and which, 
many years ago, led to the suggestion that the true atomic w^eight of 
fluorine was 38-— f.e., twice its present value ; and that hydrofluoric 
HI 

acid was in reality Gore, indeed, pointed out that hydro- 

fluoric acid is by many of its pi’operties placed between hydrochloric 
acid and water, but is much more closely allied to the former than to 
the latter. Hence, therefore, we thought it would be of interest to 
trace the process of breaking up of the complex molecule of the acid 
from temperatures close to its ))oiling point under ordinary pressures 
up to temperatures at which the density became normal. We might 
thereby hope to obtain not only additional material towards a discns- 
sion of the general theoiyof gaseous dissociation, but also to gain some 
information concerning the more strictly chemical question of the 
theory of definite valency. 

It need hardly be pointed out, that a research of this kind presents 



166 


THORPE AND HAMBLY : THE VAPOUR-DENSITY 


certain special difficulties. Hydrofluoric acid is a disagreeable anclj 
indeed, dangerous substance to woi'k ^ritli, owing to its volatility 
and the extremely corrosive nature of its vapour. So energetically 
does it act on the membrane of the throat that an incautioas inhala- 
iiou of the vapour may produce temporary, aud, as in the case of 
Knox, who attempted to electrolyse the acid, permanent loss of voice. 
Davy, for the same reason, w^as obliged to abandon his a,ttempi»s to 
isolate fluoriue. Louyet and Kickles were killed by accidentally in- 
haling the vapour of the strong acid. A drop of it on the skin j[iro- 
diices a very serions and painful wmund, and even the vapour causes 
an intolerable pricking and burning sensation, which in one ease 
within our knowledge -was only relieved by lancing the finger at the 
place affected. 

Moreover, in storing and using the anhydrous acid we are practi- 
cally limited to vessels of platinum, since most of tlie lighter and 
cheaper metals are more or less acted upon by it. The anhydrous 
acid is said to have little or no action on dry glass, but it is so 
extremely hygroscopic that its indifference towards glass would bo of 
doubtful practical benefit in such a matter as the determination of its 
vapour-density. 

Hydrogen fluoride in the liquid state was first obtained by Frenjy, 
by heating acid potassium fluoride, a method also followed by Goto 
(he, cit.), who showed that the liquid boiled at about 19", under 
ordinary atmospheric pressui’e. As this is still the most convenient 
mode of preparation for onr purpose, we have employed it in much 
the same manner as adopted by Fremy and Gore. 

PreparaMon of Pure jhpieous Hydrojimno Acid. — Gommercial re- 
distilled hydrofluoric acid nearly always contains small quantities 
of sulphuric acid, notable quantities of sulpluirous acid (from D5 to 
2*0 per cent.), and occasionally large qnantities of hydrofluosilicic 
acid. We found rlie best method of purification to consist in adding 
to the crude acid a strong solution of potassium permanganate, and 
thereafter potash, and to redistil from a platinum retort. The acid 
prepared in this way was found to be free from silica and sulphur 
acids, and to leave no residue on evaporation. 

Preparation of Acid Potassium Fluoride. — This salt w^as pre- 
pared either by adding the theoretical quantity of pure potassiuin 
carbonate to the hydrofluoric acid (the strength of which had 
been ascertained by titration) in a large platinum dish and evaporat- 
ing to dryness ; or by adding the theoretical amount of ac|ueoas 
acid to recently ignited potassium fluoride. In the first method 
the platinum' ' dish waS: weighed, tliO' aqueous acid poured into 'it, 
and the, whole again , weighed. ' The calculated amount of . potaasinm 
carbonate was'^ then;;added ,in small portions at' a time, thenolntion 
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evaporated, and tlie whole heated until the salt fused to a thin, clear 
liquid, which on cooling solidified to a white, opaque, hard mass. If 
a slight excess of acid were used, the solid salt was less brittle and 
not perfectly opaque. The yield was in every case almost exactly 
that required by theory ; thus, in one instance, 94 grams -were ob- 
tained instead of 94*5 ; in another, 106*0 instead of 106*8 grams. 
The acid fluoride was powdered in a clean iron mortar and preserved 
in a leaden canister. Even after two months it showed no signs of 
having absorbed any very considerable quantity of moisture from the 
air. 

The normal potassium fluoride, obtained by heating the acid salt 
to redness, is highly deliquescent. To convert it into the acid 
salt, it was strongly heated in a weighed platinum dish, quickly 
weighed when cold, and mixed with the theoretical quantity of pure 
hydrofluoric acid. The solution was evaporated to dryness and the 
residue heated as above described. 

Preparation of the Kydrogen Fluoride from the Add Potassium 
Fluoride , — The apparatus employed for this purpose is seen in Fig. 1 ; 
it differed hut slightly from that used by Gore. The retort, con- 
densing tube and receiver were made of platinum-iridium, the various 


Fia. 1. 



parts being fitted together by grinding. The retort was made in 
two pieces, the fianged upper part being connected wdth the body by 
a well-fitfced joint. The condensing tube was 50 cm. long, tapering 
from 1*6 cm. to 0*6 cm. in diameter. The receiver was furnished 
with, a carefully; ground-in tubulated stopper, in addition to the solid 
one, through which was inserted the end' of the conde'user ; into 'the' 
tubulated stopp'er 'was a'bldered.a short length of 'platinum ;itibe 
5 'mm. in "external "diameter j '.was, eo'nnected with -leaden' 
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certain special difficulties. Hydrofluoric acid is a disagreeable and, 
indeed, dangerous substance to work with, owing to its volatility 
and the extremely corrosive nature of its vapour. So energetically 
does it act on the membrane of the throat that an incantions inhala- 
tion of the vapour may produce temporary, and, as in the case of 
Knox, who attempted to electrolyse the acid, permanent loss of voice. 
Davy, for the same reason, was obliged to abandon his attempts to 
isolate fluorine. Lonyet and Kickles were killed by accidentally in- 
haling the vapour of the strong acid. A drop of it on the skin, pro- 
duces a very serious and painful wound, and even the vapour causes 
an intolerable pi'i eking and burning sensation, which in oiie case 
within our knowledge was only relieved by lancing the finger at the 
place a:fl*ected. 

Moreover, in storing and using the anhydrous acid we are practi- 
cally limited to vessels of platinum, since most of the ligbter and 
cheaper metals are more or less acted upon by it. The anhydrous 
acid is said to have little or no action on dry glass, but it is so 
extremely hygroscopic that its indiifex*ence towards glass would bo of 
doubtful practical benefit in such a matter as the determination of its 
vapour-density. 

Hydrogen fluoride in the liquid state was first obtained by Fremy, 
by heating acid potassium fluoride, a method also followed by Gore 
(he. cit.)j who showed that the liquid boiled at about 19®, under 
oixlinary atmospheric pressure. As this is still the most convenient 
mode of preparation for our purpose, we have employed it in much 
the same manner as adopted by Fremy and Gore. 

Preparation of Pure Aqueous Eydroflmric Acid. — ^Commercial re- 
distilled hydrofluoric acid nearly always contains small quantities 
of sulphuric acid, notable quantities of sulphurous acid (from Iffi to 
2*0 per cent,), and occasionally large quantities of hydrofluosilicic 
acid. We found x>h.e best method of purification to consist in adding 
to the crude acid a strong solution of potassium permangailate, and 
thereafter potash, and to redistil from a platinum retort. The acid 
prepared in this way was found to be free from silica and sulphur 
acids, and to leave no residue on evaporation. 

Preparation of Add Potassium Fluoride,— This salt was pi'O- 
pared either by adding the theoretical quantity of pure potassium 
carbonate to the hydrofluoric acid (the strength of which had 
been ascertained' by titration) in a large platinum dish and evaporat- 
ing to' dryness; or by adding' the ■ theoretical amount of aqueous 
,acid; 'to," recently ugnited ■ potassium .fliuoride. In the ^ first method 
the,' platinum 'dish^ was ' weighed, ■ thC' 'aqueous acid ■ poured into', it, 
and the pie again weighed. The calculated amount of potasHium 
carbonate was then added in small , portions at a the solution 
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evaporated, and tlie whole heated niitil the salt fused to a thin, clear 
liquid, which on cooling solidified to a white, opaque, fiard mass. If 
a slight excess of acid were used, the solid salt was less brittle and 
not perfectly opaque. The yield was in every case almost exactly 
that required by theory ; thus, in one instance, 94 grams were ob- 
tained instead of 94*5 ; in another, 106*0 instead of 106*8 grams. 
The acid fluoride was powdered in a clean iron mortar and preserved 
in a leaden canister. Even after two months it showed no signs of 
having absorbed any very considerable quantity of moisture from the 
air. 

The normal potassium fluoride, obtained by heating the acid salt 
to redness, is highly deliquescent. To convert it into the acid 
salt, it was strongly heated in a weighed platinum dish, quickly 
weighed when cold, and mixed with the theoretical quantity of pure 
hydrofluoidc acid. The solution was evaporated to dryness, and the 
residue heated as above described. 

Freparaiio7i of the ITijdrogeyi Fluoride from the Add Potassium 
Fluoride . — The apparatus employed for this purpose is seen in Fig. 1 ; 
it differed but slightly from that used by Gore. The retort, con- 
densing tube and receiver were made of platinum-iridium, the various 


Fiu. 1. 



parts being fitted together by grinding. The retort was made in 
^,two piec:eS 5 .;ihe''fianged'npper, part 'being connected' with the body by 
a well-fitted Joint. The condensing tub© 50 cm. long, tapering 
from 1'6 cih. to 0*6 cm. in diameter. The receiver was furnished 
with a carefully ground-in tubulated stopper, in addition to the solid 
one, through which was inserted the end of the condenser ; into the 
tubulated stopper spidered /a short length of platinum tube 
5 mmJ in a_ leaden 
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fJ-tuUe containing avsmall quantity of oil of Titriol. The condensing 
tube, wliicii was washed and ignited before each experiment, was 
fixed into the condenser by means of caontchoiic joints. Tlie 
condenser was surrounded with a tliick layer of flannel, and was 
idled with a mixture of ice and calcium chloride which gave an 
average temperature of —25®, the receiver being also immersed in a 
similar mixture. After the receiver and tnbnlated vStopper had been 
fixed to the condensing tnbe, the joint was covered with a thick layer 
of paraffin to prevent any condensed moisture from finding its w^ay 
into the receiver. Before each preparation of hydrogen fluoride, 
a current of dry air was a.spirated through the condensing tube, 
receiver, and leaden IJ-tnbe for abont an honr. About 40 grams of 
the acid potassium fluoride, capable of yielding 11'5 litres of hydrogen 
fluoride at standard temperature and pressure, were used for each, 
experiment, except in those cases where it was desired to obtain the 
vapour mixed with air (v, infra). The acid fluoride was placed in 
the open retort, melted and maintained in fusion for some little time 
to expel any hygroscopic moisture, the cap placed in position and in 
connection with the condenser, and the distillation proceeded with. 
When the bottom of the retort became red hot, the source of heat 
%vas removed, and the moisture condensed from the air on to tlie 
paraffined stopper was removed by blotting paper. The receiver was 
detached from the condensing tube, a wooden stopper covered with 
platinum foil (h, fig. 2) was inserted in the hole of the tabulated 


Tin. 2, 
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stopper, and tlie receiyer was connected wdtli the tube of the platiiiiim 
vessel in which the vapour was to be weighed, in the manner shown 
in Fig. 2, the dish supporting the receiver being meanwhile filled with 
ice-cold water. 

Mode of Determining the Ya^oiir-density . — The apparatus employed 
for this purpose is seen in Fig. 2. The vessel in which the vapour 
ivas weighed was constructed entirely of platinum, the tubes being 
connected with it by autogenous soldering, the two stopcocks being 
fastened to the tubes by gold-solder. The stopcocks (see a, Fig. 2) 
are made of solid platinum, as also are the cones which are ground 
into them. The upper part of the stopcocks is made cylindrical in 
order that a glass cap, h, might be fitted aii*-tight upon it by means 
of a caoutchouc ring. The cones were most carefully ground in, and 
the cocks were found to be tight even under considei*abIy I’educed 
pressures and at temperatures beyond that at which the vapour- 
density of hydrogen fiiuoride becomes normal.*' The cones were 
covered with a thin film of vaseline (upon which hydrogen fiuoride 
has no perceptible action) before inserting them; at the higher tem- 
peratures, we used a mixture of vaseline and anthracene made by 
rubbing the two substances together in a mortar. 

Three determinations of the capacity of the vessel up to the stop- 
cocks, at 0° C., made by filling it with distilled wmter at a known tem- 
perature, gave respectively — 


(1) 288-61 c.c. 

(2) 288-54 „ 

(3) 288*65 „ 


Mean .... 288*60 „ 

Another experiment made when the vessel had been in use for some 
time, and when from the soft and yielding character of the metal it 
might be supposed that its shape might possibly have altered, gave 
288-57 c.c. ‘ ’ 

Before connecting it with the receiver containing the liquid 
hydrogen fluoride, the vessel was carefully rinsed with distilled 
water and heated over a Bunsen jfiame whilst a current of dry air was 
drawn through it. When cold, the cones were lightly touched with 
vaseline, the caps fixed in position, and the whole placed in the 
balance case, one cock being open in order to equalise the pressure, 
and weighed after standing for about 40 minutes, the temperature 
and pressure being noted at the time. The glass caps were then 
removed, and a piece of cardboard was fastened by wire below the 

* Our thaiibs,' are dire to Messrs. Johnson, Matthey & Co., for the'Oare with 
which this very essential portion' of the "apparatus was' constructed. 
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stopcocks ill order to prevent anj possible splasbing on to tlieiii from 
the lieated glycerol-bath in -which the vessel was placed. The vessel 
was next attached to the clamp, and the carved glass tube, e, adjusted 
so as to keep it in position. It was now lowered into the bath pre- 
viously heated to the desired temperature, the platinum 
containing a small quantity of concentrated sulphuric acid was next 
attached, from which waas a long length of thin leaden tube leading 
to the draught jilace. A current of dry air was then drawn through, 
the entire system. The platinum receiver was next joined to tlie 
vessel, and the ice wars removed from the dish, which was then filled 
with water at about 25°. The hydrogen fluoride I'apidly volatilised 
and expelled the dry air from the vessel, and the passage of the air- 
bubbles could he traced by the slight vibration of the platinum 
U-tiihe. When the hydrogen fluoride reached the oil of vitriol, the 
liquid became hot, possibly from the formation of fliiosulphonic acid. 

As soon as the vaporisation, which always took place at a tempera- 
ture not exceeding 30°, was complete, the cocks were closed, the 
IJ-tube and receiver wei-e removed, and the bath was stirred for some 
little time to equalise its temperature throughout. One of the cocks 
was then momentarily opened, the temperature of the bath and tfie 
barometric height noted, the cardboard removed, the glass ca/ps 
replaced, the vessel withdrawn from the bath and washed with dis- 
tilled wrater ; after being dried, it was placed in the balance case, and, 
after standing for about 40 minutes, re weighed. 

Betefniination of five ximmmt of Reddual xLm\ — After the vessel filled 
with vapour had been weighed, the caps were removed, and t'lie wlioh^ 
wms immersed in distilled water; the cock of the tube leading to thi? 
bottom of the vessel was then opened and the water allowed to rush, 
in. The water in the bath was stirred, the temperature noted, and 
the platinum vessel raised until the open cock was close to tin? 
surface, wdieii the cock was turned. The platinum vessel alitor being 
wiped dry -was again weighed. 

JlGihiodmi of the Observations. — Con-ectimis have been made in each 
experiment for the expansion of the platinum vessel, specific gravity 
of water weighed, and its loss of weight in air. ISTo oorrootions have 
been made for (1) the change in buoyancy of the air from variations 
in temperature and pressure between the weighing of the bulb and 
air, and the weighing of the bulb and vapour ; (2) the aqueous vapour 
in the air at the first weighing ; (3) the possible solution of residual 
air in the water used for absorbing the vapour (as the distilled water 
employed was probably nearly satoatod with air, this correction must 
be practically nil) ; (i) ,the varying height of the barometriA column 
due to temperature corrections. 2 and 4 act in. opposite direc.tioiis, 
.and"' nearly eliminate, each . other under ordinary conditions;;,' ; 
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Tlie following is an example of the mode of calculation : — ■ 
Gapanitj of bulb at = 288 ‘6 c.c. 

"Weight of 1 c.c. of air at O'" and 760 mm. r=: 0*0012928 gram. 
Cubical expansion of Pt for 1° C. = 0*000027. 

Thermometer in melting ice registers +0*5°. 

5 , at 760 mm. tension registers 100*7°. 

Sp. gr. of air (H = 1) = 14*485. 

Jso. 48 (under Diminished Pressure), 

Wt. of bulb + caps in air at 19*7° C. and 772 mm. = 244*0120 
grams. 

Wt. of bulb 4- caps +- vapour (in air at 17*5® C. and 772 mm.) = 
244*0025 grams. 

Cocks turned off at 81*8° C. 

Barometer 772*8 mm. ; manometer reading == 106*2 mm. 

Pressure = 772*3 -- 106*2 = 666*1 mm. 

Wt. of bulb 4“ caps 4~ "Water at 24*3° 0. = 528*18 grams. 

(1.) Wt. of air in bulb at first weighing — 

_ 0*00129*28 X 288*6 (1 4- 0*000027 x 19*7) 772 _ 

(i 4“ 0*u03665 X 19*7j 760 


(2.) Wt. of bulb 4- air 244*0120 grams. 

Wt, of air (1). 0*8587 ,, 

Wt. of vacuous bulb in air 248*6588 ,, 

Wt. of bulb 4- vapour 244*0025 ,, 

Wt. of vacuous bulb 243*6588 ,, 

Wt. of vapour 4- residual air 0*8442 „ 


(3.) Cocks were closed at 31*8° and 666*1 mm. 

Tolume of vapour 4- residual air at 0° and 760 mm, — 

= (1 -f 0^000027 X 81*8) 666*1 _ 226*69 c e 


(1 4“ 0*003665 X 81*8) 760 
(4.)' Residual air — • 

Wt. of bulb 4* water at 24*3° 528*18 grams. 

Wt. of bulb 4“ air at 19*7° and 772 mm. 244*01 „ 

(Residual air about 3*6 c.c. = 0*005). . 284*17 

Approximate weight of dissolved HP , 0*34 

' ' Wt.^ of HgO ,wt. of .same vol. of air. . 283*83 , 
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283-83 

Sp. gr. H^O afc 24*3° — sp. gr. air at 19*7° and 772 inui. 
= 284*95 c.c. water at 24*3°. 

Hesidaal air at 0° and 760 mm. — 

_ {288*6 (1 -P 0*0000*27 x 24*3) - 284*95} 772 _ 

(1 + 0-0U3665 X 24*3) 760 ' 

3*58 X 0*0012928 = 0*004G gram. 


Per cent, residual air = = 1*58 per cent. 

226*69 ^ 

Per cent, vaponr = 98*42 per cent. 

Actual pressure of vapour = 666 x 0*9842 = 655 mm. 


(2) Wt. of vapour + air ... . 0*3442 gram,. 

(4) Wt. of air 0*0046 „ 

Wt. of vapour 0*3396 

■ (.?) .Vol. of vapiour -f air ... . 226*69 c.c. 

(4) Vol.ofair 3*58 „ 


Yol. of vapour 223*11 „ 

0*3396 


Y.-D. (Air = 1) 


223*11 X 0*0012928 


1*177 


Y.-P. (H=l) 


0*3396 


223*11 X 0*000089578 


= 16*99 


Mol wt. = 1*177 X 28*87 = 33*99. 


A series of experiments was made in tliis manner at temperatures 
varying between 26*4°, tliat is, about 7° above tbe boiling point of 
liquid bydrog’en fluoride nnder ordinary atmosplieric pressure, and 
88*1®. Tlie results are shown in Table I. 


Table I . — Showing Ya-ponr-density of Hydrogen Fluoride at Tempera- 
tures varying between 26*4° and 88*1°. 

Tbeoretiral yapour-density. 


Air == 1. H 

HaPs 2*0781 30'0 

1*3854 20*0 

HP 0*6927 10*0 
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Table I. 


No. 

of 

expt. 

Temp- 

^0. 

Barometer 
at time 
of expt. 

Per cent, 
of residual 
air. 

Pressure 

of 

vapour. 

V.-D. 

air — 1. 

V.-D, 

H = 3. 

Mol. wt. 

2 

26 *4 

756 

1*51 

745 

1-773 

25*59 

51 -18 

21 

27 *8 

V63 

2*23 

746 

1-712 

24*71 

49 *42 

7 

29 ‘2 

762 

1*55 

750 

1-578 

22*77 

45 *54 

19 

32*0 

754* 5 

1*52 

743 

1-377 

19*87 

39 *74 

4 

33*1 

770 '5 

2*64 

750 

1*321 

19*06 

38*12 

5 

33 *8 

767 

1*14 

758 

1 *270 

18*33 

36 *66 

18 

36*3 I 

751 1 

1*58 

739 

1*115 

16*10 

32 *20 

8 

38*7 

764 

1*69 

751 

1 1 *021 

14 *73 

29 *46 

9 

39 *2 

759 

2*08 

743 

1*002 

14*47 

28 *94 

10 

42*8 

767-5 

3*42 

741 

0*910 

13*13 1 

26*26 

11 

47*3 

766 

2:76 ! 

745 

0*823 

11*88 

23*76 

12 

57 '5 

760 

1*36 

750 

0 *737 

10 *64 

21*28 

13 

69*4 

764 

2*37 

746 

0*726 

10*48 

20*96 

16 

88*1 

753-5 

1*65 

741 

0*713 

10*29 

20 *58 


These observations are graphically represented in Fig. 3 (p. 174). 
Strictly speaking, they ought to be reduced to a common pressure ; 
they may, however, be considered, without sensible error, as referred 
to the average pressure of 746 mm.^ 

A glance at the numbers, and more especially at the curve, at 
once shows that the process of dissociation of the vapour of hydrogen 
duoride is a perfectly continuous one, and that there is no direct 
evidence of the existence of a molecule corresponding to the formula 
H 3 F 2 . If such a molecule exists, it must he formed only during the 
process of transition of molecules, and be such that it can 

persist under given circumstances only in the presence of definite 
proportions of molecules more and less complex than itself. The 
density at about 32^ corresponds apparently with HaFs, but the curve 
gives no indication of any condition of statical equilibrium in the 
neighbourhood of this temperature such as w^ould be manifest if such 

*■' Influence of possible enws of observation upon tlio result. 

Expt. 19. T.-D. T377 at 32*0° 0. and 74S mm. 

Difference of 1 mm. in all the barometric readings affects the result by 0*0005. 

Difference of 1 mm. in the reading of the barometer, at time of turning off coch, 
by 0*0017. 

Difference of 1° 0. in reading temperature of bath, by 0*004, 

Difference of 0*001 gram in the weiglungs by 0*003. 

Expt, 42. y.-D. 0*789 at 32*3*^ C, and 353 mm. (diminished pressure). 

Difference of 1 mm. in reading of manometer, by 0*002. 

Difference of l'^ C, in reading temperature Of bath, by 0*003. 

Difference of 0*001 gram in the weighings, by 0*007, 

VOL. LV. ' ' . ''' 0 
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EiO-. d. — ^Tapour-densifcy of Hydrogen Fluoride at yarying Temperatures. 
30 ° 40 ° 50 ° 60 ° 70 ° 80 ° 90 ° 



a molecule were capable of independeBt existence. At ter^jjoratiiros 
below this point, the vapour- density gradually increases in a^fegular 
mannemntil at 26*4°, the lowest temperature observed, the vapoxxr; 
density becomes 1*773, equivalent to a molecular weight of 51*2 
(HaFs = 60) ; as it is heated, the vapour behaves like a mixture of a 
complex molecule or of H^^F^ and Ry¥y molecules, 

gradually increasing number of molecules of HF, the process of dis- 
sociation being perfectly continuous until the temperature increases 
to about 60°, when the density becomes approximately noimal, that' 
is, corresponds to a vapour consisting wholly of HF molecules. 

On comparing Mallet’s values with those obtained by us, it will be 
seen that his numbers lie very nearly upon the curve above given. 
As it happens, the pressure at which his observations were made is 
almost exactly the mean pressure in our experiments. Mallet’s xnim- 
bers reduced to air as unity are respectively 1*459 at 29” and 1*363 
at 30*5°, These values are indicated by the small circles on the 
diagram. The divergences from our curve are such as might be 
caused by a difference of about 1° 0. in the temperature of the 
vapour, and as Mallet employed upwards of 4| litres of vapour— 
whereas the volume in our experiments was less than 300 o.o., such 
a difference might well exist, especially when we hear in mind that a 
considerable amount of heat must be absorbed in the conversion of 
the complex molecules into the more simple ones. Moreover, ifc must 
not be forgotten, as Willard Gibbs has already pointed out, that when 
the density varies rapidly with' the. temperature, determinations , of 
density for' the same temperature and pressure by different odsexwers, 
or different determinations by the same observer,' exhibit discordances 
which ,are off' an .entirely different order , of' magnitude from :ffhos6' 
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wMcli occur witli substances of normal or constant densities, or wbicli 
occur with tbe same substance at temperatures at wliicb the density 
approaches a constant value. In any case, the variation is sufEcieiitly 
small to show that the material of the vessel has no very sensible 
influence on the result, and that thei-e is no tendency to occlusion or 
condensation on the platinum. This fact is of some importance, 
since Konowaloff (Ber., lY, 1361, and 18, 2808) has oflered some 
experimental evidence to show that in the case of the tertiary amyl 
acetate and chloride, normal propyl and isopropyl bromides, formic 
acid and other substances, the nature of the vessel exerts a very con- 
siderable influence on the rate and extent of the dissociative change, 
due possibly to the effect of surface-tension (compare, however, 
V. Meyer and Pond, Per., 18, 1623). 

Dissociation-curves are of two hinds. The first type is that ex- 
hibited by the well-known case of amylene hydrobromide, in which 
the density of the vapour remains constant within certain limits of 
temperature, and then begins to decrease as the temperature rises, 
at first slowly, then more rapidly, and then again slowly, until at a 
certain temperature the vapour-density once more became constant, 
and in this special case the final constant value is exactly half of the 
initial constant value. 

This particular character of the change has been noticed in many 
instances, but it has only been carefully studied in comparatively few, 
the best known of which is nitrogen peroxide. In that case, the 
process of decomposition is generally regarded as the resolution of 
N 2 O 4 mols. into molecules of ]Sr 02 ; and on this assumption the per- 
centage decomposition at each particular stage of temperature can be 
calculated on the basis of Avogadro’s hypothesis. A curve showing 
the increase of dissociation for a given increment in temperature is 
perfectly symmetrical : it gradually rises to a maximum, and then as 
gradually descends to a minimum. E. and L. Natanson (Wiedemann, 
Ann. Fhys. Ghem., 24, 454) have determined the relation of the 
specific heats at constant pressure and at constant volume of nitrogen 
peroxide at different stages of the dissociative change by Kundt^s 
method, with the object of obtaining evidence as to the molecular 
constitution of the gas at different temperatures ; and the result of 
this wox'k tends to show that the change consists in the transforma- 
tion of ISTgOi molecules into NOg, and that it is not, as Deville 
declared, and as Berthelot, Troost, and Lemoine still maintain, de- 
pendent upon any variation from the laws of Boyle and Gray-Lussac, 
exhibited by the vapour. Further evidence that nitrogen peroxide is 
actually 11204 , even in the liquid state, is afforded by the experiments 
by Eaoult’s method of Professors Ramsay and Young (Trans., 1888, 
-,,622). They have shown ,that the depression in the melting' point of 

■ '' 'o' i' v-".' 
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acetic acid hj tlie addition of nitrogen peroxide corresponds to U' 
molecular weiglit of 92, and lienee, therefore, to the formula !N'204 
(see also Ramsay and Toting, PMh Mag., Feh., 1887). 

ITow, when we apply these considerations to the case of hydrogen 
flnoride, we are met with the difficnlty that we have no knowledge of 
the molecular constitution of the vapour below the temperature at 
which the density becomes normal. It is obvious that the change 
cannot be solely attributed to a resolution of H2h’2 molecules into 
HF molecules. Ror, unless there is a turning point in the curve at 
temperatures below 25°, analogous to that observed in the case of 
aniyleiie hydrobromide, can we definitely conclude that the molecule 
at the lower temperatures is H3F3. The existence of the acid fluoride, 
KF,HF, which has been written KF — has heen held to justify 
the supposition thatHF-^FH also exists. But Moissan {Oomjpi, rend., 
106, 547 — 549) has shown that hydimfluorides of potassium fluoride’ 
of the formulse KF,2HF and RF,8HFmay he obtained, and these 
may equally be held to justify the supposition that the inolecuies 
HiF4 and HgFa also exist. The former compound is stable only at 
low temperatures ; the latter may he heated to its liquefying point, 
viz., 105"^, without decomposition. These compounds are strictly 
analogous to the hydrochlorides of chlorides of gold, platinum,, 
mercury, and cadmium, and to the hydrochlorides of zinc chloride, 
ZnCkjHCl and (ZnCl2)3,H01, described by Engel (Ann. Ghim. Ph/s, 
[ 6 ], 1887 , 10 , 424). But the existence of these substances has not 
usually been regarded as justifying the polyvalent character of chlo- 
rine. Hence, therefore, the argument as to the bivalent or, indeed, 
polyvalent character of fluorine seems to us to be inconclusive. 

It would have been interesting, no doubt, to have made determina- 
tions at temperatures even closer to tlie boiling point tlian we have 
actually deme, but the experimental difficulties in the way of such 
determinations are very considerable; a very slight reduction in the 
temperature of such parts of the apparatus, as were necessarily out- 
side the bath might at temperatures so near the' condensing point of 
the hydrogen , fluoride, occasion ' very serious errors. They mighty iH'' 
fact, have occasioned an apparent turning point in the curve when no 
such discontinuity in reality existed. 

Extrapolation is of course always hazardous ; but if the direction 
of the curve of vapour- density (Fig. 3) be prolonged from 25° to 19° 
—that is, to the boiling point of the hydrogen fluoride, the calcu- 
lated molecular weight of the vapour at the latter tempex*attire ap- 
proximates to a value 'Between H4P4 and H3F3, Row, assuming 
Raumann’s'' theory of dissociation to he valid, it may be worth while' 
''to' trace the dissociative 'change, .on the 'supposition that.it' coiisists " 
^'Of ':the :reso1ntioh''bf'r,eith'er or H3F3, molecules-into HEmlolecnJes.' 
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Tike following table skows the observed density of the hydrogen 
finoride at the various temperatures ; the percentage decomposition 
<of the H 4 F 4 and H 3 F 3 molecules at that temperature calculated by 

D—D' 

the well-known formula ^ mean increase of dissocia- 

{n — 1)1) 

tion for 1° C. over intervals of above 5° up to the temperature 42*8°, 
and thereafter over the intervals of the individual experiments. 


Table II. 



Density. 

Percentage decomposition. 

Mean increase for 1° C, 

0 . 

H4l'4. 

H 3 T 3 . 

H4F4- 

H 3 F 3 , 

26 *4 

1-773 

per cent. 
18-76 

per cent. 

8 ’60 

per cent. 

per cent. 

27-8 

1-712 

20-63 

10-69 

— 

— . 

29 *2 

1-578 

25 -20 

15 -84 

2-30 

2-60 

32*0 

1-377 

33-75 

25 -45 

— 

— 

33*1 

1-321 

36-59 

28-65 

— 

— 

33-8 

1 -270 

39-41 

31-81 

3*09 

3-47 

.36-3 

1-115 

49-52 

43-19 

— 

— 

38-7 

1 -021 

57-14 

51-77 

3-62 

4-07 

39-2 

1-002 

58 -86 

63-71 

— 

— 

42*-8 

0-910 

68 -17 

64-19 

2*70 

3 ’03 

47-3 

0 -823 

78 -91 1 

76-25 

2-39 

2-68 

57 -S 

0-737 

91 *98 

90-97 

1-28 

1-44 

69 *4 

0-726 

93 -91 ' 

93-11 

0-16 

0-18 

88*1 

0-713 

96 -23 

95 -72 

0-12 

0-14 


The main result of this table is to bring out the fact that, as in the 
^ease of nitrogen peroxide, the increase of dissociation becomes greater 
and greater as the temperature increases, until it obtains its maxi- 
mum when about 50 per cent, of the heavier molecules have been 
decomposed, after which the increase becomes gradually smaller, at 
first slowly, and then rapidly. The curves showing the mean in- 
crease(Mg. 4 , p. 178)resemble, in fact, that given hj l^mmB,Txn{Thermo- 
chemUy 1882, 1171) in order to represent the increase in the rate of 
dissociation of nitrogen peroxide, but with this very marked dif- 
ference, that the mean increase for 1 ° 0 . in the case of hydrogen 
fluoride is at its maximum nearly three times as great as that of 
nitrogen peroxide. 

But the genei'al character of the dissociation-curve of hydrogen 
fluoride (Mg. 3) more nearly resembles that of the second type. It 
has, indeed, the closest analogy to the dissociation-curve of acetic 
^cid, except that in the case of hydrogen fluoride the process of mole- 
cular breaking down is effected over , a much shorter interval of tern- 
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Fig. 4. — Curves showing mean amomit of dissociation for 1° C. at varying tempem- 
tures, and at 700 mm. pressure. 

30“ 40“ 50“ 00“ 70“ 80“ 90“ 



perattire. As to tlie nature of tlie molecular groupings in acetic acid 
vapour below 250 *^, at wliicli temperature the density first appearSy 
under ordinary atmospheric pressures, to correspond with C3H40a, we 
have no more knowledge than in the case of hydrogen fluoride. All 
we know is that at the lower temperature the density approximates to* 
a molecular weight corresponding with CiHgO.! and Horstmann 
{Annalen, Suppl. 6, 53 ) has suggested that the existence of the acid 
potassium acetate, KC4H7O4 or 02H402,C2H3K02, may be held to indi- 
cate that such a duplication of the ordinary molecule in the gaseous 
state can take place, exactly as the existence of the acid potassium 
fluoride, KF,FH, has been regarded as evidence of the existence of 
H2F3. It must, however, be admitted that the argument has no 
greater weight in the one instance than in the other (see, however, 
Ramsay and Young, loc- cit.). 

It is well known that in all these cases the extent of the dissocia- 
tion corresponding to any given temperature is greatly augmented by 
reduction of pressure. We have accordingly made a series of observa- 
tions of the vapour-density of hydrogen fluoride at a given tempera- 
ture under varying pressures. The apparatus we have employed for 
this purpose is seen in Fig. 5 . 

The platinum vessel, after having been filled with hydrogen 
fluoride in the manner already described, was attached by means of a 
short length of narrow leaden tubing a to the glass tube 5 which, in 
its turn, was . connected with the manometer 0, and the exhausting 
syringe d. " The^ glass tube' ^was .provided with a stopcock, and 
^ between thn end; of . the tube and the syringe werefiwo ,y-ftihes "filled 
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Fig. 5. 



witli soda-lime. The various parts of the glass, as also the rubber 
corks and joints, were carefully coated with paraffin. The glycerol 
bath having been brought to the constant temperature, and maintained 
at that point for some time, the exhausting syringe was worked until 
the mercury in the manometer stood at some little distance above the 
desired pressure, when the glass stopcock e was closed and the stop- 
cock of the platinum apparatus cautiously opened; the alternate 
opening and closing and occasional working of the syringe being 
repeated until the desired reduction of pressure was effected. Re- 
peated observation showed that the molecular breaking down of tbe 
enclosed hydrogen fluoride is not absolutely instantaneous ; but great 
care was taken to ensure that the volume of the hydrogen fluoride 
showed no further alteration; in all cases both temperature and 
pressure became eventually constant, and remained so for some time 
before the flnal readings on the attached millimetre scale / and ther- 
mometer were taken. The apparatus was then weighed, and the 
amount of the residual air determined in the manner already described. 
The results are seen in Table III (p. 180 ). 

These results are graphically represented in Fig. 7, p. 182. 

It will be at once evident why the particular temperature of about 
32^ was selected. It is at this point that the vapour of hydrogen 
fluoride is supposed to consist wholly of ^ HaFa molecules. It wfli be 
! seen,, however, that' the slightest,, al.teration of' pressure at this: tern- 
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Table lll.—Slwiving Yapoior-density of Eyclrogen Fluoride tinder 
varying Pressures and at a constant Petnperature ( 31 * 8 — ^ 32 * 5 '^). 


No. of 
expt. 

°G. 

Mano- 

meter. 

Per cent, 
of residual 
air. 

Partial 

pressure. 

V.-D. 

Air " 1. 

19,. .. 

' 

32 *0 

754-5 

1*52 

743 

1-377 

44. . . . 

32*2 

703 -0 

2*35 

686 

1-239 

43 

31 *8 

666-0 

1*58 

655 

1-177 

41,, 

32-0 

613-0 

1*68 

603 

1-068 

40..,. 

32-5 

570-0 

4*45 

545 

0-963 

39.. 

32-3 

511 -0 i 

2*45 

498 

0-920 

45,. 

31-9 

371-0 

4*65 

354 

0-797 

42.. : 

32-3 

372-0 

5*21 

353 

0-789 


y.-i). 

1-1. 

Mol. wt. 

19 -87 

39 -74 

17*89 

35 *78 

16 '99 

! 33 ‘98 

15 *41 

1 30*82 

13 '89 

27 *78 

13 *27 

26 *64 

11 '50 

23*00 

11 *39 

22 ‘78 


peratnre at once disturbs tbe ultimate proportion of tlie complex to 
tlie simpler molecules in tke gaseous mixture, and accordingly tliere 
is liere no evidence of tbe existence of a stable molecule correspond- 
ing to H 2 F 2 . 

The reduction of the actual pressure may, however, be effected by 
diluting the hydrogen fluoride with an indifferent gas, as, for example, 
dry air. We have accordingly made a series of experiments at a 
constant temperature (about 32°) and at atmospheric pressure, by 


Fia. 6. 
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diluting tlie liydrogen fluoride with air, weighing the mixture, and 
determining the amount of admixed air in the manner already 
described. The platinum vessel was first filled with hydrogen fluoride 
in the usual manner, and air, dried by long contact with oil of vitriol, 
was passed into the apparatus from the graduated reservoir (Fig. 6). 
It w'as of course necessary to pass a greater quantity of air into the 
platinum vessel than was ultimately found there. After passing the 
air into the bulb, the U -tube and air reservoir were removed and the 
bath kept at the constant temperature for about half an hour before 
finally equalising the pressure in the bulb. In determining the 
residual air, the vessel was left under water for at least 30 minutes, 
the cock being occasionally turned ofl and the vessel briskly shaken. 

The numerical details of this series of experiments are given in 
Table IV. 


Table IY . — Showing the Vapour-density of Hydrogen Fluoride at about 
32° lohen mixed with ranging Quantities of Air. 


No. of 
expt. 

Temp. 

'*0. 

Barometer 
at time 
of expt. 

Per cent, 
of residual 
air. 

Partial 
pressure 
of vapour. 

V.-D. 

Air = 1. 

Y.-D. 

H - I. 

Mol. 

•wt. 

19 

32*0 

754 *5 

1*52 

743 

1 -377 

19-87 

39-74 

6 

31*7 

757-5 

4-57 

723 

1*309 

18*90 

37*80 

23 

31*8 

765 -0 

6*94 

712 

1 *290 

18*62 

37*24 

3 

32*5 

772 -0 

12 *59 

675 

1*182 

17*05 

34*10 

24 

; 31*7 

769 -0 

20*59 

611 

1 *102 

15*91 

31*82 

27 

i- 31 *7 

762-0 

24*62 

.574 

1-035 

14*94 

29*88 

29 

31*7 

750 -0 

28-15 

539 

0*967 

13*96 

27*92 

31 

1 31*6 

762 -0 

39 ‘25 

463 

, 0*854 

12 *32 

24*64 

30 

1 31*5 

744-0 

49*58 

375 

0*785 

11*33 

22*66 


A graphical representation of these results is seen in Fig. 7. The 
temperature of about 32° was selected with the view of seeing if the 
intervention of the air particles made any diflerence in the amount of 
dissociation. The character of the curve representing the decrease 
in density by direct diminution of pressure — that is, by the use of 
the exhausting syinnge, is identical with that given by mixing the 
vapour with air. The results given in Table III are indicated in 
Fig. 7 by the crosses : it will be seen that they lie practically on the 
curve. Hence it wonld appear that the intervention of the air particles 
‘ has no effect on the extent of the ultimate molecular breaking down 
of the hydrogen fluoride molecules corresponding to a particular 
diminution of pressure. The ^presence of the air may alter the rate 
of the, dissociation, but , it would fieem to have no appreciable mflnence 
on its ' amount.. 
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Fia. 7. — Eesiilts obtained with Biminislied Pressures at Temperatures befcvreen 

31 *5° and 32 ‘6° 0. 


Eesiiits marbed x diminution of pressure obtained directly. 
Eesults marbed . by mixing vapour witli air. 



We have thought it woTild be of interest to trace the dissooiativ'O 
change consequent on reduction of pressure at another temperature* 
and we have accordingly made a series of experiments at a tempera- 
iure of about 42*5^ with gradually increasing quantities of admixed 
air. The results are seen in Table V. 


Table V . — Showing ilie Yajpour-density of Mydrogen Fluoride at about 
42*0® ivhen mixed taith varying Quantities of Air. 


IJfo. of 
expt/. 

Temp. 

"o: 

Baro- 

meter, 

Per cent, 
of residual 
air. 

Partial 

pressure. 

V.-D. 
Air = 1. 

y.-D. 

H « 1. 

Mol. 

wt. 

10 

42 *8 

767*5 

3*42 

741 

0*910 

13 *13 

26 *26 

37 

43 T 

759 -0 

5*39 

718 

0*877 

12*65 

25*30 

35 

4 , 2-2 

773-0 

17*18 

640 

0 *814 

'11*74 

23'*48 

36 

42*2 

770-0 

18*01 

631 

0*813 

"11*73 

23 *46 

34 i 

42*0 

770-0 

21*98 

601 

0*802 

11*57 

. 23 ‘14r 

32 

43*0 

765-0 

22*96 

589 

0*784 

n *32 

22*64 

38 

■42*4 

750-0 

42*07 

434 

0 *745 

10 *75 

21*60 

33 

42 *5 

762-0 

51*38 

370 

0*704 

10*16 

20' *32 


Fig. 8 gives a graphical representation of the change ; as might be 
expected, the decrease in density for a.given alteration in pressure is 
much less at 42 "5° than at 32° and the curve in the former case more 
nearly approximates to a straight line. 
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Fie-. 8. — Results obtained by mixing the Vapour with Air at Temperatures between 

42 *0° and 42*$^ 0. 

700 640 580 520 460 400 340 


1*1 

0-9 

0*69 



760 700 640 580 520 460 400 340 288 


31 -8 

26 ‘0 

20 ' 0 ' 


Formalas connecting tlie vaponr-density of a dissociable gas witb 
its temperature and pressure, based on tberniod3niamical considera- 
tions, liaye been constructed independently by Willard Gibbs (Amer. 

Sci,, 1879; Cliem, Mews, 1879, 222), Boltzmann {Wied. Ami., 22, 
39), and J. J. Thomson (‘‘Applications of Dynamics to Physics and 
Chemistry,” Macmillans, 200). These forinulse hare hitherto had. 
reference to the cases of substances like nitrogen peroxide, acetic acid, 
and formic acid, where a molecule of the substance in the initial state 
is held to dissociate into two molecules of the same kind, or into two 
molecules occupying the same volume. In the case of hydrogen 
fluoride, the changing system is probably more complex, and if we 
assume the initial state to correspond with H4P4, we may have 
mixtures of molecules of all intermediate values down to HF. In 
such cases, the mathematical expressions in their original form are no 
longer applicable. 

The formula — ■ 


logDd(D - DO 

■“p3(4DT - DO-" 


A" ~ B' log , 
t 


in which Dj = 0*693 

A' 2178*1047 
B' = -729*7222 
0 = 108409*9 


reproduces the values in Series I with an average error of from 0*01 
to 0*02, but in the cases of Series lY the values obtained from the* 
equation are much further from those of observation. 

It has already been stated that a prolongation of the curve in 
Fig. 3 from 25'^ to 19° leads to an approximation to the value H4F4 as- 
the molecular weight of hydrogen fluoride at the point of liquefaction.. 
How, hearing in mind the analogies between, water and hydrogen 
fluoride already noticed, it, is, worth pointing ' out that;, this- 
determination of the' weight .of the' physical moleonle of, hydrogen 


184 MCLEOD: DECOMPOSITION OF POTASSIO CHLOEATE 


fluoride agrees witli Baoult’s estimation of tlie probaHe value of tlie 
pliysical molecule of liquid water obtained by experiments on. tlie 
iiiflueiice of soluble substances in lowering its melting point {Amt> 
GliBm. Fhys. [6], 292). 

Possibly a direct determination of tlie molecular weiglit of liquid 
liydrog’en fluoride miglit be made on tbe principle of EaoulPs method 
if an appropriate solvent could be found, together with a form of 
apparatus in which the use of glass was obviated. At present, how- 
ever, we have no hope of being able to make such determinations. 


XXV . — Feoomjposition of Potassic Chlorate hy Seat in the presence of 
Manganic Peroxide. 

By Heebiet MoLbob, P.R.S. 

Tee familiar process of preparing oxygen by heating a mixture 
of potassic chlorate and maiiganie peroxide, first described by 
Bbbereiner in 1832 {Annalen^ 1, 236 — 237), has been investigated by 
many chemists in the endeavour to trace the cause of the very ready 
decomposition of the chlorate ; the matter, however, seems to be still 
rather obscure, and the experiments described in this note were un- 
dertaken in the hope of farther elucidating the subject. 

Many years ago it struck me that the physical condition of the 
manganic peroxide was changed by heating with the chlorate, and I 
made a few experiments on the subject, but without any satisfactory 
result. 

During the last three months a series of experiments has been 
jiiade with various kinds of peroxide of manganese, and there is no 
doubt about the change of the peroxide. 

The temperature employed has usually been that of boiling 
mercury, and the experiments have been carried out in the simplest 
way. A test-tube was weighed and about a gram of powdered 
potassic chlorate (which had been once recrystallised from water, 
powdered, and dried in a water-oven); and about 1/lOth of its weight 
of manganic peroxide were introduced. The test-tube, attached by 
a bent tube and corks to a containing a solution of potassic 

iodide, was then placed into a wider test-tube, containing a sinall 
quantity of mercury, and the latter heated' until the vapour; olhha' 
mercury, rose some distance above, the mixture in the, .interior 'tuba.;.,;);';, 
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Potassic cMoi^ate anclergoes no perceptible decomposition at tlie 
temperature of boiling mercury ; tbe powder, however, cakes together, 
and when the experiment is observed under the microscope there is 
an appearance of incipient fusion. In one experiment (I) (see Table, 
p. 193) 1*7107 grams of potassic chlorate was heated in mercury 
vapour for an hour and lost 0*0018 gram, or 0*105 per cent. In 
another case (XYII), 1*4402 gram of the chlorate was heated for 
10 hours and the loss was 0*0024, or 0*167 per cent. This experiment 
was done under the microscope, and there were signs of fusion in 
15 minutes after the heating commenced. The loss in %veight was 
probably due to the presence of a small quantity of water. 

The oxide of manganese used was obtained from various sources. 
Some, called ‘‘ crystalline,” obtained from Messrs. Hopkin and 
Williams, was in fragments of a cxystalline structure ; this was 
broken up in a mortar and levigated, the very fine particles being 
rejected. The rest was dried and sifted, the portion which remained 
between sieves with apertures of 0*19 and 0*16 miu. was [kept and 
called “ granular oxide ; ’’ it contains a small quantity of iron. 

Some manganic peroxide was prepared by adding a solution of 
bleaching powder to a solution of manganous chloride, the precipitate 
was collected and washed, and afterwards boiled in acetic acid to 
remove any calcic carbonate present. It was then washed, dried, and 
heated for some time in a test-tube surrounded with mercury vapour. 
The compound was found from its loss on ignition to be MugOg. 

A specimen of crystalline pyrolusite was used in some experiments. 
This was powdered and levigated, and the coarser portions employed. 

I am indebted to Mr. Y. H. Yeley for two specimens of manganic 
peroxide, one of which was precipitated by tbe action of chlorine 
on pure manganous acetate (Trans., 1880, 37, 581). Mr. Yeley 
attributes to this compound the formula MboOu + When diied, 

first in the water-oven and afterwards in the vapoilr of boiling 
mercury, it lost 7*182 per cent. Tbe other specimen was a piece of 
finely cryslaliised pyrolusite from Windsor, hTova Scotia ; it contains 
a trace of iron. 

The first experiment (11) was made with 1*0276 grams of potassic 
chlorate mixed with 0*1015 gram of “granular peroxide.” The 
test-tube was heated in a beaker of mercury. At 13° below the tem- 
perature at which the mercury boiled, gas came off slowly, but at 
the boiling point tbe evolution was rapid. The solution of potassic 
iodide was coloured, and on titration with sodic thiosulphate it was 
found that the amount of chlorine which had been evolved was 
0*0375 per cent, of the quantity of chlorate employed. The loss of 
weight of, the test-tube and .contents was 0*3975 gram, or 38*682 per 
cent.'^ of thenhlorate used. Taking, 39, 35*37 and 15*96 as fhe 'atomic 
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weiglits of potassiimi, cMorine, and oxygen respectively, tlie per- 
centage of oxygen in potassic cHorate is 39'166. Tlie residne in tlie 
test-tube was extracted with water and filtered through a weighed 
filter, the manganic peroxide was now in a very fine state of division 
and weighed 0’1007 gram, or 99*211 per cent, of the quantity 
taken. 

Ill the next experiment (III), the mixture was heated in the vapour 
of mercury ; the mixture suddenly softened and swelled up, and gas 
was evolved so rapidly that some of the potassic iodide solution was 
projected from the U -tube, and white fumes were seen. Doubtless 
some of the mixture was carried over mechanically. The loss of 
weight was 39*145 per cent., the quantity of chlorine 0*0283 per cent., 
and the manganic peroxide recovered 98*5 per cent. 

When the mixture of potassic chlorate and granular peroxide ivas 
heated by a gas flame, the evolution of oxygen wUvS more violent, and 
some of the mixture was carried oyer by the gas. In one experi- 
ment (V), tlie loss was 39*380 per cent., and the peroxide recovered 
was only 97*294 per cent. In this case more chlorine was evolved, 
being 0*047 per cent of the chlorate taken. 

With the specimens of pyrolusite, the action was not so rapid, and 
less chlorine was evolved (TI, VII, and VIII). 

With precipitated peroxide, the action is much moi'e violent, the 
action being completed in about five minutes. There was usually a loss 
of solid matter from the tube, and more chlorine was evolved (IX, X, 
and XI). 

It has been stated that the manganic peroxide loses its power of 
decomposing potassic chlorate, and therefore cannot bo used over and 
over again (E. 0. Brown, quoted by Baudrimont,^ J. Chem. Sog,j 1871, 
24, 1151). To test this, a quantity of granular peroxide rather finer 
than that used in the previous experiments was heated in a test-tube 
with potassic chlorate over a gas flame, the mass washed with water, 
and the insoluble residue dried. This operation was repeated nine times, 
and the washed and dried oxide was heated with potassic chlorate in 
the vapour of mercury. In this case (XII), the quantity of peroxide was 
only 6*8 per cent, of the amount of chlorate, and yet the action was 

^ This paper appeared in the Journal de Pharmaoie et de Chmie [4], 14, 84“— 94, 
161—177 . (Ill tlio J onrnal of the Chemical Soeietif it is quoted from J. pr. Chem,, 
wkicli is obviously an error.) In the original, it is not stated that Brown had 
asserted that the oxide was exhausted by use, and in the same voL of the Journ, 
Pharm,, p. 22, there is a i*eport on the preparation of oxygen by Ooulier, Limousin, 
J. Eegnauld, lungfleisch, and Baudrimont, in which it is stated on p, 77 tliat the 
oxide does not lose its activity by previous use. I did not see these papers until the 
work was nearly completed) , I would strongly recommend ' them to the atteiBion 
oi' all chemists working on this subject. 
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veiy violent, and complete in two minutes. The loss was 39T21 per 
cent, and the amount o£ cWorine 0*045 per cent. The peroxide was 
entirely changed in appearance, and was brown instead of black. 
This shows that the peroxide cannot he exhausted by use, and the 
change of character seems to indicate that the peroxide had entered 
into chemical action and had been reproduced. 

It will be noticed that in all these experiments an appreciable 
quantity of chlorine is evolved together with the oxygen. This 
evolution of chlorine is well known and has been frequently described. 
The questions arise, what is the source of this chlorine ? and is its 
evolution a necessary accompaniment of the action of the manganic 
peroxide on the potassic chlorate ? 

The specimen of precipitated manganic peroxide which gave the 
largest quantity of chlorine was prepared from manganous chloride 
by the action of solution of bleaching powder, and when it was first 
prepared it contained a small quantity of chlorine. After having 
been heated in the vapour of mercury, however, this chlorine was 
eliminated. If all the chlorine evolved in Experiment IX had come 
from the manganic peroxide, the latter would have contained nearly 
2^ per cent, of it. 

When sodic chloride is heated in a test-tube with manganic per- 
oxide over a gas flame, a very perceptible quantity of chlorine is 
evolved. A small quantity is also liberated when the mixture is 
heated to the boiling point of merciuy, so perhaps it is more a 
matter of surprise that so little chlorine is present in the oxygen 
obtained from potassic chlorate and peroxide of manganese than that 
any should be produced. 

To see if the addition of a body that would prevent the evolution 
of chlorine would aflect the liberation of the oxygen, two experiments 
were made, in one of which (XIII) about half a per cent, of sodic 
carbonate was added to the mixture. At the boiling point of 
mercury, less than 6 per cent, of oxygen was evolved in half an 
hour. On heating over a gas flame, the action was not rapid and 
the fused mass appeared greenish ; and on cooling, a small quantity 
of permanganate was observed. In the other experiment (XIY), 
about the same quantity of potassic carbonate was used ; about 
8 per cent, of oxygen was evolved ‘at the boiling point of mercury, 
and more than the theoretical Joss was observed after heating with 
a gas flame ; this was probably due to loss when the test-tube 
melted, 

' As a considerable quantity of the manganic peroxide did not 
seem to he broken up when heated with the chlorate, some experi- 
ments were made to see if a much smaller quantity of the peroxide 
, was capable of efleoting the- complete decomposition qf the, salt. ,:In 
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Experiment XV less than 1 per cent, of the peroxide was used, and 
although the gas was evolved very slowly (the heating being con- 
tinued for 5 hours and 20 minutes), yet iiltiinately almost the 
theoretical quantity of oxygen was liberated. 

A still smaller quantity of peroxide also affects the chlorate, hut 
much more slowly ; in Experiment XYI only O’l per cent, was used, 
and after 22 hours 40 minutes 6*289 per cent, of oxygen had been 
evolved. An accident prevented the experiment being carried 
farther. 

In those experiments in which the quantity of peroxide is very 
small, the white ^chlorate covers the granules and only a few black 
specks are visible. When such a mixture is heated, it is very curious 
to observe the formation and growth of grey spots starting from the 
granules, these spots increasing until the whole mass is uniformly 
grey. It seemed to he interesting to study the course of this change^ 
and for this purpose a small quantity of potassic chlorate was placed 
in a test-tube with a single granule of the peroxide. The test-tube 
was inserted in a wider tube with some asbestos at the bottom, and 
the bulb of a thermometer was placed close to the bottom of the inner 
test-tube. A microscope with a 4-inch objective was arranged hon;?;on- 
tally so that the grannie of peroxide could he watched, the light from 
a gas flame being condensed on the object by a lens. The bottom of 
the outer tube was heated by a gas flame ; and when the temperatiiro 
reached 350° or tbereahonts there were signs of fusion around the 
granule of peroxide, and the black mass appeared to glisten as if 
wetted or attacked ; as it was not possible to maintain the tempera- 
ture very constant, it was allowed to rise until the chlorate was all 
fused, when the peroxide was found to he broken uj> into miiinto 
fragments, each of which was a nucleus from which gas bubbles 
rose. On cooling, tlio fused mass had a distinct pink tinge as if per- 
manganate had been formed ; the colour could not have been duo to 
potassic ferrate, for the tint produced by this compound is quite 
different. 

In another experiment (XVII), to w’hich reference has previously 
been made, 1*4402 grams of chlorate were heated for 10 hours in the 
vapour of mercury before the microscope ; the loss was only O' 167 p(3r 
cent. A fragment of granular peroxide weighing 0*0002 gi*ain or 
0*014 per cent, was then introduced and the heating i^ecommenced. 
Minute particles soon became detached from the fragment, and the 
chlorate fused and flowed down in a stream between the glass and the 
rest of the salt, canying the particles wifch it. The tube was allowed 
to cool and examined, and the, mass was found, to pi‘eaent the appear-, 
''anq® so often , observed ; ' the grey ■ stain having' spi^ead for ; some 
;■ diqtunce from'/the^ granule'. ^ The heating wasnontinued,ipr'4i;bour8,' 
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and some of the chlorate fused. The loss was 0*847 per cent. On 
cooling the mass was pink. 

In Experiment XVIII, a hrilliant crystal of pyrolusite from 
Windsor, Xova Scotia, was placed in a test-tube containing powdered 
potassic chlorate. This was heated in the vapour of mercury before 
the microscope. The salt soon fused in contact with the crystal, and 
an action was seen to take place on the surface of the latter. The 
crystal afterwards broke up into fine needle-shaped fragments, and in 
55 minutes the whole of the salt was fused. After cooling, the mass 
was pink. 

The evolution of chlorine during the action of manganic peroxide 
on potassic chlorate, and also the pink colour which is seen when the 
manganese compound is used in small quantities, seem to indicate that 
the formation of a permanganate may have something to do with the 
rapid evolution of oxygen ; this has often been suspected by chemists. 
Some experiments were instituted to endeavour to prove this pre- 
sumption. 

An experiment (XIX) was made to determine the temperature at 
which the potassic permanganate is decomposed. Some crystals of 
air-dried permanganate were powdered and heated in mercury. Gras 
began to come ofi at 250®, and the evolution was rapid at 260® ; at 
275° the decomposition ceased. The mass in the test-tube had not 
fused, but it was almost black, and when water was added a deep- 
green solution was produced. The loss on heating was 11*176 per 
cent. In two other experiments the loss was 12*14 and 12*136 per 
cent, respectively. 

It is usually stated in text-books that potassic permanganate is 
decomposed by heat into potassic manganate, manganic peroxide, and 
oxygen, thus : — KaMusOs = X3Mn04 + MnOs + O3. Taking the 
atomic weight of manganese at 55, this would involve a loss of 10*126 per 
cent, of oxygen. The loss of 11*176 per cent, more nearly agmes with 
the equation 10K2Mn2O8 = 10X2MnO4 + 2Mn509 4- llOg. The quan- 
tity required by this change is 11*189 per cent. The loss 12*14 agrees 
nearly with the equation SKaMnzOs == SKaMnO^ -f MiisOg 4- 6O2, 
which requires 12*15 per cent. Too much reliance must not be placed 
on these results, as no endeavour was made to obtain pure perman- 
ganate ; the specimen used was a well-crystallised sample of the com- 
mercial salt. 

Several experiments were made to try the effect of the presence of 
different quantities of potassic permanganate on the decomposition of 
potassic chlorate in contact with manganic peroxide. In XX, XXI, 
XXII, andXXIII the percentage of pex’manganate to the chlorate 
was 0*151, 0*201, 0*449, and ,0*491 respectively, and it will be seen 
that as the permanganate increased the quantity of chlorine evolved 

' TOii. , ' . >' ' 
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climinislied, none -wliatever being liberated in tbe last case. In the 
firstj wliei^e the verj small percentage of permanganate was nsodj the 
quantity of chlorine is notably less than in other cases where chloi'ate 
and the granular peroxide wei*e heated together (II, III, IV, and V). 
The presence of the permanganate, however, very perceptibly dimi- 
iiisbed the rate of decomposition of the chlorate* 

When the percentage of permanganate was raised to 2*3 (XXIV), 
the time was still further prolonged, so that in 1 hour 50 minutes 
little more than two- thirds of the chlorate was decomposed. The 
residue, after heating, contained manganate. 

A mixture of nearl}?- equal quantities of potassic chlorate and 
potassic permanganate was heated in mercery (XXV), the perman- 
ganate underwent its usual decomposition, there being 11 '468 per cent, 
of its weight of ’gas evolved below 275°. On again heating in mercury, 
gas came off freely at 350^^, and quickly at 356“. The mass was 
caked but not fused ; on farther heating in the vapour of mercury for 
35 minutes, very little more gas was evolved. Almost the whole of 
the oxygen of the chlorate was liberated. On adding water to the 
residue, the solution was green. 

Another similar mixture fXXVI) was heated in mercury vapour. 
Gas at first came off rapidly and then diminished in quantity j it 
sixbsequently came off very rapidly, and some solid was carried over 
mechanically ; the decomposition was completed in 10 minutes. The 
residue was not fused, and was found to contain manganate. The 
loss was 0'2425 gram, whereas the quantity of oxygen tliat might bo 
expected from the permanganate and chlorate is 0'2404 ; the excess of 
loss was probably duel to the solid that was carried over. 

These experiments would seem to indicate that potassic manganate 
will not assist the deciomposition of the chlorate, and that when tlie 
mixture of chlorate aujd permanganate is heated, the former is decom- 
posed by tlie oxide of liberated during the decomposition 

of the latter. \ 

When potassic chlor^W^^fttkid with a very small quantity of man- 
ganic peroxide, a pink colonr is observed in the mass on cooling, as 
before stated. When this pink map is fused over a flame, oxygen is 
evolved, but the colour persists until nearly all the chlorate is decom- 
posed ; it then becomes greenish, arid when further heated the fused 
residue of chloride has a brownish a|^pearance. If the pink colour is 
duo to permanganate, as seems mo^t probable, it would appear to 
indicate that the permanganate is hedng continually x*eproduced as 
rapidly as it is decomposed by the help, for the above Experiments 
XXI, to XXVI prove that permanganate is decomposed in the 
presence nf potassic chlorate. When the .peroxide ps.nsed' in large 
quantities, the'. pink colour; is masked'' by th^:;'b'lack;^, opdcy although 
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it can hardly "be doubted that it is ideally formed. This observation 
seems to supply the key to the question. 

At first sight, it appears impossible that a compound can be formed 
at a temperature at which it is decomposed, but we have a somewhat 
analogous case with ammonia, which is decomposed by electric sparks, 
and yet when sparks are passed through a mixture of hydrogen and 
nitrogen, small quantities of ammonia are formed. 

It has been stated by H. IST. Warren (^Glieni. News, 58, 247) that when 
potassic chlorate and manganic peroxide are heated in an iron tube 
and the residue extracted with water, the solution is alkaline. I have 
often tested the solutions obtained from the i*esidues after heating in 
test-tubes, but have never been able to recognise the faintest trace of 
alkalinity ; the same result was found with the residue after heating 
in a platinum crucible ; but if tbe residue had been strongly ignited, 
the solution was alkaline. 

It has been shown hy Ecoles (/. Ghem. Boo,, 29, 857) that potassic 
perchlorate is not formed when potassic chlorate and manganic per- 
oxide are heated together ; and I have found that when perchlorate is 
heated with the peroxide to the temperature of boiling mercury it does 
not lose oxygen. To the residue some potassic chlorate was added and 
the mixture again heated, when nearly the theoretical quantity of the 
oxygen from the chloi’ate alone was evolved. This observation entirely 
confirms that of Eccles. 

If the manganic peroxide undergoes a chemical change, first enter- 
ing into combination and then being reproduced, it seemed to be of 
interest to try the effect of one of the other oxides of manganese, for 
if this acted similarly it might be expected that after the action it 
would be found to have been changed into the peroxide. 

Some precipitated manganic peroxide was heated in a platinum 
crucible to dull redness and weighed. It was then ignited for 45 
minutes, by which it is said to be couvei'ted into MnaOd. Some of it 
was mixed with potassic chlorate and heated in the vapour of mercury 
(XXVIl). The mass fused and the chlorate was entirely decomposed 
although very slowly; very little chlorine was evolved. The in- 
soluble residue was a little heavier than the oxide taken, amounting to 
100*929 per cent, ' 

Another quantity of the ignited oxide was heated in a muffle for two 
hours, when it lost 1*804 per cent. Some of this oxide was mixed 
with the chlorate and heated for three hours in the vapour of mercury 
(XXVIII). Xo chlorine was evolved, hut the chlorate evolved nearly 
the whole of its oxygen. The oxide recovered was 98*071 per cent, of 
' that used. If the oxide had. 'been entirely transformed into MnO^, 
.about 114 per cent, should have been collected. ; In a note to the 
..Eeport of Messrs.' Oouliei",''&c., above quoted, it is 'said,' on p. 27, that 
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M113O4 is no less active than MnOo. Bauclrimoiit (loc. cit.^ p. 163) 
states that M113O4 acts more feebly than HnOa- 

It may be the fact that only a very small portion of the manganic 
peroxide is converted into another compound, the remaining portions 
merely acting as nuclei for the liberation of gas. It is noticeable tbat 
in tbe test-tubes in wliich tbe mixture of potassic chlorate and the 
peroxide is heated, a deposit of very fine powder is always observed on 
the glass which has been in contact with the mixture. This adheres 
firmly and is not removed by merely %vashing with water. Probably 
this represents some of the peroxide which has been reproduced. 

Two experiments were made with a mixture of chlorate and plati- 
num-black (XXIX and XXX), to see if a substance wliich might he 
expected to be chemically inert would assist in the decomposition of 
the chlorate, the particles acting merely as nuclei; in the first, 
19' 845 per cent, of gas was evolved in one hour, and in the other the 
mixture was heated for 9| hours with two interruptions ; when weigh- 
ings were made, 28T11 per cent, of oxygen was evolved, so that the 
chlorate was far from being entirely decomposed. The most remark- 
able result was the evolution of about 0'02 per cent, of chlorine, so 
possibly a platinate or platiuite was formed and immediately decom- 
posed ; the chlorine, however, may be due to insufficient washing of 
the platinum-hlaok, which was made by reducing platinic chloride by 
sodio formate. 

Prom the foregoing experiments, the mechanism of the action of 
manganic peroxide on the potassic chlorate, under the influence of 
heat, seems to be something of the following kind: — Firstly, the 
peroxide acts on the chlorate forming permanganate, chlorine, 
and oxygen. 2Mn03 + 2KCIO3 = KgMnsOa + Ob 4* Oo. Chlorine 
is certainly evolved as soon as the action commences. The per- 
manganate then undergoes decomposition by the heat, producing 
manganate, an oxide of manganese and oxygen; for simplicity we 
may use the ordinary equation K2Mn208 = K2Mn04 + MnOa + O2. 
The third stag© is not quite so clear ; it is very improbable that the 
manganate is transformed into permanganate by the oxygon from the 
chlorate, for in Experiments XXIV and XXVI, in which permanga- 
nate and chlorate were heated together, manganate remained in th© 
residue. It is more likely that the manganate is acted on by more 
chlorine prodneed by the action of the peroxide on fresh chlorate, 
thus, K2Mn04 4- CI3 == 2K01 4- MnOg 4- Og. I have found that when 
chlorine is passed into the residue obtained by beating potassic per- 
manganate, the residue being heated in the vapour of mercury, 
chlorine is absorbed and oxygen evolved. In this case, however, the 
action proceeds iurther, for not only is the potassium transfox*med into 
chloride but much' of the manganese, is also converted, into chloride. 
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Tiolent at 340°, and com- 
plete in 15 sec. Mercurj 
boiled at 353°. No more 
gas in 10 iniu. 



graniilarj 
wliicli I] ad 
been used 

XTT 0 -8535 6-842 — — 0-3339 39-121 0-045 94-007 mercm-j 0 20 Gas came off very quickly, 

Tajjoiir finislied in 2 min. White 

Rndie fumes in U-tiibe.' MnO^ 
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gas bubbles were formed, 
and the mass seemed semi- 
fused. In 40 min. the 
mixture was fused. 
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0 *2055 37 ‘459 0 — | — — At 345° gas came off freeljj 

at 350° quickly. Mass 
caked, but not fused. 
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If tliis took place in tlie preparation of oxygen, tke solution obtained 
by extracting tbe residue witli water would contain manganese, wbicb 
is not tbe case. Moreover, manganous chloride cannot exist at a bigb 
temperature in tbe presence of potassic cblorate, for it is immediately 
transformed into an oxide with evolution of chlorine. If the chlorine, 
which might be produced by the action of the peroxide directly on 
the chlorate, is thus absorbed by the mangauate, it fully explains the 
very small quantity of chlorine that is evolved, for in the case in 
which the largest proportion was found (IX), when precipitated 
peroxide was used, it corresponds to only 6 per cent, of the peroxide 
present, and as the action in this case was of a very violent character 
it is not improbable that much of the chlorine was due to the sub- 
sequent action of the peroxide on the potassic chloride. In the 
experiment in which granular oxide was used and the mixture heated 
over a gas flame (V), the quantity of chlorine corresponds to little 
more than i per cent, of the peroxide. 

The table (p. 191, et seq.) contains the details of the experiments 
referred to in the paper ; they are not, however, given in the order in 
which they were actually made. 


XXYL—Goniri'but'ions to the Qhemistry of Lignification. Constitution 
of the Jute Flbre-suhstance. 

By C. F. Cross and E. J. Bevah, 

Since the publication of earlier papers on this subject (Trans,, 1882, 
90 ; 1883, 18) we have continued to prosecute our researches in 
various directions, certain of which have led to results from which 
more positive conclusions may be drawn as to the molecular constitu- 
tion of this group of compound celluloses. Of these we proceed to 
give a short account. The investigations have been, for the most 
part, confined to the jute-flbre, than which we have found no better 
representative of the group of lignifled celluloses. With regard to the 
term lignocellulose, we should, perhaps, explain at this point, that it 
recommends itself as being a sufficient description, without contain- 
ing any suggestion as to the nature of the pi*ocess by which they are 
formed, and which we do not think, speaking from the chemical point 
of view, is by any means completely elucidated. 

Although from its nature the jute-flbre is an aggregate, it exhibits, 
notwithstanding, the constancy in composition and properties which 
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denote a cliemical individual. Tlie simplest expression of its elemeii- 
taiy eomposition is tlie empirical formula Ci 3 Hi 80 o(C = 47'0, H = 

0 = 47 ' 0 ) ; wliilst its proximate resolution into celkdose ( 78™~80 per 
cent.) and non-celkdose ( 20—22 per cent.), may be represented by tlie 
formula SCsHioOsjCcHeOs. For tlie moment, we advance tliis as a 
statistical rather than a molecular expression, leaving it to the experi- 
mental evidence to be adduced to show in what degree it is established 
in the latter and more definite aspect. We shall show, in the first 
instance, that the more oxidisable constituents of the jnte-fibre, to 
which is applied the neutral term non-cellulose, are compounds, or 
a compound characterised by an atomic ratio, approximating to 
Ce : He : O 3 , and associated with the cellulose in chemical rather than 
mechanical union. 

The intimate nature of this union is shown j^rsj5 in its resistance to 
the action of all simple hydrolytic agents. The alkalis in aqueous 
solution, the dilute mineral acids, such as have neither oxidising 
nor reducing properties, attack the fibre in proportion to temperature 
and duration of action. The result is a solution of the fibre sub- 
stance, in quantity from 1 to 30 per cent, of its weight, according to 
the conditions, but without producing any essential chemical change 
in the insoluble residue (Trans., 1882, 100). In illustration of this 
point, we cite here the results of the “ mercerising ” treatment 
Dictionary^ ISTew Edition, Cellulose ”), as applied to the jute-fibre. 


Solution. 

Temp. 

Loss of 
weight. 

Time. 

Percentage coliulosef in 
product. 

1 i>er cent. NaOH , . 

boiling 

7 per cent. 

10 mins. 

79-1 77-S 78-7 

33 



18^ 

7-9 

1 hour 

78 -S 78-7 — 

33 



18 

9-(> 

48 hours 

79-1 — — 

33 



18 

14 -3 

7 davB 

78-9 _ — 

33 

j) 


18 

14-8 

14 ; 

78-7 — - 

33 

3» 


80 

13 -2 

1 hour 

78-5 79-8 — 

50 

}J 

EOH . . 

18 

14-2 

7 days 

79 -g- — — 


The structural changes attending the action are profound, as they 
are in the case of cotton. The individual fibrils increase in thickness 
at the expense of length to the almost entire obliteration of the 
central canal ; at the same time the union of the fibrils into bundles 
is more or less completely resolved, and the splitting up of the 
bundles is accompanied by the development of a wavy outline. So 

* The empirical formula actually deduced from the experimental results given 
in this paper is O 76 H 80 O 37 (see pp. 207 and 213), 
t The ''Cellulose in' these determinations serves as a constant to which to refer 
: possible variations of the non-cellulose. 
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tliat, with the increased softness, the increased fibre has an external 
resemblance to wool. This increased softness is to be noted as a 
distinction from the pectic fibres or pecto-cellnloses, which are hardened 
by such treatment. Reverting to the chemical features of these 
hydrolytic changes, the product does not difier in any essential point 
from the original fibre ; the aggregate composition (0,H,0), the pro- 
portion of cellnlose to non-cellnlose, and the characteristic properties 
of the latter persist unchanged. 

The structural changes determined hy the dilute acids, on the 
other hand, are opposite in character. The fibre substance surviving 
undissolved is converted into a hard friable modification, fracture 
taking place across the fibre bundles wbich are not resolved by the 
treatment. But the chemical feature of resistance of the combined 
molecule to -hydrolytic resolution is equally characteristic in relation 
to this group of reagents. 

The dissolution of the fibre substance in tbe ammonio -copper 
reagent, when carried out fractionally, also fails to resolve the com- 
pound molecule in question. In short, the fibre -substance is to be 
regarded as an aggregate, only in the sense that some portions (or 
molecules) are more susceptible of hydration than others, and 
although these may be attacked and dissolved wholly or in part by 
hydrolytic agents, they are not decomposed, hut preserve intact their 
essential characteristics, which are those of the original fibre-sub- 
stance. 

The force of this conclusion is not diminished hy the consideration 
of the resolutions effected hy hydrolytic agents other than those 
above mentioned, or by these agents under extreme conditions of 
temperature. Thus, dilute nitric acid at 60®, sulphurous acid 
(7 per cent, solution) at 90 — 100®, and the aqueous alkalis at high 
temperatui'es, resolve it into cellulose and non-cellulose (soluble), at 
the same time attacking the cellulose more or less. But in these cases 
other conditions, whether of oxidation, reduction, or dehydration 
(condensation), are superadded, and our conclusion as to resistance 
of the lignocellulose molecule to simple hydrolysis, is unaffected by 
the results. 

Secondly, In those reactions of the fibre substance which depend 
on its alcoholic characteristics (OH-gronps), its molecular homo- 
geneity is equally manifest. We give the statistics of the conversion 
of the lignocellulose into nitrates under varying conditions. 

(u.) Mtrating acid : mixture of equal volumes of nitric acid 
(sp. gr. 1*43) and sulphuric acid (sp.gr. 1’8). Temp. 18^. 
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Duration of 

Yield per 

exposure. 

100 pts. fibre. 

1 min. 

125*2 

2 mins. 

129*2 

3 „ 

140*0 

4 =, 

149*0 

15 „ 

146*0 secondary actions with con- 

16 hours 

131'0 version into soluble pro- 


ducts. 

(Ih) NTitrating acids : I. As in (a). II. Mtric acid o£ 1’5 sp. gr., 
1 vol. ; siilplmric acid, sp. gr, 1*8, 1 vol. III. Mtric acid of 1*5 sp. 
gr., 1 vol. *, faming sulphuric acid, 0*75 vol. 

In addition to the raw fibre (A), the modification resulting from 
the action of hot dilute hydrochloric acid (B) was included. 

Duration of exposure in all cases 30 minutes at 18°. 

Results : yield of nitrate per 100 parts dry fibre : — 


I. II. III. 

A 144*4 153*3 154*4 

B 143*8 152*8 152*7 


A reaction according to the equation CiaHigOg + 3HlSr03 = SHgO + 
GiaHigOc (1103)3, is equivalent to a gain in weight of 44 per cent. : the 
conversion into the tetraniti^ate, 58 per cent. The formation of the 
latter appears, therefore, to be the limit of nitration of the juto-fibre ; 
in other words, if we represent the lignocellulose molecule hy a O12 
formula, it will contain four alcoholic OH-groups, or two less than 
cellulose similarly represented. 

To confirm the composition of these products and the equations 
above given, the specimen IIIA was analysed by Eder’s method 
(Rer., 13, 169), with the following result : — 

0*453 gram gave 82*0 c.c, HO at 19° and 770 mm. ; whence — 




10*5 per cent* 


Gale / GisHi 506(H03)3 9*5 p. c. 

11*5 „ 


These nitrates resemble those of cellulose in all essential points. 
There is no evidence of any resolution of the molecule attending its 
combination with the acid radicle ; the product is a nitrate of the 
lignocellulose, which again manifests itself as a chemical individual. 

But, as we have' previously pointed out (ha oH;), the nlost Charac- 
teristic reactioia:'of,^ the fibre 'substance is" that with ' chlorine '(in pre- 
sence of moisture). The product of chlorination is not homogeneous, 
however, ' as »e':lhe' nitrates alcoHbl'removeS'^ a chlorinated deiuvative 
of'4he non-heilhla|:e,dieayin^^^ time, after exhaustive treat- 
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ment, a certain proportion — about one-£ourtb. — combined witb tlie 
cellulose in sncb a way as to resist tlie action of solvents. 

A statistical study of this reaction has enabled us to make some 
progress towards elucidating the problem of the constitution of the 
fibre substance. 

Mrs'l, with regard to the quantity of chlorine combining, 1*613 gram 
was chlorinated and dried in a vacuum over potassic hydrate (it was 
necessary to remove the hydrochloric acid in this way, as the 
chlorinated compound is appreciably soluble in water), and lastly, in 
the air-bath at 105°. We obtained 1*765 gram of dry chlorinated fibre ; 
or 0*152 in excess of the original weight. The chloiune, estimated in 
the usual way, was found equal to 0*1511 gram ; or 9*4 per cent., 
calculated on the original weight of fibre. This result was confirmed 
by other similar experiments. The numbers obtained we judged to he 
somewhat high, owing to the evidence of the presence of residual 
hydrochloric acid, in the chlorinated fibre blackening somewhat on 
heating. We therefore decided to measure the volume of chlorine 
disappearing in the reaction, and constructed an apparatus for the 
purpose already described in a note communicated to the Glmn. News, 
58, 215. 

The essential portion of this apparatus is the reaction flask or 
bottle A. This is closed by a cork, through which pass two tubes. 
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Tlie first, B, is blown ont below to a thin bulb ; it carries an outer 
tube of india-rubber above, tbrongh which is inserted a rod, 0, of 
somewhat less diameter, and reaching nearly to the bottom of the 
bnlb. The prepared fibre is introduced into the bulb, and at the 
required moment the bnlb is shattered by a blow on C, and at once 
freely exposed to the chlorine atmosphere in A. A second tnbe, D, 
of narrow internal diameter, serves to connect the bottle with any 
convenient gas -measuring apparatus. The tube E contains a small 
quantity of the pi'epared fibre, and serves to indicate any difinsion of 
the chlorine outwards ; which, however, we have never found to 
occur. It is as well to keep the gas atmosphere in A under a some- 
what diminished pressure during the experiment ; the absorption of 
the gas being followed (when an ordinary IJ-tnbe with mercury 
reservoir is used) by continual additions of mercury from the 
reservoir. 

W e need not enter in detail into the other pi’ecantions necessary to 
be observed, beyond remarking that the containing vessel was filled 
over warm water, on reinverting, a small quantity of water 
(5 — 10 e.c.) was allowed to remain in the bottom of the vessel, in order 
to provide for the complete absorption of the hydrochloric acid formed 
in the reaction. 

We give the results of two, from amongst many concordant deter- 
minations. 


(1.) 1'062, fibre; temp. IS"" ; bar., 758—18. 

Duration in minutes 10 IB 30 40 45 

Cl combining, c.c 52‘5 53*5 59*0 60’0 60*0 

Volume of Cl corrected to 0° and 760 mm. ; 55 c.c. = 0T764 gram. 

At the conclusion of the experiment water was added to the con- 
taining vessel, the excess of chlorine expelled, and the hydrogen 
chloride formed was determined by titration, and found equivalent to 
2 *5 c.c, normal alkali; we have, therefore — 

01 in combination with fibre substance . . 0*0876 

Cl as HOI formed in the reaction. ....... 0*0888 


0*1764 , 

The quantity of chlorine ,as hydrogen chloride in excess of the 
equivalent in combination is 0'0012. 

The chlorinated fibre resulting from this experiment was boiled in 
solntiou’ of' sodium nnlphite, 'and, 'the cellulose thuS' isolated;,,' after 
washing'^ and drying,. 'was found equal to 0*846 gram, or 79*7 'por cent, 
'of 'ihe originali; ''' ■ 
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(2.) 1*387 fibre; temp., 18*5; bar., 752 ™ 18*6. 

Dnrataon in minutes, 5 10 15 20 25 30 45 60 90 120 135 145 155 
Cl combining, c.c.. . . 47 53 57 59 62 63 69 72 75 78 80 82 82 

VoL of Cl corrected to 0° and 760 mm., 74*5 c.c. = 0*2390 gram. 


Cl as HCl by titration 0*1221 gram. 

Wbence 01 in combination 0*1169 


0*2390 „ 

Tbe clilorine as lirdrogen cliloride in excess of tbe equivalent in 
combination is 0*0052 gram. Cellulose isolated 1*094 = 80*5 per cent. 
Tbe percentage of chlorine combined with the fibre substance, and 
calculated on its original weight, is in (1) 8*2 per cent, in (2) 8*4 per 
cent. 

These results lead to the conclusion that the reaction is one of simple 
substitution of hydrogen by chlorine* We may extend this statistical 
inquiry by including what we had previously determined in regard 
to the composition of tbe chlorinated derivative. Our analytical 
results were as under : — 



Calculated for 


OigHisChOa. 

42*8 

42*85 

3*4 

3*38 

26*8 

26*69 


Tbe fibre, on cblorination, we now find increases foom 100 to 108*1, 

and from tbe above contains — tbat is, 30*2 of tbe cblori- 

26*8 ’ 

nated derivative of tbe non-cellulose. Subtracting this from tbe 
108*1 we get 78, wbicli agrees sufficiently well -witb tbe percentage 
of cellulose obtained. From this, we infer also tbat tbe chlorinated 
fibre contains no oilier compound, in addition to cellulose, but tbe 
chlorinated derivative of tbe above composition. 

This is confirnied by tbe following experiments, in wMcb tbe 
chlorinated deinvative was investigated in fractions: 4*218 fibre 
chlorinated, washed, and exhausted with hot alcohol, tbe solvent 
always employed by us in isolating the clilorinated derivative 
for analysis. After exhaustion, tbe , fibre weighed 3*635 = 86*2' 
per cent, of tbe original, still giving the brilliant colour re- 
reaction with sodium sulphite characteristic of tbe compound iu 
question. ^ Of this, residual fibre, ,1*232 grams -was analysed for 
chlorine' and found to, ' ' contain , 0*0225. ' This is equivalent ' to 

We leave out of ' cousid’eratio'n, while admitting the possibility of combinations 
of ‘Chlorine without substitution as with OH— OH-gronps. ' ' 

;TOh. 'BIT. ' Q‘ ' 
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0'0225 X O'OSi of tlie chlorinated compound, of which, there- 

26’ 8 

fore, con till aiiig tlie assninption, tlie fibre contains G'8 per cent 
Subtracting tills from 86 '2, tbe percentage of fibre remaining after tlie 
original eslianstion, leaves 79'4 for cellulose. This agreement with 
the percentage estimated confirms the assumption, and supjiorts the 
conclusion previously drawn as to the composition of the chlorinated 
fibre. 

We must now consider, by way of parenthesis, one or two points 
of subsidiary and general bearing on the main argument, and the 
observations upon which it is founded. First, with regard to the 
errors in the method of determining the amount of chlorine coinbin- 
iiigj by observing the deci'ease in volume. We need not enter into a 
minute discussion of all the probable errors, for the reason that the 
decrease in volume in c.c. is a large multiple ( >7) of the percentage 
on the fibre to be calculated therefrom, and therefore the only error 
of moment is that resulting from the absorption of chlorine by the 
moist fibre. 

Tbe quantity of water introduced by the fibre in experiments (1) 
and (2) was less than 1 gram in either case; the corresponding ab- 
sorption (solution) of chlorine would be from 1 to 2 c.c. This absorp- 
tion would affect the pei'centage of Cl. calculated in the fibre by an 
amount equal to 0'2 — 0*3. This error requires further to be dis- 
tributed between the chlorine as hydrogen chloride, and that in com- 
bination with the fibre substance. The former being taken as tlie 
difference between the observed absorption, and the cdilorine as 
hydrogen chloride determined independently by titration, it will be 
seen that the error falls entirely on the farmer quantity. 

Tbe determinations of hydrochloiac acid are subject to an error 
arising from the solubility of the chlorinated derivative in water ajul 
to its possessing an acid reaction. Washing the chlorinatiHi libre 
with saturated salt solution, in which the derivative is only slightly 
soluble, enabled us to minimise this error, which by direct observa- 
tion of the “acidity” of tbe derivative — using litmus as the indicator 
as in the above titrations — we found could not exceed 0*1 c.c. of 
normal alkali in the second of the experiments detailed above. One 
other point remains to be noticed, viz,, the work done by the chlorine 
used up in excess of the equivalent of that combining witli the fibre 
substance. We carefully determined, the quantities of carbonic acid 
formed in chlorinating the fibre, and in three experiments in which 
4*5 grams of fibre was employed the quantities determined were 
0*0156, 0*0210 and 0*0213, that is, from 0*003 to 0*005 per gram of fibre. 
The excess of chlorine in question would thus appear to be accounted 
for in the occurrence of, a certain, slight destructive oxidation.. ^ , 



CONSTITUTION- OF THE JUTE FIBUE-SUBSTANOE. 


207 


Applying tlie correction for tlie excess of the estimated clilorine 
reacting it X'educes the percentage upon the fibre substance from 
8'3 to 8*0. This we take to be the quantity actually combining. 
Taking the formula of the chlorinated derivative as determined by 
analysis at OigHisCbOo, or at what is perhaps more probable, 
CirjHnCkOg, and the aggregate formula for the non -cellulose from 
which it is formed as '^(CgHoOs), we find that the main reactifjii of 
chloiination can be approximately expressed by means of simple 
multiples of these molecules ; as under — 

19[3C6H,oO„CoHe03] + 24Ch = OCioHnCbO, + + 3H,0 

Lignocellalose. Chlorinated Celiulose. 

derivutiye. -|“ 24 !HO. 

The ratio I9C24H30Q18 : 24012 100 : 2 x 7*4. 

The equation leaves us with a plus of 18 atoms H on the right hand 
side. 

We must, however, at this point anticipate the conclusions sub- 
sequently established with regard to the non-cellulose. That it is a 
substance of considerable molecular complexity is of course to be 
presumed. The lowest atomic ratio deducible from a study of its 
constituent molecular groups is OTcHsnOs?, and although for statistical 
purposes this ratio may be taken at CeHcOa, it is necessary to sub- 
stitute the former expression in endeavouring to convert statistical 
into molecular quantities. The 19 x CeHgOa = OniHiuOs? must be 
corrected to CiuHi2i)05j(= 1’5 x C76Hfeo037). Leaving the cellulose out 
of consideration — as a constant — the chlorination of the non-cellulose 
may be represented by the equation — 

C1UH400O55 + 24CL = eCioHnCLOo + HoO + 24HC1, 
which equation leaves us with a plus of only 8H on the right hand 
side, a quantity inappreciable by experimental method, which there- 
fore would only require the employment of high multiples for its 
elimination. 

With regard to the molecular proportion of chlorine taken up in 
the subsidiary I'eactions, it is easy to, see that it equals 2OI2, that is, 
in terms of the quantities represented by the above equations. 

In regard to the cellulose isolated from the chlorinated fibre, we 
find it somewhat diiferent in composition from the normal CsHioOfi. 
Our previous analyses (Trans., 1882, 104) showed that it appxoxi mated 
in composition to ^ICgHioOsjH.O, and we ought, perhaps, to speak of it 
rather as a cellulose-hydrate, of which the cellulose of the ligno- 
celiulose is the residue.^* For the present, however, we are con- 
cerned in establishing the broad outlines of the chemistry of the fibre 
substance, and we are content, to leave our results in the simplest 
terms necessary to convey clearly oar main conclusions. 

' ;■ Q 2' 
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We have bow to resolve the non-cellulose molecule, which, up to 
the present, has been dealt with as a homogeneous aggregate. 

Following the lines of our previous communications (loo. cit,), we 
assume, as our starting point, the probable connection of the chlori- 
nated compound with the derivative obtained by the action of this 
halogen on pyrogallol. The original suggestion of this line of 
research, we would remind the Society, is due to Dr. Armstrong. 

We had previously shown (he. cit') that there was evidence of the 
presence of mairogallol in the chlorinated fibre, itis reactions with 
sodium sulphite and with ferric chloride being indistinguishable from 
those of the phenol- derivative. Similarly, also, the isolated chloro- 
derivative yields chloroquinones by sublimation. Mairogallol yields 
trichloropyrogallol on reduction with zinc and sulphuric acirl 
(Webster, Proc., 1887, p. 131 ; Hantzsch and Schniter, Per., 20, 
2033). The chlorinated fibre similarly treated yields to ether a sub- 
stance giving the deep blue reaction with barium hydrate, charac- 
teristic of this derivative. It has, however, been found impossible to 
isolate either trichloropyrogallol or mairogallol from the chloilnated 
fibre. 

Taking the qualitative and a poion evidence before us as a basis 
for tbe hypothesis of the formation of the former in the chlori nation 
of jute, we will again have recourse to the statistical method of 
proof. 

As mairogallol contains 50’5 per cent, of chlorine, and the deriva- 
tive under discussion 26*7 per cent., we conclude, on our assumption, 
that the latter contains 52 per cent, of the foianer, associated with a 
chlorine-free compound or compounds, amounting, therefore, to 48 pen* 
cent, of its weight. Or, taking the formnlce for these compound s in 
such multiples respectively that the numbers for ohlorine shall be 
equal, and subtracting, we arrive at the result as folio wb 

(a.) llCi.lTnCbOr = = 5841 

(h.) 4CisH7CluOi, = Or.H2HCl4A0 = 3094 

(c.) By difference . . C 137 H 159 Gsg 2747 

The proportion of the difference—tliat is, the chlorine-free hypo- 
thetical molecule (c) — to the original J 1 mols. of chlorinated deriva- 
tive (a) is 48 ; 100. W e have now to confirm this deduction, by the 
experimental diagnosis of the hypothetical molecule in question. 

In our earlier work (he. cii.) we had observed that the ciilormated'^ 
derivative had a powerfully reducing action on cupric oxide in 
alkaline solution, and concluded that it was a compound of a chlori- 
nated body, with a non- chlorinated derivative , of ' aldehydic nature.'/ 
That it was'a compound and not a nakturo; we showed by the invari-,; 
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able results of tlie analyses of tbe compoiiiid prepared from various 
sources and variously fractionated. The aldehydic constituent we sub- 
sequently found to be ftirfural (Trans., 1883, 20). To liberate this 
aldehyde, alkaline hydrolysis of the chlorinated derivative is necessary j 
on then acidifying and distilling it is obtained in quantity. Thus, 
from 2 grams of jute chlorinated and treated in this way, we obtained 
250 c.c. of distillate, giving a deep rose-red reaction with aniline 
acetate. Jute-cellulose, treated similarly, gives no furfural. This 
aldehyde is, moreover, a characteristic product of hydrolysis (acid) of 
all the lignocelluloses. We made an estimate of the yield of furfural 
from the jute fibi^e-suhstance, when decomposed by boiling with 
strong acids, using the approximate method proposed by Y. Meyer 
(Ber.j 11, 1870), and based upon the colour reaction with aiiiline 
acetate. The quantities estimated in two experiments were 10*0 and 
1T2 per cent, respectively (Jour. Soc, GJmn. Ind., 4, 11; 
Dimionary, New Edition, Cellulose ”). On the other hand, the 
isolated celluloses from such substances as jute, pinewood, and other 
fully-elaborated iignified fibres or tissues, yield no furfural, or at the 
most traces of it, under severe treatment. We have now to compare 
the composition of furfural with that of the hypothetical chlorine- 
free coustitiient of the chlorinated derivative expressed by the 


statistical formula, 

viz., 0i37Hi5yO59, US follows : 



F urfural. 

Hypotb. body. 



*^137 hisgOay. 

a... 


59*8 

H... 

4*1 

5-8 


It would appear, therefore, that the furfural is associated in the 
hypothetical molecule with a body, containing a relatively high pro- 
portion of hydrogen. This body we have had no difficulty in showing 
to be an acetic residue. 

The presence of methyl- groups is proved by the evolution of 
methyl chloride from the chlorinated derivative when heated. We 
also obtained this gas in latge quantity from the similar derivative 
which -we pi’epared from esparto and described in our first paper 
(Trans., 1882, '94). 

The fibre, when boiled with chromic acid, yields acetic acid in small 
quantity, but the most effiectual way of isolating the acid is by dis- 
solving the fibre in concentrated sulphuric acid in the cold, diluting 
and distilling ; from 4*5 grams thus dissolved, after the solution was 
diluted to 250 c.c. and distilled,^ we obtained a distillate of 160 c.c., 

We treated in this way the same weights of both cotton and jute cellulose. ' Ib' 
neither case did we obtain any Tolatile acid. The source of the acetic acid in the 
above experiment is therefore 'in the ndn-ceilulose constituents of the fibre. 
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containing 0*180 gram of acetic acid, togetlier with, fiirtiirah /Yhe 
distillate was redistilled from cliromic acid, the second distillate 
wdtli silver oxide, filtered, and eraporated to drjness- Silver ^^4etate 
ciystallised out, and the crystalline residue yielded, on ig’^Vition, 
1)4*7 per cent. Ag (calc, CaHaOsAg 64*6). Acetic acid was/ 
proved to be the only volatile acid formed. f 

Beverting to the statistical comparison of the hypothetical joo]e- 
cule with furfural -with our determinations of the proportion of 
aldehyde to the fibre substance, and assuming that the acetyl i’hdicle 
is present in the form of acetaldehyde, we infer, from the 
percentages, that these aldehydes are associated in the p^-oportio^ 
weight of six of the former to five of the latter. 

We may sum up our inferences as to the composition of the <3li|ox*i- 
nated derivative of the non-cellulose as follows : — 

100 parts of fibre combine with 8 of chlorine ; 108 of clilorina^^^^ 
fibre thus produced are made, up of 78 of cellulose and 30 of ohlorinat^,^j 
fibre. The 30 of chlorinated non-cellulose is made up aiDproximat^^l^. 
of 16 parts of mairogallol and 14 of the hypothetical molecule. Jf 
the hypothetical molecule are made up of 7*6 parts of furfural and 
of acetaldehyde. 

Having no further experimental evidence to adduce on the 
subject of our inquiry, we would close our communication at 
point, but we may, perhaps, be allowed to discuss certain 
general bearings. 

With regard to the statistical method pursued, it is unnecessa^,^ 
point out its imperfections. It must be judged by the exigencies Of 
case and by its results. We have made many ineifectiial ahfcemp;.j^ 
resolve the chlorinated derivative. We have closely stndi(;d 
gallol and the gi’oup of halogen- derivatives of tlie triliydric 
of w^hieh it is a member, with the view of finding a means of isola!i.jj,jg 
it, or a product of its decomposition from the derivative. Our 
it will be admitted, is in harmony with the conclusions drawn froni 
the statistical investigation as to the nature of this complex :moIeeu]| 
that is the association of mairogallol— itself a very unstable iTiolecri||^, 
—in combination with such active molecules as furfural and acetiA 
residues. ' 

Hantzsch and Schniter regard mairogallol (hc.cit,) m a condensed 
derivative of a typical quinoiie-cbloride molecule— 
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It is formed from pyrogallol by a destructive cMorination, wbicb. 
Stenbouse and Groves formulated as under : — 

dOcHeOs + 2401. + lOHaO = OisH^ClnOio + 6CO2 + 37HCL 

We made an approximate determination, by the absorption inetliod 
described above, of tbe chlorine required to chlorinate pyrogallol in 
presence of cellulose. We dissolved 0*100 of tbe phenol in a little 
water, and added the solution to a pure cellulose fibre, which was then 
exposed to chlorine, as described. The absorption measured was 
87 c.c. (at 18'' and 756 mm.), from which, neglecting the CO2 formed, 
which we assume to be absorbed by the water present, we conclude 
that 0*25 of Cl was taken up; the quantity required by the equation 
being 0‘33. We cite this in contrast to the chlorination of jute, 
which we have shown to be non-destructive, and in support of the 
conclusion that mairogailol being formed by the simple combination 
with chlorine, the non- cellulose of jute contains carbon-rings of 
similar arrangement to the typical molecule of mairogailol formulated 
above. 

This inference, in conjunction with the ascertained furfural and 
acetyl groupings of the constituent atoms of the non- cellulose, lands 
us in a region of possibilities, further entry into which ■would be on 
the basis of pure speculation. For the present it is sufficient to bear 
in mind that the conclusions we have arrived at generalise, and in no 
particular contravene what is known of this typical lignocellulose, 
the jute-fibre. 

Having regard to the results obtained, we shall extend this 
statistical method of investigation to other members of the group of 
lignocelluloses. Of these there appear to be two main groups, 

(1) , that of which jute is the type, and which, so far as we have been 
able to observe, is coextensive with lignification as defined bjr the 
physiologists, and as manifested in the earlier stages of growth ; 

(2) , the substances composing the fibre cdements of perennial stems, 

that is, the woods proper. Of these, fir-wood ahies) may be 

taken as the type. Of the former, we have had occasion to investigate 
a considerable number, and have found the same chemical charac- 
teristics, not only in isolated bast-fibres of the same class physiologi- 
cally as jute, for example, the bast of the various species of 

of Sula rJiomhlfoUa, but also in fibres and fibre- vascular bundles of 
monocotyledons, for example, Musa and Aloe species, and even in the 
stony secretions of the pear, which, although of such widely different 
functions, is closely similar in properties to tbe jute-fibre sul)stance. 

Of results obtained with these various plant products we mention 
the following Chlorinated dexivatives isolated from Musa (Fam* 
disiam) and Esparto,' closely resembling the compound from jute 
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(Trans,, he. dt.). A quantitative investigation of the cliloriiiation of 
Bidet by the method described in this paper, giving 7-2 per <jent. on 
the fibre of chlorine combining, with 7‘9 per cent, chlorine as hydro- 
gen chloride. The decomposition of the stony concretions of the pear 
by chlorination into cellulose and chlorinated non-celluluse, identical 
with that of jute, and by acid hydrolysis into furfural^' on the one 
hand (not glucose, as stated by Erdmann), and insoluble condensa- 
tion-products on the other. 

With regard to the actual processes of lignification, of which the 
chemical identity is established for so wide a range of plant elements, 
we would offer a few observations, based upon onr investigations of 
jute. 

We have recently had the opportunity of investigating the develop- 
ment of the fibre in the living plant. We find that from the earliest 
appearance of the fibre] bundles, for example, in sections cut a few 
centimetres below the growing point, they have all the chemical cha- 
racteristics of the mature fibre. In the isolated fibre, we find no 
sensible variation in the proportion of cellulose to non-cellulose, nor 
in their mode of combination, throughout the entire length of 2 to 
3 metres. This evidence appears to carry with it the suggestion that 
both cellulose and non-cellulose may have a common and simultane- 
ons origin in a parent substance, aud that lignification is the result of 
progressive modifications and differentiations of this original complex 
molecule. 

On this view the chemistry of the second group of Hgnooellnloses, 
the woods, would be a continuation of this process of modification. 
We have reason to hold that, in the earlier stages of giowth, they are 
similar in composition to the members of the first group. In thoir 
mature condition, on the other hand, we find them characterised by a 
higher carbon percentage, 49— fil, as compared with 46—48, and a 
higher proportion of non-cellulose, 50—60, as against 20—30. 

The physiologists are accustomed to spealc of vegetable inatter as 
dead when removed from the sphere of the vitally active cells. To 
the chemist no such sharp line of demaination exists. The sub- 
stances composing the tissues of plants, and notably the lignocelliiloses, 
are, as is evident from their nature, capable of a long series of 
intrinsic modifications, and we think due weight should be given to 
such considerations in all endeavours to advance from our present 
vmy imperfect knowledge of the chemistry of ekhoration. 

In conclusion, we would briefly summarise the main points which 
we have' thus eudeavoured to establish, with regard to the constitution 
of ' the jute fibre- stibstance. , 

(1 j 'A compound, of 'oellulbse and non-cellulose, empirically CmHi 8 O 0 , 
'y u'earhohydrat© yielding 'furfural ' , . 
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of tlie general clienaical features of tlie celluloses, resisting liydrolysis 
and yielding explosive nitrates, of wKich the highest is the tetra- 
nitrate. 

(2.) The non-cellulose is a complex molecule, from the products of 
resolution of which, by chlorination and hydrolysis, we infer it to 
contain the following groups of molecules : — 

(a.) OiaHigOio, ketone transitional to aquiiione, chlorinated directly 
to form mairogallol : (h.) C 5 H 40 t>, fui'furai in combination, by con- 
densation with (a), and with (c) an acetic residue. These are com- 
bined in the approximate molecular proportion (a) 2, (h) 6, (c) 3, 
™ GvfiHfioOjn- 

(3.) The lignocelluloses in the earlier stages of growth are con- 
stituted on this type. The true woods, on the other hand, appear to 
represent a more condensed type. 


XXVII . — The Atomic Weight of Ghrommm. 

By S. G. Rawson, B.Sc., Demonstrator of Chemistry, University 
College, Livex'pooh 

A GREAT many investigations have been made of the atomic weight of 
this element, and the result, leaving on one side the wmrk of the 
earlier experimenters, seems to place the value between 52*0 and 52*5. 
In consequence of this considerable difference, it seemed to me that a 
redeter mination of the atomic weight might he of service. 

The first experiments of any value were those made by Peligot 
{Gomjpt, rend,^ 19 , 609 and 734 ; 20 , 1187 ; 21 , 74), who analysed 
chromous acetate, and came to the conclusion that the atomic weight 
was about 52*5, the earlier results of Berzelius having given 56. 
Berlin, in an important paper (/. pr. Ghem,, 37, 509, and 38, 149), 
obtained results from which he deduced an atomic weight of 52*51, if 
0 16; the method employed was to reduce silver chromate with 

alcohol and hydrochloric acid, and then having thoroughly washed 
the silver chloride formed, to heat this in the fiask in which the 
reduction took place. The washings were then treated with ammonia, 
and the precipitated hydrate filtered, dried, and ignited. The objec- 
tion to this plan is, as Siewert pointed out, that silver cldoride is 
soluble iu a ciiromium chloride solution, and consequently traces of 
silver chloride are estimated wdth the chromium hych'ate ; this error 
would tend to raise^ the .atoinic weight of the metal. Siewert 
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(Zeifschifl gesammt. Wissenscliaften, 17, 530) own plan was to fuse 
tlie sublimed violet chloride of chromium, with sodium carbonate and 
nitre, then to precipitate the chlorine with silver nitrate in the pre- 
sence of nitidc acid, and weigh the silver chloride thrown down. In 
some experiments on the silver dichromate, both the silver chloride 
and the chromium hydrate were weighed. The mean of all liis 
results was that if 0 == 16, Cr — 52T29. 

Anotlier series of experiments was carried out by Kessler (Fogg, 
Ann., 95, 208, and 113, 137), who compared the oxidising power of 
potassium dichromate with that of potassium chlorate, the solutions 
used for titration being ferrous chloride and arsenious acid. He 
deduced the molecular weight of K 2 Cr 207 as equal to 294-013, whence 
the atomic wmight of chromium is 52*116. 

Aloberg (/. pr. (7/mm., 43, 114) ignited anhydrous chromium 
sulphate and ammoniacal chrome-alum and weighed the residual 
Cr^Og. There are, however, two objections to his method — first, that 
it is difficult to obtain the pure anhydrous salts, and then, as has 
been recently shown by Lnpton, it seems to be exceedingly difficult to 
completely decompose the sulphates, no matter how high the tempera- 
ture of ignition may be. 

Baubigny (CompL rend., 98, 146), however, who has lately pub- 
lished some researches on this point, found that if a perfectly pure 
sulphate be taken, prepared according to the method indicated by 
him, and ignited, the decomposition is complete, and be gives as the 
mean of the results which he considers most trustworthy, the figure 
52*16 for the atomic weight of chromium. Clarke, in his work on 
the “ Recalculation of the Atomic Weights,’’ also gives the results 
obtained by various other experimenters. 

Passing on to my own wox-k, I may mention that the balance used 
■was of the short- beamed type, and was by Sartoinus of Gottingen. 
I determined its sensibility, and the ratio of the arms of the balance 
to one another was also obtained and allowance made for this; the 
correction necessary, however, being very slight. In weighing, tlie 
ineth.ocI of vibrations was always used, a zero reading being taken 
both before and after weighing in every case, and the value of a scale 
divisiou for the particular load was determined by shifting tlie lidei* 
0‘6 milligram at a time. 

The weights used were made by Oertling, and had been specially 
adjusted. Mr. Chaney was kind enough to standardise two of the 
lO-gram weights for me, and found that 10^ = 10*000077 ; 10® = 
10-000087. 

From these, the actual values of the remaining brass gilded 
weights 'Were determined. Ho correction was made for ''the platinam. 
weights.'' ' '' ' ' ' " ■ ; . ,, , 
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Tlie idea on wliicli I proposed to myself to work w-as of a two-fold 
nature. In the first place by the ignition of ammonium dicliromate, 
I hoped to measure the nitrogen evolved, and to weigh the chromium 
sesquioxide "which remained after ignition, and then, in the second 
place, to reduce the dichromate with alcohol and hydrochloric acid to 
the chloride, and estimate the oxide produced by direct precipitation 
with ammonia- Hence the only salt which I should reqnii'e "was 
ammonium dichromate, and this, from the readiness ivith w'hieh 
it can be hongdit of very considerable parity, and from the ease with 
■which it can he re crystallised, was very suitable for the purpose. It 
is, moreover, permanent in air, is not hygroscopic, and the atomic 
weights of its constituents are amongst the best determined of all 
the atomic weights of tbe different elements; for, amongst many 
others, Stas and Kegnanlt have both determined the atomic w^eights 
of oxygen and nitrogen. 

As it is clear that the p-urity of the ammonium dicliromate was of 
paramount importance, I endeavoured to secure this in the following 
way 


Furificatio^i of Ammonium Dicliromate, 

8 ozs. of the purest ammonium dichromate which I could obtain 
■was very carefully analysed and with practically negative results, so 
far as impurities w'ere concerned. It was then recrjstailised from 
water which had been thrice distilled, the weight of the cxystals 
obtained being 5 ozs. The crystals "were again dissolved, and the 
solution evaporated down on a water-bath with constant stirring until 
about S oz:s. of the crystals in a mealy condition were obtained. These 
were again recrystallised and the crystals drained on a filter-pump, 
washed with cold water, and again dried by the filter-pump. This 
operation was repeated, and the crystals once more dissolved in 
water, and then as a trace of a basic salt might have been formed by 
the previous crystallisations, though the solution on inspection 
appeared absolutely clear and binght, it was filtered through a filter- 
paper, previously boiled and washed in pure winter, and evaporated 
nearly to dryness on, a water-bath with constant stirring. The mass 
was then again di'ained on the filter-pump, crushed, and dried in an 
air-bath at lOO'^ for 36 hours, with occasional stirring, and finally 
placed in a desiccator for about a fortnight. In this manner it is 
hoped that the salt was obtained in a state of purity. 

Method A, Ignition of Ammonium Dichromate, 

. A weighed amount of ,the dichromate was placed' in a small, thin 
tube, 'which was then, sealed up, and this was inclosed in a piece of, 
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wide glass tubing, sealed at one end and draw’-n out and bent at riglit 
angles at tbe other, and loosely plugged towards tliis end with cotton- 
wool. The inner tube was then broken by a slight jerk, and the 
dieliromate distributed along about one-sixth of the length of the 
outer tube; the latter w^as then connected with a series ol! U -tubes 
filled with calcimii chloride, which in their turn were connected 
with a Sprengel pump. The apparatus was then exhausted and 
the tube cautiously heated in order that the evolution of nitrogen 
might be more under control. In spite of the greatest care, however, 
the dieliromate burned, when once started, like so much tinder, and, 
in consequence, the nitrogen came o:E with such rapidity that I was 
unable to prevent some particles of chromium oxide from being 
carried away. Not only so, but it seems to me more than likely that 
traces of the dichromate itself might also be mechanically removed, 
and, perhaps, a minute quantity might even escape decomposition 
altogether, mixed as it is with the extremely voluminous and light 
residue of the oxide. I tried plugging the tube with asbestos and 
mixing the dichromate with a known weight of pure sand, but the 
results were not satisfactory. Besides these errors arising from im- 
perfect mechanical appliances, and which might, no doubt, be over- 
come, there is a far more serious one in that the gas which is evolved 
is not pure nitrogen as it is nsnally stated to be. If the gas, as it is 
given oft, be dried and collected in a suitable vessel over mercury, it 
will be seen to be of a very faint brownish colour with a nitrous 
smell and acid reaction. If the gas be shaken up with water the 
solution gives clearly enough with ferrous sulphate and sulphuric 
acid the ordinary reaction for nitric acid; and if the gas is allowed 
to remain standing over the mercury, the surface of this becoiues 
coated with a slight white deposit, probably the nitrate. I also 
observed another curious fact in some rough experiments in which no 
drying took place and the tube was not plugged. The gas was |)assed 
through a series of empty bottles to serve as catch vessels for the 
oxide ; in the first of these there was a strong smell of ammonia, atui 
the gas had an alkaline reaction, whilst in the glass collecting-tabe 
nitrous fumes were present, as mentioned above. I tried two or three 
different samples of dieliromate with exactly the same results. In 
this connection, the appearance of the oxide is interesting, for instead 
of being of a bright green colour, as one would expect, I always 
found it to be mixed with numerous particles of a greyish colour, in 
fact, I should feel disposed to say that the whole was rather grey 
than green. These particles, when rubbed on paper, gave an olive- 
green streak, but if they w'ere^ again' ignited in the presence of /air, 
/then they assumed the' 'ordinaiy green colour of oxide ef/ohromium, 
and-dlmir 'streak/^was also of. the usual tinge. ^ lt;'yeuld^:seem.'th#^^^^ 
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besides tbe primary reaction in wbich nitrogen and cliroininm oxide 
are mainly formed, there is a secondary reaction resulting in tlie 
formation of one or more of the oxides of nitrogen, and of an oxide of 
cbromium of a composition not expressed by tlie formula Cr^Os. I 
give the result of an actual experiment. 

Weight of dichromate taken = 1*29495 gram. 

Yolnme of nitrogen at 0° 0. and 760 mm. pressure, 111*946 cn. 

Yolume of nitrogen calculated at 0° C. and 760 mm. pressure (if 
Or = 52), 114*740 c.c. 

Yolume of nitrogen calculated at 0^^ C. and 760 mm. pressure (if 
Or = 52*5) 114-292 c.c. 

I assumed that the atomic weight of 0 = 15*96, of bT = 14*02, and 
that at standard temperature and pressure a litre of nitrogen weighs 
1*25700 grams. 

Method B. Bedtidion of Ammonium Bichromate to Ohrommm Chloride. 

In this series of experiments, as previously mentioned, a known 
weight of the dichromate was reduced with great care to chromium 
chloride, precipitated with the least possible amount of ammonia, and 
then ignited and the oxide weighed. It is clear, therefore, that 
besides ammonium dichromate four other compounds, namely, water, 
hydrochloric acid, alcohol, and ammonia, took part in the reaction. 
These substances all readily lend themselves to purification, and the 
method employed for this purpose in each case I will briefly indicate. 
A platinum dish of 200 c.c. capacity was taken and fared against 
another dish of the same size and almost the same weight, the differ- 
ence in the weight between the two dishes being made up by means 
of a small piece of platinum foil. These two dishes were treated in 
all respects alike, when one was placed on the water-bath, so also was 
the other, and for the same time; they were ignited in a similar 
manner, and they were placed in desiccatox's for the same length of 
time, &c. In this manner the various corrections, at best uncertain, 
which would have been necessary in computing the actual weight of 
the dish, were obviated. They were both, covered with platinum 
foil, but their covers were not weighed with them. 

The dishes having been carefully tared, a known volume, viz., 
100 c.c.' of pure trebly distilled water was then evaporated to dryness, 
the dishes ignited, and again weighed. I "was unable to detect any 
difference in their weight, and the experiment having been repeated 
once or twice with the' same result, it was assumed that the water was 
pure. The hydrochloric acid was bought 'as the purest,, but it was 
again distilled most carefully, and 100 c.c., evaporated as' before, ^ there 
being in this case also either no,:.. residue or'. one which was' absolutely 
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inappreciable. Witli tlie aanmonia, wbicli was also redistilled, there 
was no residue, tbongii in this case I only eyapo rated a mucli smaller 
quantity, namely 20 c.c. The alcohol, however, gave me at first a 
residue of 0'003 gram per 20 c.c. of alcohol taken, but after being 
again very carefully distilled, wms found to be pure. 

Having thus purified the materials and determined the errors, if 
any, inti'oduced into the estimation by the reagents employed, it was 
now possible to make some determinations of the required atomic 
w^eiglit. As the same plan was adopted throughout, a short descrip- 
tion of one experiment •will suffice for all the others. 

The two platinum dishes having been carefully cleaned were 
ignited, cooled in desiccators, and weighed against one another, the 
piece of platinum foil being adjusted until the difference between the 
two was reduced to an amount less than 1 mgrm., the exact di'ifer- 
ence being carefully noted. The finely ground ammonium diehromate 
was tlieii placed in one dish, weighed, and the temperature and pres- 
sure noted ; 10 c.c. of water were then added, and when the salt had 
dissolved, 10 c.c. of hydrochloric acid ; then with great care, and in 
small qa|n titles at a time, 10 c.c. alcohol were added, and tlie whole 
evaporated to complete dryness on the water-bath, the platinum dish 
serving as tare being also placed on the water-bath. The above 
treatment was again repeated, so that there should be no doubt as to 
the complete reduction of the salt. The residue was taken up with 
10 c.c. of water, and then 2 c.c. of the pure ammonia solution were 
added, and the whole stirred with a platinum wire bent ohcfe at riglit 
angles. Another 10 c.c. of water -were added, and 3 c.c. of ammonia, 
and the mass again thoroughly stirred with the wire, which was 
washed with 10 c.c, of -vmter. The mass then evaporated to 
complete dryness, placed in an air-bath, and heated at about 140® 
for live hours. The twm dishes, wfith their loosely-fitting platinum 
lids, were next placed in a gas-muflfie, the floor of which was covered 
with asbestos card, the dishes themselves resting on pipe- clay 
triangles, Tlie temperature w^as slowdy raised to redness, and main- 
tained at that point for an hour; the evolution of ammonium clilorido 
was perfectly under control, and I do not believe that a trace of the 
oxide was mechanically carried away. In the volatilisation of the 
ammonium chloride, it was, however, possible that a certain amount 
of decomposition might have taken place, and that a trace of chro- 
mium chloride might have been re-formed, for it was found that, if a 
mixture of the hydrate and ammonium chloride were heated in a long 
glass tube, closed at one end and contracted at the other, a consider- 
able amount of the chloride was produced. It is true that the 
conditions obtaining ' in the, two cases were very difierent^, still as 
there as, the" chance that an error might 'bC' introduced,': it 
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necessary to provide against it. Tlie ignited residue was, therefore, 
treated with water, and then a little ammonia added, and the whole 
again evaporated to dryness and ignited. The dishes ivere then 
removed from the mnffle by means of a fork with two prongs 
made of brass wire and coated with platinum foil, and placed at once 
in desiccators, allowed to cool in the balance-room, and w^eighed, the 
temperature and pressure being noted. They were again heated for 
half an hour and weighed, and also a third time; if the last two 
weighings agreed, the result was accepted. In this way, throughout 
the whole process, there was no transference at any time of any of the 
material from one dish to another, no filtering, no handling of any 
of the apparatus employed, and no bniming of filter-papers, the whole 
operation being of the simplest kind. The chromium oxide was 
alw^ays of a beautiful green colour, and its purity was tested by treat- 
ing it with w'afcer and filtering. The fi]ti*ate was clear and colourless, 
and on evaporation gave no residue. There were in all eight estima- 
tions made, hut the first one was spoiled by using too much ammonia 
for the precipitation, and the second through incompletely drying the 
residue in the air-oven before igniting in the muffie. The remaining 
six observations gave the subjoined results. 

The assumptions made in the calculations were these : — 

grams. 

1 litre of air at 0” 0. and 760 mm. pressure weighs 1-293 
Correction for 1 gram (iSrHi) 2 Cr 207 at standard 

atmosphere 0*000446 

Correction fcr 1 gram Cr 203 at standard atmo- 
sphere O'OOOl 

Atomic weight of O ==15*96 

Atomic weight of IST = 14-02 

Atomic weight of H = 1-00 

I give the experimental results and the value for the atomic weight 
of chromium deduced from each of them. 


Weiglit of 

■Weight of 


(]S-H4)20r„0,, 

Cr .>03 

Ratio of 

(eorreoted). 

(corrected). 

Ur : H.. 

1'01275 

0'61134 

52-130 

1-08181 

0*65266 

52-010 

1-29430 

0*78090 

52-020 

1-13966 

0*68799 

52-129 

0-98778 

0*59595 

52-016 

1-14319 

0*68987 

52-059 


General mean ...... 

52-061 


Maximum difference. 

0-120 
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From tliia it be seen that my experiments ^ive results corre- 
sponding to the lower limit for the atomic weight of this element, and 
further, malce the value approximate very closely to a whole number. 
I do not know of any constant source of error in. my experiments. 
The only point in which there might be, perhaps, a risk of loss, is 
ill the ignition, of the mixture of chromium hydrate and ammonium 
chloride, with the loss of a little of the chromium oxide as the 
ammonium chloride volatilises. 

I have never had, however, any ground whatever for supposing 
that such was the case, and further, the platinum covers loosely fitted 
to the dishes would, I think, practically remove even the chance of 
any such source of loss. The appearance of the residue, also, did not 
lend itself to any supposition of this kind. 


XXVIII. — The Becompodtion of Garbon Bisulphide ly Shock* 

(A Lecktre Experiment.) 

By T. E. Thoepe, F.R.S. 

It is usually stated in the text-hooks that only one compound 6f 
carbon and sulphur is known, viz., carbon disnlpliicle, but the investi- 
gations of Hermann, Gnignet, Low, Sidot, and Baah have rendered it 
certain that sevei'al sulphides of carbon exist. The accounts which 
have been given of the nature and composition of these substances 
are, however, somewhat conflicting, and this fact induced me, some 
little time since, to begin some experiments with a view of obtaining 
further evidence on, the subject. 

Low obtained a sesquisulphide, C2S3, by the action of sodium- 
amalgam on carbon disulphide, and Eaab prepared a compound, O5S2, 
which be termed pentacarhon sulphide^ by the action of sodium alone 
on the disulphide. One difiBculty attending the use of the amalgam 
consists in the necessity of removing the mercury, and this, in Low^s 
process, involves the employment of sulphuretted hydrogen; in the 
other method the sodium becomes gradually coated with a thin crust 
of the product, and the action ceases after a time. It occurred to me 
that possibly better results might be obtained by the use of the fluid 
alloy of potassium and sodium, which is very mobile, and which, it 
was' 'hoped, could, be'' readily detached from the incinisting' mass' By 
shaking,; ;'an'd thus 'cause fresh surfaces of the mixed' metals to "he 
exposed to the^action of the .disulphide. Accordingly,^ as';mrprelimi-'' 
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nary experiment, I treated a small quantity of rectified carbon disul- 
pMde, dehydrated by phosphorus pentoxide, with a lew grams of the 
fluid alloy made by squeezing the two metals together through a 
sodium- press. After standing for a few hours, considerable quan- 
tities of a yellowish-brown powder were seen to hare incrusted the 
globules of the alkaline alloy; but on shaking the bottle to detach 
the crust, the contents exploded "with a loud report, and my hand 
was coated with a black deposit apparently consisting of finely divided 
carbon. 

Further experiments on the yellowish-brown powder showed, in 
fact, that it is highly explosive ; on simply pressing a few particles of 
it with a glass rod, it detonates with even more violence than diamine 
diiodide (iodide of nitrogen). 

Qn reflecting on the circumstances of the explosion, it seemed to 
me that the deposit of carbon on my hand was far larger than conld 
possibly have come from the decomposition of the yellowish-brown 
powder itself. The only other substance present which could have 
furnished such a deposit was, of course, the carbon disulphide. jXow, 
carbon disulphide is an endothermic compound : when formed from 
its elements, and as liquid, it absorbs, according to Thomsen, 
19,610 calories. Hence it was not improbable that it would be found 
to behave like acetylene, cyanogen, nitric and nitrous oxides, the 
oxides of chlorine, &c., and experience decomposition by sudden and 
violent shock. On this supposition, the carbon disulphide had in all 
probability been resolved into its elements by the violent explosion of 
the relatively small quantity of the yellowish-brown powder, just as 
Berthelot has shown that acetylene and cyanogen may he so resolved 
by the explosion of mercuric fulminate. A very few trials proved 
that this was actually the case, aud as the experiment forms an 
exceedingly easy and perfectly safe method of demonstrating the 
resolution of an endothermic compound by shock, as a class illustra- 
tion, I venture to bring it under the notice of the Society. 

The apparatus required consists simply of a thick glass tube about 
600 mm. long and 15 mm. wide, fitted at one end with a caoutchouc 
cork through which pass two stout wires or thin rods. On the end 
of one wire is fixed a small brass or iron cup like that of an ordinary 
deflagrating spoon, and the other is so bent as to nearly touch (to 
within 2 or B mm*) the bottom of the cup iu which is placed about 
0*05 gram of mercuric fulminate. The cork is now fixed tightly into 
the tube, and a piece of paper, slightly longer than the tube, is 
moistened with carbon disulphide and placed within the tube, which 
is supported at an angle of about 45® by means of a clamp and retort 
: stand. After a minute; or 'so, the tube will be' practically filled; with 
; the vapour of carbon 'bisulphide, and the paper may he withdrawn. 

YOU. LV, ' , '"E 
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On passing a spfwli from a Rnhmlcorff' coil placed in connoction witli 
the wires innaning through the cork the fulminate er.plodes, and tlio 
internal walls of the tube are seen to he lined with, a deposit of soot 
mixed with a small quantity of mercuric sulphide and free srilplmr. 

Similar effects are obtained by iilling the tube with a mixtni‘c^ of 
carbon disulphide vapour and nitrogen or carbon dioxide, and then 
pa,ssing the spark. In these cases the deposit of carbon is compa,ra- 
tively dense, lustrous, and coherent. 

Only a very small quantity of mercuric fulminate is required to 
initiate the decomposition, and this fact serves to support BertheloHs 
theory of the nature of the change. The shock of the explosion 
communicates to the layer of the gaseous molecules in immediate 
proximity to the fulminate an enormous active force, whereby the 

molecular edifice ” is shaken to pieces, and the initial active foi'ce is 
augmented to a degree corresponding to the heat evolved by the 
decomposition of the gas. A new shock is thereby produced in the 
next layer, and the action is repeated and so propagated until the 
molecular system is completely destroyed (compare Berthelot, Bidl, 
Soc. GMm., 38, 5--8). 

Attempts to bring about this decompositiou by the use of oilier 
explosive agents than the yellowish-brown powder and the fulminates 
have not hitherto been successful, Mr. G. S. Fewfch, my leotoe 
assistant, has tried for me the action of gunpowder, mixtures of 
potassium, chlorate and phosphorus, of pofcaSvSium clilorate and 
ammonium picrate, acetylide of copper, diamine diiodide (iodide 
of nitrogen), Berthollet’s detonating silver, mixtures of oxygen 
and hydrogen, oxygen and carbon disulphide vapour^ — all of which 
may be fired by the electric spark, but the explosion of these agents 
has apparently no decomposing eifect on the carbon disulphide 
vapour. A minute fragment of the yellowixsh-brown powuler placed in a 
tube filled with carbon disulphide vapour and imbbed with a glass rod 
exploded with great violence, and occasioned an abundant deposit of 
carbon and sulphur on the walls of the tube. It appeared as if tlie 
frqe sulphur existed for some little time as a gaS, for it was mainly 
deposited in the upper portion of the tube, whereas the great bulk of 
the carbon settled near the bottom. 

As to the nature of the yellowish-brown powder, I am as yet only 
able to offer conjectures. It may be a compound of carbon monosul- 
phide and potassium, analogous to that formed by the action of 
cai*bon monoxide and potassium. There is some ground for the 
belief that the higfily explosive character of the latter substance is 


really due to the formation of potassium acetylide produced by the 
V/Uction of moist upon it. , That the cgmpound.of carbqn mou.oxid4: 
at^iApptassiuui; ^ken hhrown;^iuto water, detonates with great'Viplen(3e 
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and witli tlie evolatioii of acetylene is well known ; indeed it was by 
tkis action tliat John Davy first isolated acetylene. In the case of 
the compound formed by the action of carbon bisulphide, there can, 
however, be no suspicion of the presence of hydrogen. 


XXIX . — Some Compounds of Trihenzyl^hosj^Mne Oxide. 

By XoRMAX Collie, Ph.D., F.E.S.E. 

In a paper by Professor Letts and myself, “ On the Action of 
Phosphide of Sodium on Haloid Ethers and on the Salts of 
Tetrabeiizylphosphoninin (Tmns. Boy. 8oc. Edin,, 30, Part 1, 181), 
"we showed how the oxide of tribenzyl phosphine could be easily 
obtained from chloride of tetrabenzylphosphonium ; and some of its 
compounds were prepai*ed. In this paper the action of nitric acid 
and sulphuric acid on oxide of tribenzylphosphine will be described, 
and also the combinations it fox’ms with hydrogen chloride and with 
acetyl chloride. 

The oxides of tertiary phofsphines belong to a somewhat remarkable 
class of compounds. They are amongst the most stable substances to be 
met with in the whole range of organic chemistry ; they are usually 
unacted on by such reagents as sodium, fuming nitric acid, and penta- 
chloride of phosphorns, they are neutral in their action on litmus- 
paper, yet they unite with acids, such as hydrochloric or hydrobroniic 
acid, with the greatest ease to form well-characterised compounds ; and 
they also combine with metallic chlorides, iodides, &c., forming double 
salts, an excellent example of which is the beautifully crystallme 
compound which triethyl phosphine oxide forms with zinc iodide, 
2(C2H{i)3PO,Znl2, first obtained by Hofmann ; and altbougb no definite 
combination' of a phosphine oxide with a base is knowm, yet if strong 
caustic soda be ^dded to an aqueous solution of trietbylphosphine 
oxide, an oily layer separates which contains a very large qnantity of 
sodium hydroxide, and which may possibly be a definite compound of 
the two. 

I have now pre;pared compounds which show that in certain cases 
the phosphine oxides may also he compared with hydrocarbons, as 
they yield sulphonic acids and nitro-derivatives when treated with 
sulphuric acid or nitric acid. The study of these combinations of the 
oxides of the tertiary phosphines with acids,. .salts,, and other sub- 
stances, does not at first sight appear' bo 'be of m,uch intex'est,' owing 
,, to nur inability to' .express ^ the 'resulting',, formulas; of the compounda 
, L _ i ', ^ , h ' V,'' ’ R" 2 '' 
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grapliically, unless pliospliorus be taken as more than penta.valoiit ; 
yet ilie g,eoat stability of some of the conipotmds formed makers tlus 
study one' of interest, and certainly seems to point to the combination 
being somotliing more definite than that which occurs in tlui case of 
orclinary double coinpouTicls, wliicli are easily decomposed •when dis- 
solved or by heating. For example, when gaseous hydrogen bromide 
is passed into melted oxide of triethyl phosphine, it is absorbed with 
the evolution of much heat, and a definite crystalline substance is 
formed, which distils constantly at a temperature as high as 
303 — 308° (Letts, Trans. Boy, Soc, Bdin.^ 30, Part 1, 332), and which 
has the formula 4(CaH6);jPO,3HBr. This compound, even when dis- 
tilled under reduced pressure, contains identically the same amount 
of hydrogen bromide. Again, all oxides of tertiary plmsphines form 
well-marked platinoclilorides of the unusual formula ^E^POjILPtCla, 
although the compound of the oxide itself with hydrogen chloride 
is analogous to the hydrogen bromide compound, and has the formula 
4R3P0,3HCL 

Some of the combinations of tribenzylphosphine oxide have already 
been prepared by Professor Letts and myself. The platiiiochlo- 
ride, 4(07117) sPOjHsPtOlg, and also a compound with bromine, 
5(C7H7)aPO,4Br2, were obtained, and a sulphur compound, 
5(07H7)3PO,S, was produced by heating the oxide with flowers of 
sulphur, Pleissner (Ber., 13, 1665) has also prepared a large number 
of doable compounds of the oxide with metallic salts. 

During my experiments with tribenzylphosphine oxide I have 
found it to be one of the least stable of this class pf compound s. 
When fused with sodium, the oxygen is certainly removed from the 
molecule, but owing to the high temperatnre furthei* decomposition 
occurs. It can also be partially oxidised to phosphoric acid, when 
boiled with fuming nitric acid and chloi^ate of potassium, or when 
warmed with a strong alkaline solution of permanganate of potassium. 
Chromic acid is, however, without action on it. It dissolves readily 
in warm oil of vitriol without change, but if fuming nitric acid be 
carefully added to this solution a tiiuitro-derivative is produced, 

(C7H7)3P0 + 3HHO3 = (07H6’N02)3PO + 3^0. 

This nitro-compound is oxidised by permanganate of potassium, 
yielding paranitrobenzoic and phosphoric acids, thus ^bowing that 
the nitro-groups are in the para- position. 

The trinitro-compound, when treated with tin and fuming hydro- 
chloric acid, is probably reduced to a triamido- derivative, which does 
not seem to form salts, it is, thei-efore, not of a basic character, and 
is unlike ' the corresponding derivative obtained by Miolmelis and 
T. Soden’,(San,^17,;;921) from, the oxide of triphenylphosphine. ' 
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Tlie oxide of tribenzylphospliiBe wlien dissolved in warm snlplmric 
acid is reprecipitated on diluting the solution with water, but if the 
mixture be heated to 150 — 170°, and water added when it is cold, the 
solution remains clear and contains a sulphonic acid, 


(C7HO3PO + 3H0SO4 = (C7Hs*S03H)3P0 + 3H.O. 

This acid forms a soluble barium salt, from which the acid can be 
obtained. The aqueous solution of the acid evapoi^ated in a vacuum 
dries up to a semi-crystalline mass. In this case also, the new groups 
taken up by the molecule are in the para-position, for on oxidation 
parasulphohenzoic acid is obtained. 

Tribenzylpliosphine oxide greedily absorbs gaseous hydrogen chloride, 
forming a compound, 4(C7H7)3P0,3HC1, but this is unstable, and 
when heated pai*ts with hydrogen chloride. 

Acetyl chloride also unites with the oxide, giving a compound, 
(C7H7)3,PO,OH3-OOOL This substance also dissociates when heated. 

The Action of Nitric Acid on Trihenzijl^phospJiine Oxide. 

Some pure oxide of tribenzylphosphine was dissolved in strong 
sulphuric acid, care being taken not to allow the temperature to rise ; 
excess of strong nitric acid was then carefully added, and the whole 
poured into water. A white, fiocculent precipitate was obtained, 
which was washed with water, dissolved in hot glacial acetic acid, 
and again precipitated by water. Thus prepared it formed a white, 
amorphous substance, which scarcely showed any signs of crystallisa- 
tion. On heating, it melts at about 100°, and at higher temperatures 
suddenly deflagrates, leaving a mass of carbon. An analysis gave 
the following results : — 

I. 0'311 gram substance gave 0*626 gram OOg and OTOl gram 
H,0. 

II. 0'487 gram substance gave 38*2 o.c. of nitrogen at 13° and 
745 mm. pressure. 


Eound. 

A ^ Caleiilal'ed for 

I. II. (C7H6’X02)3kO. 

C ......... 54-89 — ' ■ 55*38 

H.......... 3*60 — 3*95 

hi........... --- ,'9*07 9*23 


The trinitro-derivative of the oxide remains unchanged when 
boiled with chromic acid, hut a warm alkaline solution of perman- 
ganate of potassium oxidises it at, once. , On the addition of an acid 
to this solution, a, white, crys^talline, precipitate separates immediately. 
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Tliis by rec* '^tallisatioii from dilute alcohol may be obtained in tlie 
form of leafy I*, ^es melting at 231°. It is acid to litnms-papei*. It 
was converted iiiK ' he silver salt and analysed. 

0*230 gram sad, gave 0*0920 Ag = 40*0 per cent. Ag. 

Theory for ]XO,-06H4*COOAg = 39*4 

The melting pomtof paranitrobenzoic acid is 234°uncorrectecl, thus 
showing without doubt that the crystals obtained were that sub- 
stance. 

Some of the trinitro-deiivative was warmfed with strong bydrochloi'ic 
acid and tin. It slowly dissolved, and after the solution had been 
freed from tin by sulphuretted hydrogen a white, flocculent precipi- 
tate was obtained on the addition of sodinin hydi’oxide. Seveiul 
attempts were made to obtain this substance in a state of purity, "but 
without success ; the analyses did not agree amongst themselves nor 
with the numbers required for a triami do- derivative of the oxide, but 
as the substance no longer deflagrated when heated, it certainly was 
not the original nitro- derivative. 

Action of StdpJiiiric Acid on Trihensylphospkme Oxide. 

The oxide when dissolved in strong sulphuric acid does not react 
unless the temperature be raised above 100° j between 150° and 170° the 
whole of the oxide is readily converted into a sulphonic acid. This 
acid is soluble in water, aud can be separated from the excess of sul- 
plmric acid (in the form of a soluble barium salt) by the addition of 
barium hydroxide. The acid itself is semi -crystalline, and dries up 
to a syrup over sulphuric acid. The barium salt is also soluble in 
water and uncrystailisable, but can be obtained pure by the evapora** 
tion of an aqueous solution. The silver salt is thrown down as a 
flocculent, white precipitate when a strong solution of the barium 
sidt is added to nitrate of silver. The copper salt is green in colour 
and soluble in water ; the lead salt is also soluble. 

An analysis of the barium salt gave the following results 

0*5905 gram salt dried at 120° gave 0*200 BaSO^ = 19*9 per 
cent. Ba. ^ 

This agrees with the amount of barium required by the monacid 
sH/lt (07Ha*SO3)2Ba(C7H8'SO3H)PO, which is 19*9. per cent. Ba, while 
the amount of barium contained in the normal salt (C7H6*S08)<5Ba3p30a 
is 26 *9 per cent, Ba. ■' 

A determination of sulphur was also made in the barium salt. 

■ ;B*422'' gra&' salt' gave 0*410 gramBaS04" 13*6per cent.' S*-' 
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The sulplioiiic acid, like the nitro-componncl, is not oxidised by 
chror»ic acid solution, but it is when warmed with an alkaline solu- 
tion of permanganate of potassium. The acid obtained from this 
solution crystallises in needles, which decompose when heated to 
lyO®. Whether they were parasulphobenzoic acid or not it is impossible 
to say with certainty, owing to the small amount under examination. 
But parasulphobenzoic acid melts at 200° with decomposition. 


Action of Sydrogen Chloride on TribenzylphospMne Oxide. 

When warmed with an aq^neous solution of hydrogen chloride, 
the oxide remains unchanged, but if a cniTent of the diy gas he 
passed over the finely powdered oxide, it is readily absorbed, and a 
compound is obtained which is unchanged when exposed to the air. 
It decomposes into tribenzylphosphine oxide and hydrogen chloride 
when heated or when boiled with water, 

0*5955 gram salt took 18*0 c.c. AgbTOs decinormal solution = 
7*7 per cent. CL 

Theory required by 4(C7H7)3P0,8H01 = 7*6 per cent. CL 

A similar compound is formed when hydi'ogen bromide is used. 

If acetyl chloride be added to a solution of the oxide in acetic 
acid, and the solution be slowly evaporated, a crystalline salt will 
separate ont, which is a definite compound of acetyl chloride and 
the oxide. It is decomposed by boiling water or by solution of 
sodium hydj.’Oxide, and when heated it splits up into acetyi.chioride 
and the oxide. 

On analysis, it gave the following result : — 

0*601 gram, salt took 15*0 c.c. AgllTOs decinoimal = 8*8 p. c. CL 

Calculated for ( 07 H 7 ) 3 POCH 3 *COC 1 = 8*9 „ 


XXX . — 'The Constitution of FrimuUne and Allied Sulphur Compounds. 

By Arthur G. Green, P.I.C. 

In February, 1887, I found that by heating paraioluidine with 
sulphur in the proportion of from 4 to 5 atoms of the latter to 2 mols, 
of the former, a product was obtained which consisted of, a mixture of 
at least ' two bases containing sulphur. , ' The sulphonic acid of the 
more complex of ' these two bases Mad the peculiar property of dyeing 
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inimordaiiteci cotton primrose-yellow, and was eapa/blo of beiii^^^ 
diazotised witliiii the fibre, and of combining with amines and with 
phenols. This product was put upon the marhet by Messrs. Brookc), 
Simpson, and Spillor, Limited, under the name of Priniiilina ’’ 
{Journ. SoG, Ohem, Ind,^ 1888, 179), and is largely employed in 
cotton dyeing on account of the great range of fast shades that may 
be obtained with it. It now appears in the market under a variety 
of names, such as poljchromine,” ‘Hhiochromogen,’’ “aulphine,^’ 
‘^‘aureoline,^’ ‘‘ chamseleon-yellow,” “carnotine,” <&c. Since the clis- 
covei^y of the peculiar behaviour of paratoluidine with sulphur, I have 
been constantly engaged in attempting to elucidate the very compli- 
cated reactions which take place ; and although I have not yet been 
able to determine with certainty the formula of primuline, I have 
gained considerable insight into the constitution of the entirely new 
class of compounds to which it belongs. Any incompleteness in the 
present work must be excused, on the ground that its publication has 
been hastened by the recent appearance in the Benchie of researches 
on the same subject, in which some of my results have been fore- 
stalled. 

Action of Snl'plmr on Paratoluidine, 

In 1872, Merz and Weith (Her., 4, 39.3) showed that by heating 
paratoluidine with sulphur in presence of oxide of lead, thiopara- 
toluidine (diamidoditolyl sulphide) [CgH 3 (CH 3 )*NH 2 ] 2 S, was obtained, 
but since that time no other investigation has been published on the 
subject. When oxide of lead is not employed, no reaction takes place 
at 140®, but at a higher temperature, 175® and upwards, hydrogen 
sulphide is evolved freely, and the reaction takes quite a different 
course. By heating 2 mols. of paratoluidine with 4 atoms of sulplmr 
for about 10 hours, the loss of hydrogen sulphide corresponds exactly 
with the equation — 

2C7H,ISr 4- 4S = GiMM + BH^S. 

The product is not homogeneous, but consists of about 60 per cent, 
of a base, Ci 4 Hi 2 hr 2 S (dehydrothiotoluidine),40 percent, of primuline- 
base, and 10 per cent, of unaltered paratoluidine. If a smaller 
proportion of sulphur is employed, a large quantity of the toluidine 
remains unaltered, whilst the dehydrothio toluidine, CUH 12 F 2 S, is still 
the main prodnet, accompanied by a greatly diminished amount of 
primuline base and a certgrhfguantity of thiotolnidine. 

, Several methods can be emploiy^ed for the isolation of this base, the 
most convenient being the extraefsfonof the melt by boiling it with 
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lijdrocHoric acid diluted witli 1 -| times its bulk of water, precipitat- 
ing tbe base with caustic soda, distilling it, and finally crystallising 
from amyl alcobol. By tbis method a very good yield of the pure 
base is obtained, whereas, if crystallisation alone is employed, without 
previously distilling, a pure product can only be obtained with 
difficulty And in small quantity. Another convenient method of 
isolating the base consists in employing twice the theoretical quantity 
of toluidine, and mixing the warm melt with benzene and light petro- 
leum : on cooling, the dehydrothiotoliiidme crystallises out, wiiilst 
the thiotoluidine and excess of paratoluidine remain in solution. 

On analysis the base gave the following numbers : — 

Pound, 

Calculated for ( ^ ^ 

ChHioNoS. I. IL ni. 

S i:k36 13*28 13*64 13*77 

The dehydrothiotoluidine is a most beautiful compound : it crystal- 
lises from amyl alcohol in long, yellowish, iridescent needles ; it 
melts at 191° (nncorr.), and boils with very little decomposition at 
434® (uncorr.) under 766 mm., B.P. It is very soluble in acetic- 
acid, tolerably soluble in hot amyl alcohol, less readily in hot ethyl 
alcohol, and only sparingly in benzene ; in boiling water, it dissolves 
to the extent of about 1 part in 20,000. Its alcoholic and aqueous 
solutions have a beautiful violet-blue fluorescence, which also cha- 
racterises all its derivatives. It dissolves in hydrochloric acid, 
forming the dihydrochloride, and on adding water a yellow pre- 
cipitate of the monohydrochloride is formed. .Dehydrothiotoluidine 
is a very stable compound : its sulphur cannot be removed or dis- 
placed by any of the usual reactions for removing sulphur from 
organic sulphides. 

When absorbed by the skin, it produces, in certain people, severe 
irritation, resembling eczema, an observation which has also been 
made by Hofmann witli regard to several other sulphur compounds. 
When boiled with zinc-dust and hydrochloric acid, it is reduced to a 
base of totally different properties which I have not yet had time to 
investigate. On distillation with zinc- dust (10 parts), paratoluidine 
is regenerated. When heated with more sulphur, it gives primnline- 
base. By titrimetric diazotisation, using starch and potassium iodide 
as an indicator, it gave the following numbers, which prove it to con- 
tain only one HHg-group ; — ' 

Caletdated for 
, , , CmHioSN-NH^. 

Weight 'of HaHO'2 correspond- 1 ,^.237 
, I ing to 1 ' grain of base ' 


Eound. 

^ A 

I. ' ' II. , in. 
0*29 0*30 0*31 
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Tliat tlie otlier nitrogeB atom lias no bydrogon directly united to it- 
was proved by tlie fact that the base can only form a monacetyl- deriva- 
tive. The diazo chloride is readily soluble in water, forming an orange- 
yellow solution, which is perfectly stable at ordinary temperatures ; 
the diazosodium sulphite is insoluble. By combination of the diazo- 
componiid with sulphonic acids of and /3-naphthyiaiaine, azo- 
colours are produced which are capable of dyeing unmordanted cotton 
from an alkaline bath, a property which has hitherto only been 
observed in azo-compounds derived from diamido-componiids. 


Acetijldehydrothiotoluidine^ OuHioS!N’*N H'OO'CHa. 

This compound was prepared by boiling a strong acetic acid solu- 
tion of the base with excess of acetic anhydride. It forms small, 
white prismatic crystals which melt at 227“ (uncorr.). It is sparingly 
soluble in acetic acid, almost insoluble in alcohol. On hydrolysis 
with sulphuric acid, distillation, and titration of the acetic acid 
formed, it gave : — 

Calculated for 

Ci4HioSH*NH'CO-CH 3. Toimd. 

O 2 H 3 O 15*25 15*76 

The acetyl-derivative combines with bromine to form an unstable 
addition-product; this separated as a yellow precipitate on adding 
bromine to an acetic acid solution of the acetyldehydrothiotoluidine. 
It is a very unstable compound, evolving bromine when heated, and 
even on boiling with water. 

DimefJiyldeliydrotJdotdltddine, Oi4HioSl!l*N(OH3).2. 

This compound was prepared by heating dehydro tliiotoluidine with 
methyl iodide, or by heatiug the hydrochloride with methyl alcohol 
at 120-«-^150“. It forms yellowish- white, flattened needles or plates, 
somewhat sparingly soluble in alcohol. It melts at 196“197“, and 
boils at about the same temperature as dehydrobhiotoluidine. It dis- 
solves readily in strong hydrochloric acid, forming a light yellow 
solution of the dihydrochloride, which is decomposed on addition of 
water with formation of a yellow precipitate of the monohydro** 
chloride. ' ' , ' ' 

The trimethylamm onium iodide and. chloride^ CuHioSN ♦hT (GHa)^! ahd\ 
Gi 4 HioSN*h 5 i(CH 3 } 3 Ci, are ‘very, remarkable, as tbej' posses, S"' ' sii:*ang. 
tinctorial powers. ; They nre, formed together with.' the. dimethyl- ^ 
derivative ';by heating, dehydrotHotoluidine with methyl iodide , and 
methyl alcohol, or with methyl alcohol and hydrogen cblmude at 
150^200''. The chloride and' ^iodide *,are bright yellow powders, 
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readily soluble in water to yellow solutions, from wliicli wool, silk, 
and cotton, mordanted with tannin, are dyed a pure yellow of exactly 
the same shade as auramine. The colour on silk has a beautiful 
green fiuoresoence. The aqueous solution of the chloride gUTe with 
platinic chloride a crystalline orange pi^ecipitate of the platinochloride 
[Gi 4 HifjSN'I>r(CH 3 ) 3 Cl] 2 PtOl 4 . The platinochloride melts with decom- 
position at 231 — 231°, and on ignition gave the following numbers : — 


Calculated for 

(OU3)3Cl]2,PtCl4. 

Pt 20*02 


Pound. 


1. IL 

20*19 20*02 


On heating the iodide it melts with evolution of methyl iodide, 
leaving a residue of dimethyldehydrothiotoliiidine, CuHiciShT’ISr (CHs}^. 
The yellow solutions of the iodide and chloride are nearly decolorised 
on adding an excess of mineral acid, probably from formation of 
di-acid salts ; on dilution, the yellow colour returns. The solutions of 
the iodide and chloride give a white, fiocculent precipitate of the 
hydroxide on adding caustic soda ; this redissolves in excess, forming 
a colourless solution (probably the natroxide, Oi 4 HioSN*hr(CH 3 ) 30 hra). 
Prom the alkaline solution, the hydroxide is again precipitated on 
neutralisation with carbonic acid or acetic acid. The freshly pre- 
cipitated hydroxide is readily soluble in dilute mineral acids with 
production of bright yellow crystalline salts. If the hydroxide is 
dried for a few hours at 80 — 90°, it entirely changes its pi’operties, 
being converted into the dimethyldehydrothiotoluidine, melting at 
197'’, described above. 


JDeJrydrotMotolmdinetnonostdjpiiomc Acidy OuHgS ISf (NH 2 )‘S 03 H. 

This sulphonic acid was prepared by slowly adding sulphuric an- 
hydride (containing 70 per cent, of free SO 3 ) to a solution ot dehy- 
drothiotoluidine in 6 parts of ordinary sulphuric acid, keeping the 
temperature below 50°. The solution was poured into cold water, 
and the insoluble sulphonic acid collected and washed. It was then 
suspended in boiling water and neutralised with ammouia, when the 
sparingly soluble ammonium salt crystallised out ; the yield was 
nearly theoretical. ' ' 

On analysis, the &rj ammonium salt gave the following num- 
bers : — 

Pound, 

Calculated for , , t ^ \ 

' OMHgSHCra'a) •803^4.'' I. ' Ih HI. ’ 

^ 18*9- , ''18*56, 18*7 18*58 
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GREEN: THE CONSTITUTION OF PRIMULINE 


By ti trimetric diazotisation tlie following mxmliers were ob- 
tained — 


Oaleulutcd for 
CHH9«H(Nir2)'SOaNir4. 


Weight of KahTOa coiTesponding to 1 0-205 


1 gram of the sulphonate . 


Fotmd. 

O'210- 


The free acid was obtained well crystallised on adding acetic acid 
to a hot ammoniacal solution and allowing it to cool. It is sparingly 
soluble in hot, insoluble in cold water. It crystallises eitlier in 
flattened, yellow needles (with 1 moh H^O), or in aggregated, orange 
leaflets (with 2 mois. H 2 O). On drying, at 120° the yellow acid 
lost 

Calculated for 



0i4H,SN(NH3)-S03H + HaO. 

Found. 


5'32 

4-7 

At the same temperature the orange acid lost — 

Calculated for 



Ci4H9SN(NH2)-S03H + 2H2O. 

Pound. 

HjO...., 

lOil 

10-13 


A determination of the molecular weight of the dry acid by titra- 
tion with normal sodium carbonate gave the following result : — 

Calculated for 

0Hn9SN(Nir3)*SO3H:. Found. 

Mol wt.. 320 322'6' 


As this sul phonic acid is the lowest that could be obtained, the 
in.oleonlar weight of the dehydi‘othiotoluidino and its derivatives is 
established. 

The salts of the sulphonic acid are mostly colourless, and tolerably 
soluble in water, to which they impart a violet-blue fluorescence. They 
have no affinity for cotton, differing in this respect from the sulphonic 
acid of the primuiine-base. The most characteristic salts are the am- 
monium and cupric salts. The former crystallises in small, colourless 
plates (with 1 mol, H 2 O), which are sparingly solnble in hot water, 
very sparingly in cold water. The cupric salt is an insoluble reddish- 
brown precipitate, closely resembling cupric ferrocyanide ; it is 
formed on adding copper -sulphate to a soluble salt of the acid. 
The silver salt is an insoluble, white precipitate. 

Oomiituiion of DehydrotMotolukUne. 

, ..From, the foregoing, 'it is established that the base has 'the formula 
' The ffirst product of' the action, ' of,, sulphur 'on 
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paratoluidine is undonbtedlj Mctz and Weitli’s tliiotoinidine (cli- 
aiiiidoditolyl snlpliide) : — 


NHa 

mi. 

/X. 


\/ 

\/ 

CITs 

OH, 


By the fnrtlier action of sulphur on this compound, 4 atoms of hydro- 
gen are removed, with formation of dehydrothiotoluidine. Since one 
nitrogen of the latter is nitrilic in character, whilst the other is in 
the form of ISTHy, it follows that of the 4 atoms of hydrogen elimi- 
nated two must have come from an INH^group, and the other two 
from a methyl or a benzene nucleus. That the condensation has not 
taken place between two carbon-atoms is also proved by the fact that 
paratoinidine is regenerated on distillation with zinc- dust. The fact 
that the base is capable of coinhining with hydrogen or bromine indi- 
cates the existence of an nnsaturated double union, whilst the in- 
stability of the bromine compound (see acetyl- derivative) confirms the 
conclusion that it is cai*bon and nitrogen that are doubly coimeoted. 
This is only possible on the assumption that the condensation has 
taken place by the removal of the four hydrogen- atoms from an INHr 
aiid CHjrgx^oup ; for if the nncleal hydrogen were involved the com- 
pound would not be nnsaturated, and, moreover, would be scarcely 
likely to give paratoluidine on distillation with zinc-dust. The con- 
stitution of the base must, therefore, be represented by the formula 





This foi'mnla entirely agrees with all the i^eactions of the substance, 
and with the fact that analogous compounds can only be obtained 
from primary bases containing methyl ; tlius aniline, when similarly 
treated, gives diamidodiphenyl sulphide. The great stability of 
dehydrothiotoluidine and its derivatives, and the impossibility of 
removing or displacing the sulphur by ordinary means, appears to be 
due to the ^ presence 'of a ring of six' cai*bon-atoms, nitrogen and 
sulphur. 

JPnmuline-hase, 


This compound is formed, together with dehydrothiotoluidine, 
when paratoluidine (2 mo-ls.) is heated with 4 to 5 atoms of sulphur. 
It is also obtained by heating thiotoluidiu© or dehydrothiotoluidine 
with " more sulphury 'and hence 'these, compounds, must be interme*- 
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PRIMULINE AND ALLIED SIJLPHmi COMPOUNDS. 


(Late products in its formation. Pure primulme-’base is a Ibriglit- 
yellow powder wliicli, is nearly insoluble in all solvents. It melts at a 
liigb temperatiii'e. Its salts are dark coloui''ed, and decomposed by 
water, in wliich they are insoluble. Tlie base is extremely stable — it 
may be beated to above 400'’ witliout any decomposition. The 
monosiilphonic acid is an orange precipitate, quite insoluble in water. 
Its sodium salt (prinmline) is a briglit-yellow powder extremely 
soluble in water. Homologues of primuline-base are obtained by 
beating meta-xylidine (CH 3 : CH 3 : INH 2 = 1:3:4) and psendo- 
cnmidine with sulphur ; tlie sulpbonic acids dye unmordanted cotton 
primrose-yellow in exactly the same way as primuline, but they give 
bluer shades on combination with phenols. 


Comfdiuiion of PrimuUne-hase, 

The clilSculty of obtaining primuline-base in a perfectly pure state 
has hitherto prevented its composition fx'om being determined with 
certainty, though there is considerable evidence in favour of the 
formula 038 HigISr 4 S 3 . The formation of primuline-base from dehydro- 
thiotoluidine appears to be effected by removal of hydrogen with 
duplication of the molecule, accompanied also with displacement of 
hydrogen by sulphur. The hydrogen is probably removed from an 
NTHg- and a OH 3 - group, as in the formation of dehydro thiotoluidine 
from thiotoluidine, for the primuline-base appears to contain one 
NHs-group to a O 28 molecule. 

The alkali metric titration of the monosiilphonic acid corresponds 
nearly to the formula 028 HnF 4 S 3 *S 03 hra : — 

Calculated for 

CagHj-NA-SOgNa. Foimcl 

Mol. wt 608 575 

A sulplmr determination in the base crystallised from naphthalene 
gave ; — 

Calculated for 
C2gHi,sN4S3. Found. 

S. 18*97 181 

Although the data at our disposal are at present quite insiifBcient 
for a positive determination of the constitution of this compound, I 
consider that the following is very probably the formula, and may 
prove to be correct : — 
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The difference between dehydrotliiotolnidine and its more condensed 
derivative- — primnliiie — in the affinity for cotton and tinctorial powder 
of the latter, is probably dne to the increase of molecnlar weight, for 
both these properties are possessed by the dehydrothiotoliiicline in an 
incipient state, as is shown by the fact that the quaternary ammonium 
salts are strong colouring matters, wffiilst the corresponding azo-colours 
have a strong affinity for nnmordanted cotton. 

The condensation of paratoluidine by sulphur does not appear to 
come to a stop at primuline-base, but seems to proceed further with 
production of still moi*e complicated compounds of extremely high 
melting point. 

I shall continue the investigation, and hope soon to obtain further 
light on these remarkable reactions. 

In conclusion, I have to express my thanks to Messrs. Brooke, 
Simpson, and Spiller, Ld., in whose laboratory the above investigation 
was performed, and to Mr. F. Evershed for much valuable assistance. 
The sulphur estimations were kindly made by Dr. R. T. Plimpton by 
his new method. 


XXXI. — Oontrihuiions to the Knoivledge of Gitrio and Aconitio Acid-^. 

By SiDNET Skixner, B.A., late Scholar of Christ’s College, Cambridge, 
>nd S. Euhemanx, Ph.D., M.A. 

The compounds formed by the action of aniline on citric and aconitic 
acids have been carefully examined by Pebal {AnnaUn, 82, 78 ; 98, 
67). lu the first paper he deals with the direct action of aniline on 
citric acid, and describes several of the anilides and anils produced. 
The second paper gives an account of a suhstance which he calls 
“ oxychlorcitronsaure ” (chi orocitryl monochloride), from which he 
obtained an aconifcybderivative by the action of aniline. 

In the course of some experiments, having occasion to prepare the 
chlorocitryl raonoehloride with the view of testing some results 
previously obtained by one of us, it seemed desirable to submit it to 
a more complete examination, and w;ith this object we have reviewed 
the action of primary monamines on citiic acid. 

Pehal’s directions for the, preparation of the chlorocitryl mono- 
chloride were followed as closely as- possible; three equivalents of 
phosphorus pen taciildrida mixed, withy oner of citric acid (dried at^ 
130®) were shaken; together" in' 'a -'jtek-j : the 'heat -evolved in, the* 
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reaction caused the mass to become gradually pasty, and, on sliglitly 
warming, the mixture was transformed into a light-red liquid. 
Orerlieating on the water-bath must be avoided, or else the colour 
will become dark and deco?npositioii begin. If the .light-red liquid 
is poured off from the excess of pentachloride and mixed with dry 
carbon bisulphide, crystalline needles of the citric acid chloride 
separate out in a few minutes. Those are collected on a filter, washed 
with dry carbon bisulphide until they are as free as possible from 
phosphorus oxychloride, pressed, and dried in a vaciinm over caustic 
potash and sulphuric acid. 

The chlorocitryl moiiochloride thus obtained is a barcl, white sub- 
stance, exhibitiug no crystalline structure when dried, insoluble in 
carbon bisulphide, but readily soluble in benzene, and melting at about 
100°. In moist air, it rapidly absorbs water with evolution of hydrogen 
chloride. 

Pebal analysed the substance by an indirect method, and the 
results led him to the conclusion that the formula C12H6O12CI3 (0 =; 6, 
0 = 8) best represented its composition. This cannot, however, be 
reconciled with the present view of the constitution of citric acid or 
with the reactions which Pebal attributed to it. Its composition may, 
however, be expressed by the formula OeHfjOsCb, which requires the 
percentage composition — 


C6 /2 3P4 

He 6 2‘6 

Oa 80 35*0 

Cls...../ 71 3P0 


229 lOO-O 

This agrees as well with PebaTs analyses as with ours. We have 
determined the chlorine in several specimens of the product with such 
varied results as 19‘92, 21*72, 25-96 per cent., and in a specimen 
recrystaUised from benzene without heating, and dried in a vaemim, 
we found 29* (5 per cent. This still contained minute traces of phos-^ 
phorus, but was decidedly the purest specimen, and agrees best with 
the assumption that the compound is a chlorocitryl monochloride. As 
the substance could not be obtained pure enough for ultimate analjsis^ 
it was evident that its composition could only be arrived at by the 
study of its reactions. 

Action of Water on Ghlorociiryl Monochhride. ' 

/On addition of water,' it/readily dissolves if impure, 'but; after 
recrystallisationirom benzene' it is necessary to' warm'' slightly before 
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it dissolyes. An aqueous solution of the crude substance was evapo- 
rated to dryness on a water-bath, and the crystalline residue, which 
was found to be free from chlorine, was sha.hen with ether. The 
soluble portion left on evaporation of the ether was dissolved in 
alcohol and saturated with hydrogen chloride ; on adding water, an 
oil separated, which boiled at about 294°. Analysis proved it to he 
ethyl citrate. 

Found. 

Calculated for ' I. B. p. 2a4°C. 11. B. p. 218“ 0? 

Ci 2 H 2 o 07 - ordinary pressure, at 75 mm. pressure. 


C........ 52T 52*1 51-6 

H 7*2 7-24 7-2 


The larger portion of the substance 'which was not taken up by 
ether was recrystailised from water. Analysis of these crystals dried 
in a vacuum gave numbers corresponding with those required for 
citric acid. 

Calculated for* 

CgHsOy + H 2 O. Found, 


0 34'28 34*6 

H. 4-76 5-1 


Hence citric acid is the only product of the action of water on 
chlorocitryl monochloyide. 

Action of Meat on Chlorocitryl Mono chloride. 

The crude substance when heated to 125° melts and gives O'B 
hydrogen chloride. The resulting product w^as dissolved in water, 
the solution evaporated to di^yness, and the crystalline residue shaken 
with dry ether. This extracted a crystalline acid, the silver salt of 
which gave on analysis 65*33 per cent, of silver. It is therefore 
silver aconitate, w'hich requires 65*45 per cent. Ag. Hence the action 
of heat on chlorocitryl monochloride results in the formation of 
aconityl chloride, which under the inftuenee of water is transfox^med 
into aconitic acid. The darkening which, as above mentioned, foUow^'S 
prolonged heating in the px’epai^ation of chlorocitiyl m-onochloiide, is 
undoubtedly due to a paidial change into aconityl chloidde, for 
aconitic acid may he I’eadily obtained by the action of water on the 
darkened liquid. ' 

Actio7i of Anilme on CJilorocitryl MonocMoride. 

On the gradual addition of the finely powdered acid chloride to 
aniline, a violent I’eaotion takes place, ■causing a considerable lise of 
temperatoe, and a resinous mass is prO'duced, whiqh^ melts on heating' 
; WOL. XV. „ ■' S : ' ' 
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and only partially solidifies on cooling. This contains aconityl anil- 
anilide, wliicli may be best extracted by first distilling with steam 
to remove the excess of aniline, and subsequently reciystallising the 
solid residue from methylated spirit. The anil-anilide forms small 
needles of a faintly yellow colour, insoluble in water and ether, and 
only slightly soluble in alcohol. It appears to suffer decomposition at 
about 200°, hut for complete fusion requires a higher temperature, 
given as 250° by Michael {Amer, CJiem, 9, 192), for a specimen 
prepared from acoiiitic acid, 

CO'CH 

The formula CibHuNjOs - re- 

Quires the following numbers : — 

^ Eomid. 



Theory. 

( 

I. 

II. 



III, 


Cis .... 

. . 216 70-59 

70-24 

70-30 

— 

— 

Hu .... 

. . 14 4-57 

4-99 

5‘23 

— 

— 

.... 

. . 28 9-15 

— 

— 

9-24 

9-47 

0, 

.. 48 15-69 

306 100-0 






This substance was described by Pebal, who prepared it from 
chlorocitryl monochloride, as well as from aconitic acid. It is evident 
that its formation from the former is due to removal of hydrogen 
chloride as aniline hydrochloride, with conversion of the citryl radicle 
into the aconityl radicle. 

Acfdon of Alhalis on Aconityl Anil-anilide. 

Strong or dilute solutions of potassium hydroxide, and even of 
ammonia, decompose aconityl anil-anilide with formation of aniline 
and the salt of an acid. The anilide dissolves in the alkali after sliglit 
warming, forming a red liquid with a violet fluorescence. On addition 
of dilute mineral acids to the concentrated solution, a precipitate of 
the acid is thrown down; this may he purified by shaking with 
ether, in which it is only sparingly soluble, On evaporating the 
ether, the crystalline acid is left contaminated with a green viscous 
substance ; the latter may, however, be readily got rid of by treatment 
with ether, in w^hioh it is very easily soluble. The acid ciystallises 
from alcohol in rosettes of a faintly yellow coloui', which melt at 250° 
with decomposition. 

Analysis proved it to be aconitylanilcarboxylio acid. Its formula, 
Ci 2 H 9 N 04 , requires — 

Found, 



I. , , IL 

mi 


Calculated. 
. 6*06 
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and tlie following equation represents its formation — 

2 2-g.Q ^ g CeHsOT^. 

C— CO 0— CO 

CH,.-00-l<rH-C6H5 CH-COOK 

Aconitjlaiiilcarboxylic acid is but sparingly soluble in water. Its 
aqueous solution reddens litmus-paper, and tbe addition of alkali 
produces a violet fluorescence. Witb silver nitrate, tbe ammonium 
salt of the acid yields a silver salt, which is, however, very unstable, 
and on warming gently deposits a silver mirror. Dried in a vacuum, 
it gave on analysis 31*5 per cent, of silver, whilst Cjt 2 H 8 AghI 04 requii'es 
81*9 per cent. Ag. 

This acid is doubtless identical with the acid prepared by Pebal by 
the action of phosphorus pentachloride on citrylanilcarboxylic acid, 
for it has been shown that phosphorus trichloride when heated with 
ethyl citrate transforms it into ethyl aconitate (Conen, Ber., 12, 
1655). Aconitylanilcarboxylic acid is closely related to pyrrol, for 
when distilled with zinc- dust it readily yields a liquid which possesses 
the characteristic odour of pyrrol, and gives a bright scarlet colour to 
a pine-chip moistened with strong hydrochloric acid. 

Adio7i of Orihotoluidme 07i Ghloi'odtryl MonocMoydde, 

By using orthotoluidine in place of aniline, we obtain a precisely 
analogous series of derivatives. Thus the product of their direct 
interaction is aconityltoluidtoluidide, a straw-yellow, crystalline sub- 
stance melting at 214°, insoluble in water and ether and sparingly 
soluble in alcohol. 

CO*CE[ 

The formula requires— 

Calculated. Found, 

N 8*38 , 8*67 

Hei*e again the chlorocitryl radicle has been transfoi’med into the 
aconityl radicle by the removal of hydrogen chloride by the toluidine 
with formation of orthotoluidine hydrochloride, which was identified 
both by its reactions and by analysis. Boiling potassium hydroxide 
solution dissolves aconityltoluidtoluidide, producing a strong violet 
fluorescence. Orthotoluidine is eliminated, and the potassium salt of 
acoiiityltoluidcarboxylic acid is formed, from which the acid may be 
precipitated by dilute hydrochloric acid. The toluidcarboxylic acid 
is soluble in water, and the addition of alkalis to the solution produces 
a fluorescence similar to that of the corresponding salts' of the anil- 
cax'boxylio acid. 

S'2:' 
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Constitution of Olilorocitryl Monocliloride, 

Taking into account tke preparation of this substance, and the fact 
that analysis indicates tbat it contains two atoms of chlorine in its 
molecule, it 'wonld appear that its constitution might be represented 
by one of the three following formulae : — 

OH,*COCl (:jH-COCl CHs-COOl 

(A) OH-O-COCl , (B) C-GOGl , (G) GIC-GOOH . 

CH-COOH CHs-GOOH CH^-GOOH 


Bnt the formnla A, though accounting for the formation of citric 
acid by the action of water, wonld not readily explain the transfor» 
mation into an aconityl-deriyative, and on the other hand the formula 
B, though accounting for the latter fact, could not explain the 
former, as the convei'sion of aconitic into citric acid by the direct 
action of water has never been observed. NTeither can the substance 
be a mixture of A and B, for then the action of water would give 
rise to both aconitic and citric acids, and that of aniline to both citryl 
and aconityl anil-anilides. The formula C alone expresses all the 
reactions that we have observed. 

On heating to a temperature of 125 ° 0 ., chlorocitryl monochloride 
splits into aconityl chloride and hydrogen chloride. From experi- 
ments made on the preparation of ethyl chlorocitrate, we have every 
reason to believe that this substance is foimed by the interaction of 
equivalents of phosphorus pentachloride and ethyl citrate, but that 
on distillation in a vacuum it undergoes an analogous decomposition 
into ethyl acouitate and hydrogen chloride. We have, therefore, 
sufficient evidence that one of the chlorine-atoms of chlorooitryl 
monochloride is substituted for the alcoholic hydroxyl in citric acid, 
but it is not easy to ascertain which of the three acid hydroxyls is 
displaced by the other chlorine-atom. On treatment with aniline, the 
two unchanged carhoxyl-groups first combine with it to form a salt 
which, however, readily loses water and gives rise to an anilide— a 
change which is very characteristic of aconitic, citraconic, itaconic, 
and maleic acids (Michael, Amer. Gliem, J., 9, 192). The equation 
representing the action of aniline and orthotoluidine on chlorocitryl 
monoohloride may be given as follows : — 


ChOO^CHs 

COOH-OOhCHs-COOH 


+ 4B-NH3 = 

GO-GOHj-GO-NHR 

+ 2RRH2,H01 + ,20H». 


The fact of the formation of a pyrrol is a sufficient proof that the 
JNB group unites with the carbon-atoms of adjacent ' carboxyls, 'tW; 
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if it united witli those of the end carboxyls a pyridine-derivative 
would have been formed. Moreover, one of us has already proved 
(Trans., 61, 403) that the primary monamines such as methyiamiue 
cannot give rise by their action, on ethyl acetyl citrate to substituted 
pyridiiies. The only question, therefore, remaining to he decided is 
whether the ethylene linking of the aconityl- group is within or with- 
out the pyrrol-inng. That is to say, which of the two following 
formnlse best represents aconityl anilearboxylio acid : — 

CH-CO^ OHyGO^ 

Ca-COOH CH-COOH 

That the former is the correct one, I'esults from the following con- 
siderations. The equation — 

CHa-CO CHs-COOK 

OH-C— b KHO = OH-O-CO-MHE 
CHyOO-EHR OHoyCO-MHE, 

represents the general action of potassium hydroxide on citryl-deri- 
vatives of the formula 

O0*C(OH)-CH2*CO-hrHR 

Thus Pebal shows that citrylanil-anilide gives the potassium salt of 
citrjldianilidocarhoxylio acid : — 

OHa-CO OHyCOOK 

OH-C — 4- 2KOH = OH-O-OO-NH-OsHs. 

OH.-CO-N-HCeHj OH.-GO-NH-OsHs 

Analogous is the action of potassium hydroxide on the corresponding 
paratolnidine-compoTind (Grill, Ber., 19, 2362), on the jx- and ^-naphthyl- 
amine- derivatives (Hecht, JBer.. 19, 2614), and on the '^-cumidine-com- 
pound (Schneider, Ber., 21, 660). DifEerent, however, is the behaviour 
of aconitylanil-anilide towards potassium hydroxide, for in this case 
aniline is eliminated, and there is formed the potassium salt of 
aconitylanilcarboxylic acid, whilst, as shown by Pebal, citrylanil- 
carboxylic acid yields, under the influence of potassium hydroxide, 
citrylanilidodicarboxjlic acid, 

CHs'CO CHs-OO-MH-OaHs 

OH-C— + 2E:0H = OH-O-OOOK + H,0. 

CH^-COOH OH^-OOOK 

This difference , in behaviour ' can only be attributed ^ to the ethylene 
linking of aconitio acid. 
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Etliyl aconitate Las been sLo-wn by one of ns (Ber., 20, 3367) to 
be transformed by ammonia into a pyridine- deriTative. The , above 
considerations render it probable that in this reaction the ammoiiinm 
salt of an imido-acid is also formed. We are therefore reinvestigating 
this reaction. 

University Lcihoratory^ Gmibridge, 


XXXII. — Action of Clilowform and Alcoholic Potash on Hydrazines. 

Part II. 

By S. Ruhemann, Ph.B,, M.A.. 

Ik a former commnnication made to the Society in conjunction •with 
W. J. Elliott (Trans., 1888, 850), it has been shown that the action of 
chloroform and alcoholic potash on phenylhydi-azine is unlike that 
which takes place with the primary amines of the fatty and aromatic 
series. 

The product of the reactioUj when freed from the unaltered base by 
means of dilute sulphuinc acid, loses the odour of isonitrile after a 
short time, and is for the most part transformed into a very stable, 
odourless compound, which does not reduce Fehling’s solution. The 
quantity of hydimine transformed into this substance is, however, 
very small, if the operation is effected in the manner formerly 
described. After various attempts to improve the yield, I found that 
the most successful result was obtained when alcoholic potash was 
added to the solution of the base in chloroform and alcohol, instead of 
(as described in a former paper) adding chloroform to the solution of 
the base in alcoholic potash. 

As already mentioned, a considerable quantity of resinous matter is 
formed in the preparation of this substance ; the further examination 
of this resin shows that it contains a crystalline compound, which is 
very easily soluble in alcohol and ether, and can be extracted with boih 
ing water. The aqneous solution, if decolorised by boiling with animal 
charcoal, yields colourless plates on cooling ; these melt at 144*^, and 
reduce Eehling^s solution. This substance is foi'mylphenylhydrazine, 
as in fact was found by a comparison with the product obtained by 
P. Just’s method (Ben, 19, 1201), and by a nitrogen determination, 
which gave — 

Theory for 

'OeHfi-ra-NH-OHO. 'Eound. 

' "VXb.. 20-59 20-69 , 
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Tlie formation of tMs compound in the isonitrile reaction is interest- 
ingj as rendering it probable that the isonitriles formed hj the action 
of chloroform and alcoholic potash on primary amines arise in a 
similar manner, as the former split up under the influence of mineral 
acids. The reason why formanilide and its homoiogues have not been 
observed in this reaction is that they are readily attacked by chloro- 
form and alcoholic potash. Indeed, on adding these reagents to a 
solution of formanilide, phenyl isocyanide is at once produced; the 
corresponding formyl compounds of phenylhydrazine and paratolyl- 
hydrazine, however, were found to be much more stable. 

In a former communication it was shown that the compound melting 
at 180®, which is produced along with formylphenylhydrazine, has the 
formula C 14 H 12 II 4 . This was derived from analysis, from the deter- 
mination of the molecular weight, and from the composition of the 
nitro-derivative and sulphonic acid produced from it. Its probable 


constitution has been expressed by the formula 


CoH5-nh-n:o' 


closer study of the behaviour of this substance led, however, to the 
conclusion that it is a tertiary base. The formation of a basic product 
from 2 mols. of the hypothetical isonitrile, OeHg-INH'hriC, may be 
simply interpreted as follows : — 


CoHs-NH-^^^O 




NH-C„H5 


CeHs' 
HC 








The two molecules condense directly to a ring in a way similar to 
the condensation of 2 mols. of ijt-ketonamines or a-ketonanilides in 
the formation of aldines, with the difference that in this latter case 
the condensation is accompanied by a splitting oft* of 2 mols. of 
water. A compound of the constitution given above is to be regarded 

OH'lSfll 

as a derivative of the type containing four 

nitrogen-atoms and two carbon-atoms, which may be called, according 
to Widmann’s proposal (/. pr. GJiem,^ JST.F., 38, 185), tetrasine. 

Compounds which may he regarded as derived from a nucleus 
consisting of four nitrogen- and two carbon-atoms are already known. 
These are the bodies produced by v. Pechmann (Ber., 21, 2751) by 
the oxidation of the osazones of 1 . 2 diketone compounds, and called 
by him osotetramnes* These substances are coloured, neutral com- 
pounds, easily reconverted by the action of reducing agents into the 
osazones from which they were formed. 

Quite different, however, is the behaviour of the representative of 
the 'tetrazines produced from phenylhydrazine in the isonitrile reac- 
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tion, and this also confirras the view of its constitution expressed 
above. 

Diphenyltetrmine, Ci4Hi3F4, is dissolved with difficiiltj by boiling 
hydrochloric acid, and the solution, on cooling, deposits long, white 
needles of the hydrochloride, which may also be prepared by passing 
hydrogen chloride into an ethereal solntion of the base. This salt is, 
however, not very stable ; when boiled with water or dried at 100°, it 
splits into its components, base and acid ; alcohol readily dissolves it, 
but, on boiling, the same decomposition seems to take place. 

The analysis of the salt, dried over sulphuric acid and potassium 
hydroxide, gave numbers which correspond to the formula 
CuHis1T4,HC1 

Calculated. Pound. 


01 13-027 12-74 

N.. 20\55 20-90. 


The hydrochloride forms a double salt with platinic chloride, which 
may best be prepared by adding a concentrated solution of the metallic 
chloride to the slightly warmed solntion of the base in alcohol and 
hydrochloric acid. After a few minutes the double salt crystallises 
out in yellow plates, which are washed with alcohol and dried at 100°. 

Analysis of it led to the forimila (Ci4Hi3br4)2,H3?tCl6. 

Pound. 

, 

Calculated. I. II. III. IT. 


Pt 22-055 22-21 22*11 — — 

K .......... . 1270 --- 13-18 12-91 


This platinum salt is sparingly soluble in alcohol, and crystallises 
from it in yellow, glittering plates, which decompose about 300°. 

The formation of a hydrochloride and of a platinochloride shows 
that diphenyltetrassine is a weak base, and its behaviour towards sul- 
phuric acid characterises it as such. For the base is dissolved by 
boiling with dilute snlphmic acid, and, on cooling, deposits loxig 
white needles of the sulphate, which may also be prepared by adding 
the dilute acid to an ethereal solntion of the base. The sulphate is, 
howevex^ only stable in the presence of the free acid, and dissociates 
■ completely on washing with water. 

Light is thrown on the nature of this base by the facts that it is 
indifferent towards nitrous acid and that it is not altered by boiling 
with acetyl chloride or with acetic anhydride, for it thus exhibits the 
characters of a tertiary base; The same conclusion follows also from 
the formation of an ammonium iodide produced by the 
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Action of Methyl Iodide on Dijplienyltetrazine, 

The base was heated in a sealed tube with metlijl iodide in the 
presence of methyl alcohol for a few hours at a temperature of 100® : 
the contents of the tube were then evaporated to dryness on the 
water-bath, and the residue boiled with water, in which it is readih' 
soluble. On cooling, yellow needles crystallise out, which melt at 
214®, and are easily soluble in alcohol. Analysis of this substance 
dried at 100° proved it to be an ammonium compound the metModide 
of diplienijltetrazine. 

The formula Ci 4 Hi 2 lsr 4 ,CH 3 l requires — 

Calculated. Found. 

I 14*814 14*96 

N 33*60 33*71 

On adding silver chloride to a boiling aqueous solution of the 
iodide, silver iodide is at once formed, and the solution contains the 
organic ammonium chloride. On concentration, this crystallises in 
silky needles which melt at 244°, and are more soluble in water than 
the corresponding iodide. 

A nitrogen determination proved it to have the formula 
CuHi3N4,OH3C1. 

Calculated. Found. 

hr 19*55 19*72 

With platinic chloride, the aqneous solution of the chloride yields 
a light yellow, crystalline precipitate, which is nearly insoluble in 
water. 

The salt dried at 100® has the composition 2(CuHi2H4,OH3Cl),PtCl4. 


Calculated. Found. 

Pt ■ 21*376 21*35 

hr 12*31 12*57 


The above described, experiments afford, I think, a sufficient proof 
of the view that the compound formed from phenylhydrazine, in the 
manner stated above, is without doubt dipheuyltetrazine. 

The remarkable stability which this substance exhibits towards 
hydrochloric acid and alcoholic potash, as was mentioned in the first 
note (loG, cit.), shows itself also towards reducing agents. It may be 
boiled in alcoholic solutions with tin and hydrochloric acid without 
sufferings any change'; ©ven^that reducing agent,' sodium and alcohol, 
■'Which has so often:' rendered, good service, has here hax'dly any action. 
3y Rsi^ag amyl alcohol, and' nodium, „some ammonia is, indo'ed, given 
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off, but the bulk: of the substance remains unaltered. Bromine, bow™ 
eTer, acts very readily on the base, and leads to various 


Bromine-deo'watives of JDiphenyUetradne* 

On adding bromine to a solution of tlie base in glacial acetic acid, 
there is at once formed a nearly white precipitate, consisting of one 
or more bromine substitution-products. I have repeatedly carried out 
this operation, but with varying results, owing to the varying 
quantity of bromine used and to the concentration of the solution, 
but I have not yet found the proper conditions for the preparation of 
the one or the other, as I had not the necessary quantity of material 
at my disposal. In one operation, using a considerable excess of 
bromine, a precipitate was formed consisting for the most part of 
tnbromodi^JienyUetmzine, as is shown hy the following analyses of the 
product recrystallised from glacial acetic acid. 

The formula OuHgBrshTi requires — 

Theoiy^ Found. 


Br 50-74 50-40 

N 11-84 11-97 


This compound is sparingly soluble in boiling alcohol, but is readily 
dissolved by boiling glacial acetic acid, from which it crystallises on 
cooling in white needles which decompose at about 224°. When, 
howevei'*, more dilute solutions and a limited amount of bromine are 
nsed, the precipitate formed consists, for the most part, , of a dibromo- 
derivative mixed with some of the trihromodiphenyltetrazine, as indi- 
cated by the analysis of the product recrystallised from glacial acetic 
acid, which gave 14*28 per cent, of nitrogen and 42*40 (42’24) per 
cent, of bromine, while the formula OuHioBrsN^ requires 14*21 per 
cent, hr and 40*6 per cent. 

Even a monobromo-derivative is produced under certain con- 
ditions by the action of bromine on acetic acid solution of the base ; 
this was extracted from the precipitate by hot alcohol, and re- 
peatedly crystallised from the same solvent. Its melting point was 
219 — 220°, and on analysis it gave 17*70 per cent, nitrogen, whilst 
CuRiiBrEi requires 17*95 per cent. H. 


A compound of the constitution 


H6;]srA-aH8 


would give rise 


to three different series of bromine- derivatives, according as the snb- 
stitntion takes place in the phenyl-groups or in the tetrassine nucleus, 
or, lastly, in' both at the same time. The precipitate produced by; the 
addition pf broiiiine to, the base dissolved in ’acetic aoid|,:*pon$i:StB^ 
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most probably of compounds wbicb are substituted in tlie benzene 
residues of dipbenyltetrazine — tbeir melting points being above 200°. 

Besides tbe substances above mentioned, however, another com- 
pound is produced at the same time ; this is always formed by acting 
with bromine on the base, either in dilute or in concentrated acetic 
acid solution. This brominated derivative remains dissolved in the 
glacial acetic acid, and is thrown down by water as a brown precipi- 
tate, which is easily solnble in alcohol, and crystallises from dilute 
methylated spirit in faintly coloured needles which melt at 131°. 
Analysis proved it to be a diphenyldibromotetrazine. 

Its formula OwHioBralNi requires— 

Found. 


Theory. I. II. IHL 

C 42*64 43*00 42*48 — 

H. 2*64 3*44 3*20 — 

ISr 14*21 ' — — 14*33 


The difference between the properties of this compound and those 
of the others renders it most probable that this has the constitution 
C^Hs-lN-lNlOBr 
BrClN-ACsHa* 

The remarkable formation of a very stable compound by the action 
of chloroform and alcoholic potash on phenylhydz*azine led me to 
repeat this reaction with other hydrazines, in order to determine 
whether they give rise to analogous compounds. I have as yet only 
studied the 

Action of Chloroform and Alcoholic Fotash on Paratolylhydrmine, 

The operations were conducted in the manner described above, 
namely, alcoholic potash was gradually added to the solution of the 
hydrazine in chloroform and alcohol, the product diluted with water, 
shaken with ether, the unaltered base removed by means of dilute 
sulphuric acid, and the ethereal solution evaporated. The residue, 
which is an odourless oil, partially solidifies after a short time. The 
mass of crystals was then washed with methylated spirit and dis- 
solved in hot alcohol, and the solution decolorised by boiling with 
animal charcoal ; on cooling, it deposited faintly yellow plates, which 
melt at IBS'". They are less soluble in alcohol than diphenyltetrazine, 
although easily soluble in glacial acetic acid. 

The results of analysis, the molecular weight determinations, and 
the chemical behaviour, show that this compound has a constitution 
analogous to that of the body formed from phenylbydrazine. It is, 
therefore, to be regarded as 
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Its formula, OH3*C6H4*I^<0^.^>K*O6H4*CH3, requii’es the follow- 
ing values : — 


Found. 


Theory for ( — — ^ 

OioHi6N4. I. 11. 

C ?2-72 72’55 -- 

H 6-06 6*70 — 

¥ 21-21 -- 21-24 


The molecniar weight of this substance was determined by Eaoult’s 
method, with the following result : — 


Weight of substance 0*3424 gram. 

5 , acetic acid 26*2025 „ 

Freezing point of acetic acid .... 11*31° C. 

„ of mixture 11*12° C. 

Depression of freezing point 0*19° 0. 

Molecular weight derived from the 

above data . . ; 269 

Theory for 264 


Besides this substance there is also produced formylparatolyl- 
hydrazine, the formation of which corresponds to that observed in the 
case of phenylhydrazine. This compound is contained in the alcoholic 
filtrate from the substance CieHieF^, and can be extracted by boiling 
water from the resin which is left behind when the filtrate is evapo- 
rated. The aqneous solution, after decolorisation, deposits white 
plates which melt at 164'*, and on analysis proved to be formylpara- 
tolylhydrazine. The following numbers correspond to its formula, 
OH3‘CflH4‘NH-NH-CHO 


Found. 

Tliooiy for ^ 

CaHioNaO. I. 11. 

C 64-00 64-10 -- 

H 6*70 7*20 

E" 18*67 -- 18*84 


This substance was also prepared by heating formamide with para- 
tolylhydrazine in an oil-bath at a temperature of 130°, until ammonia 
deased to be evolved. The resulting solid mass was recrystallised 
from water, when crystals were obtained which had the same melting 
point as the substance formed in the isonitrile reaction, and gave, on 
analysis, 18*80 per cent, nitrogen. 

Formyiparatplylhydrazine is very soluble in alcohol, sparingly in cold 
water, and -in benzene or chloroform,, and less soluble, in boiling 
than ,fprxnyl|)hehylhydrazine. ■ ■ ,'V' 
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I am at present engaged in the further study of the t'wo tetrazines 
described above, and intend also to extend the investigation of the 
action of chloroform and alcoholic potash to other hydrazines. 

In conclnsion, I may add that the formation of the formyl-deriva- 
tives of the hydrazines in this reaction led me to make some experi- 
ments with the view of producing the tetrazines from them by 
splitting off water, bnt as yet I have not been able to effect this 
reaction in a simple manner. I am still, however, working in this 
dii’ection, and hope to be able to communicate to the Society satis- 
factory results. 

Unwersitjj Lahoraiory, 

Ganibridge. 
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Maich 21st, 1889. 

W. Crookes, "P.R.S.j President, in tlie Oliair. 

The pleasant duty again devolves on me to present to you the 
annual report on the state of the Chemical Society daring the twelve 
months just past. 

The following tabular statement shows the numerical position of 


the Society : — 

N-umber of Pellows (March 28th, 1888) 

Since elected and paid admission fees * * * 

1674 

Deceased 28 

Withdrawn 16 

Removed on account of arrears 21 

-- 60 


Present number of Fellows 1614 

Increase 80 

Muinber of Foreign Members 37 

Deceased (Professor H. Debray). 1 

Present number of Foreign Membei's. ..... 36 


Our losses from death include several well-known names. They 
are on the home list : — Professor Brazier, John Collins, R. Cartmell, 
J. J. Coleman, W. F. Donkin, H. C. Foote, Peter Griess, A, N. Gow, 
John Horsley, J. M. Kavanagh, J. D. Perihns, Dr. David Price, F, G- 
Ree, J. Robinson, W. 0. Senior, J. Denham Smith, J. Storey, James 
Tayloi’, J. S. Topham, Thomas Ward, Dr. W. Wallace, G. J. Wishart, 
John Williams. And one Foreign Member, Professor H. Debray. 

Withdrawn : — R. Byramjee, C. B. Caswell, Dr. E. A. Cook, R. 
Coulthai'd, P. H. Datta, Charles E. Ellis, F. A. Genth, Jtin., 0, H. 
Gimingham, Andrew Hende;i 2 »tiiT^^ Hunter, W. J. Foble, 

^ Walter Pearce, Dr. B. W. Richardson^ J, P. 'Smithj- Ed. S. Spalding, 
and Os vrald Wilkinson. 
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B-emovals on account of non-payment of subscriptions : — J. B. 
Bardsley, William Bedford, R. Gr. Blaine, Professor A. C. Dixon, 
A. E. Drinkwater, U. K. Dutt, Rgy. W. H. Bley, E. H. Farmer, 
W. E. Eremersdorff, E. Gr. Holmes, J. J, Kniglit, J. L. Aluspratt, 
Robert Alarr, S. R. Pontifex, Thomas Perry, R. H. Ridout, G-. H. 
Rutter, W. Robinson, Eranz Rindskopf, E. AC. Sexton, and J. W. 
Steyens. 

In the year 1888, there were 75 original papers published in the 
Journal, occupying 895 pages, as compared with 88 papers of 871 pages 
in 1887. The Abstracts in 1888 occupy 1351 pages, compared with 
1159 in 1887. The number of Abstracts is 2470 compared with 
2277 in 1887. 

103 papers have been communicated to the Society this session. 
Several of these papers were published in full in the Proceedings, 
and Abstracts of all have also there been given. 

The Proceedings of the Chemical Society, appearing as it does soon 
after each evening meeting, is valuable as affording country members 
a rapid and trustworthy account of what goes on at our Society, and 
has now taken a well established position as an independent publica- 
tion. 

Our Library continues to increase, and every year becomes richer 
in rare volumes and books of reference. The duplicate library for 
lending is also becoming increasingly useful. The following table 
shows the present state of our shelves : — ^ 



March 31st, 
1888. 

Addition in 
1888-89. 

Present 

1 State. 

Volumes of systematic, works 

• 2,780 

142 

2,922 

1 6,474 

Volumes of journals 

5,119 

sm* 

Volumes of duplicate journals for cir- 
culation. 

941 

143t 

1 1,084 

Pamphlets . . , 

1,410 

16 

1,426 


10,250 ■ 

656 

10,900 


The expenditure under this head for the current year is £308 5^. M. 
The following table shows the position of the Journal duiing the 
past year, as compared with the previous four years : — 

^ *' luclucliug 170 vols. Dingler’s Fol^techmches J ournal. 
t Including 95 yols. Dingier^ s ^olgtechnuchm J ourmL 
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1884. 

1885. 

1886. 

1887. 

1888, 

General and Physical Chemistry. . 

237 

331 

235 

271 

340 

Inorganic Chemistry 

189 

191 

■223 ' 

242 ! 

216 

Hineralogical Chemistry 

Organic Chemistry 

192 

201 ! 

223 

180 

171 

939 

1047 

1056 i 

1045 

10.88 

Physiological Chemistry. ........ 

Chemistry of Vegetable Physio- 

118 1 

, 142 

100 

100 

153 

logy and Agricultui’e 

324 

218 

160 

123 

170 

Analytical Chemistry 

256 

337 

289 

316 

332 

Technical Chemistry ' 

286 

280 

66=^- 

— 

— 

Total 

2541 

i 

2747 

2352 

2277 

2470 

Papers in Transactions, 

57. 

85. 

85. 

88. 

75. . 


I must now ask yotir attention to an event of wliicli none of yon 
can be ignorant, wMcb, tkongli not exclnsively relating to chemistry, 
bears closely upon it and upon the future of British science. I refer 
to the protest against the examination system in education which 
appeared in November last. That protest had long been in the air. 
For years past men who take the trouble to observe and to reflect 
have come to the conclusion that competitive examination is injurious 
to the individual, injurious to the race, and that it starves original 
research at the very root. They have convinced themselves that if we 
flag in scientific investigation, that if a large and increasing propor- 
tion of professorships and of leading positions in industrial establish- 
ments, both in the home kingdom and in the colonies, are filled by 
aliens, the fault lies mainly with onr educational system. Men trained 
chiefly to pass examinations either in theoretical or practical depart- 
ments cannot equal those w'ho have been schooled in actual research, 
trained to accurately obseiwe and draw correct inferences from facts. 
All the earlier protests were desultory, and calculated to produce no 
lasting impression ; but the recent manifesto is the expression of the 
collective opinion of many earnest representative men and women. 
Hence it cannot be slighted as the mere outcry of a faction, a sect, a 
school, or an interest. 

A most satisfactory feature is the adhesion to the protest of men 
who formerly were in favom^ of competitive examination as the test 
for entrance into the civil or military service of the State. Professor 
Max Miiller, of Oxford, frankly admits he now considers competition 
to be a mistake, and avers that the failure springs not only from the 
manner in which the system has been worked, but is involved in its 
very nature. But if this protest is to avail it must be energetically 

; * The Technical Bmsion was diseontinued after the April number, 1S8S. 
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followed up, for I must repeat wLat I Lave before declared, tbat 
the position of science in Britain is far from satisfactory. 

Though the number of articles devoted to research in German 
transactions and journals exceeds those in onr own publications, 
Vie must remember that the population of the German Empire is 
greater than that of the United Kingdom by at least one-fourth ; 
further, that the savants of Bussia, of the Austrian Empire, of 
Switzerland, of Holland, and Scandinavia largely select German 
journals as their medium of publication. Hot a few English and 
American scientific men follow the same course. Hence, as regards 
quantity, onr share in the world’s scientific -work is more considerable 
than appears at the first glance. Further, I think that if deficient in” 
quantity English research excels in quality. If we do less detailed 
work we furnish a larger proportion of generalisations and laws than 
most of onr rivals. As the discoverer's of laws and generalisations, 
Black, Boyle, Dalton, Faraday, Graham, Joule, INewton, Wollaston, and 
Young are household words in the laboratory — yet none of these men 
were the products of the examination system. 

There is another evil against which I must strongly protest. I 
refer to the system of sealed papers.” Everyone knows that on 
the Continent, more especially in Prance, it is common for anyone 
who has, as he thinks, approached the solution of some important 
question, to deposit a sealed sketch of his incomplete results with 
the President or Secretary of some learned society. The sketch may 
lie perdu for years, until the author requests it may be opened and 
read before tbe Society. The practice arose from a desii'e that the 
author’s priority should be guaranteed against others who might lay 
claim to his ideas. But priority can be quite as effectually secured 
by a brief preliminary notice read before some Society or sent 
to some journal, the author thus reserving to himself the fni'ther 
investigation of the subject. Among men of honour such reserva- 
tions are invariably respected. But the “sealed paper” system 
lends itself to something which borders unpleasantly upon fx'aud. 

Suppose an investigator takes up some question, sees that it admits 
of tvFo or more solutions, or that various hypotheses present them- 
selves to him as possible. To work out the matter conclusively 
might require much time and trouble. He therefore writes out each 
hypothesis, and incloses them separately in “sealed papers’’ duly 
numbered, carefully I'etaining copies. In process of time, some other 
investigator, ignorant of what the first author has done, takes up the 
subject and works out one of these hypotheses to demonstration. So 
soon as his supplementary memoir is before the wmiid, the first' in- 
vestigator requests that the “sealed paper ”Ko. 2 or NTo. 3 be opened 
and read., The ,new 'theory, laboriously .'Considered , and worked out, 

' VOL.'LV. ' T 
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is found to have been anticipated, and the man who lias really done 
the work is robbed of much of his credit. The seeming anticipator 
says nothing about the contents of other sealed papers,” in which 
he has proposed totally di:fferent hypotheses ; these he now leaves to 
oblivion. 

I think the Fello’ws of onr Society will agree with me that a 
system which thus enables a man to reap the fruit of another man’s 
experiments does not deserve to be naturalised in England. 

There is a further abnse to which attention may usefully be drawn. 

It sometimes happens that a man of science will send an account of 
researches lie has completed to two journals simultaneously, English 
or foreign, leaving each editor under the impression that he is the sole 
recipient of the communication. Or, still worse, a man reads a paper ^ 
before our Society and sends it to some foreign journal, so that it \ 
may figure in print before it appears in the Society’s Transactions. j 

To this subject I felt compelled to refer when I had the honour of j 
addressing you last year. And you are now aware, your Council has ( 
resolved that no memoir be published which has previously appeared j 
in a foreign journal unless specially recommended by the Publication ? 
Committee and approved by the Council. The reasons for this ! 
rosolution are not hard to seek. Isfot merely is the reputation of; 
the Society, as the original channel of the researches in question,/ 
imperilled, or at least obscured, but a serious waste of time andi 
labour is indicted upon anyone who needs to read up the literature 
of the subject. We, in England, are by no means the only sinneirsVii^ 
this respect. It often happens that memoirs which have been pead 
before the Paris Academy of Sciences reappear as “ original matter ” 
in certain French journals. i 

I cannot pass over a discovery made this season by Dr. Krtlss con., 
cerning nickel and cobalt. As at first reported, it seemed that these 
two metals might be eliminated from our text-books, and that two 
or three new substances would take their place. Had this been the 
case it would undoubtedly have been one of the greatest steps in |rure 
chemistry taken this century. I fc now appears that each of the gwo 
metals contains a common impurity which Dr. Eriiss has been,' he 
first to detect and isolate. hTickeland cobalt thus purified w^ill.'ail! 
retain their individuality, though their accepted properties, phy Wi 
and chemical, will need careful revision. gg, 

In any case the discovery is most instructive, warning us ^tiw 
careful we should be to have firm ground under our feet. is 
almost humiliating that two metals which have been subjecM to 
infinite research and scrutiny, should now he found to contain sbh a 
proportion of unsuspected impurity. f 

' You are aware that at the ballots for the election of Felloi^alf ' 
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an lionr or more of valuable time is thus spent in a niaimer wbieli, 
to say tbe leasts is not very interesting. An attempt bas been made 
to save time by taking tlie ballot in tbe library, after tbe meeting, 
but so many Fellows leave before tbe end of tbe meeting that tbe 
niiinber remaining bas not been fonnd sufficient to meet tbe require- 
iTient of tbe bye-laws. Your Council bare from time to time bad 
tliis matter under discnssion, and at tbeir last meeting, on tbe 21st 
inst., it was resolved “ That in future tbe balloting for Fellows be 
conducted by means of papers.’^ The best manner of carrying out 
tbis resolution will be a subject for future arrangement. 

A postbumous memoir on tbe compressibility of hydrogen, by tbe 
late Professor Wroblewski, reminds ns of tbe sad and untimely 
death of tbis meritorious and distinguished worker in pbysi<‘ai 
chemistry. His death, as most of us doubtless are aware, was due 
to the frightful hums which he I'eceived from the overturning or 
explosion of a paraffin lamp. In tbe memoir in question, Professor 
Wroblewski treats of the compressibility of hydrogen at 99°, at 0°, 
at —103*5° (boiling point of ethylene), and at —182*4° (boiling 
point of oxygen), for pressures ranging from 1 to 70 atmospheres, 
Prom tbe results, tbe following data were calculated : — Critical 
temperature, —240°; critical pressure, 13*3 atmospheres; ciitical 
volume, 0*00335. Hence it appears very doubtful whether M. Pictet 
or M. Cailletet really succeeded in liquefying hydrogen. 

Last year I bad tbe pleasure to announce that one of our Fol- 
lows, Mr. Hewiands, had received tbe “ Davy Medal of tbe Royal 
Society for Ms splendid discovery of tbe Periodic Law of tbe Cheniiv 
cal Elements. I may also be allowed to state that to me, your 
Pi'esident, the Royal Society bas likewise awarded tbe same dis- 
tinction for my Researches on the Behaviour of Substances under 
the influence of tbe Electric Discharge in a High Vacuum, with 
especial reference to tbeir Spectroscopic Reactions. 

Hence it lias been suggested that I might not unprofitably claim 
your attention this evening for a history of the so-called rare earths, 
as they have been brought to light and discriminated by the aid of 
the spectroscope. 

If I name the spectroscope as the most important scientific inven- 
tion of the latter half of this centuiy, I shall not fear to be accused 
of exaggeration. Photography has rendered vast services in record- 
ing astronomical and biological phenomena, and it even supplies us 
with indirect means of studying ray vibrations to wffiicb tbe human 
retina does not respond. The electro-r acoustic devices of Edison and 
his co-workers permit almost magical communication between human 
beings. Rubmkorff^s coil ■ and tbe Greissler lube have rendered 
notable service in physical investigation; and tbe electric lamp 
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promises to aid in exploring the internal parts of living animals as 
well as in studying the organic forms of the deep sea. But in the 
spectroscope we possess a power that enables ns to peer into the very 
heart of NTature. In the extent of its grasp and the varied character 
of its applicability it surpasses the telescope, and at least rivals tlie 
microscope. It enables the astronomer to defy immeasurable dis- 
tance, and to study the physical condition and the chemical composi- 
tion of the sun and the stars as if they were within touch, and even 
to ascertain the direction of their movements. 

"^Uithoiit attempting to discuss the import of the results thus 
gained— which would lead us too far — I may point out that they 
overthrow a dogma concerning the classification of the sciences. It 
has been said that the simpler and more general sciences lend both 
doctrines and methods to the more complex and less general sciences, 
and that the latter give nothing in return. But we now see 
chemistry endowing astronomy with an original and fruitful method 
of research. 

Turning to the very opposite extremity of the scientific hierarchy 
we find that to the biologist the spectroscope is of value in studying 
the relations of animal and vegetable fluids, and even of certain 
tissues. Bub this wonderful instrument is clearly destined to play 
its chief part in what is called terrestrial chemistry — the field where 
it has won the most signal triumphs. 

It must be remarked, despite this vast range of applicability, a 
range sweeping through the whole universe and embracing* all the 
four elements of antiquity; and despite the astonishing results 
already achieved and the prospect of greater revelations to come, that 
the spectroscope is still inadequately appreciated by professed men of 
science, and in consequence is to a great extent ignored by the 
“educated and intelligent public.” In urging its more thorough 
recognition I do not advocate the formation of spectroscopic societies 
for the fragmentary study of everything that can be observed with a 
spectroscope. But I recommend researching chemists to appeal to 
this instrument wherever requisite and possible. 

An elaborate spectroscopic study of the basic constituents of rare 
minerals from different localities would be of great value, and I 
would suggest that on ail possible occasions meteorites should be sub- 
mitted to careful specti*oscopic analysis. 

I do not propose to discuss all the splendid achievements of the 
spectroscope in chemistry ; nor its applications in ordinary analysis, 
qualitative and quantitative ; nor the conduct of technical operations, 
such as the Bessemer process. I confine myself to the light thrown 
by the spectroscope upon the nature and the relations of our ekmen/Sf 
real or 'supposed. 
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Tliougli systematical! j employed Iby few experimentalists, tlie 
spectroscope lias already led to the discovery of several hitherto 
nnkiiown elements. In the early days of spectrum analysis attention 
was mainly concentrated on the flame spectra : that is, the bodies in 
question were vaporised and rendered Inminons by the action of a 
flame, such, as that of the Bunsen burner or of the osyhydrogen jet. 
This procedure in the hands of Bunsen and Kirchhoff gave ns ca?siuiTi 
and rnbiclinm ; afterwards in my own hands, thallium ; and in those 
of Reich and Richter, indium. 

Then followed the production and examination of spark-spectra. 
The spark produced by means of the induction coil, especially when 
its energy is reinforced by the intercalation of a Leyden jar, volati- 
lises and renders luminous minute portions of matter, solid, liquid, or 
gaseous, which may then be examined by the spectroscope. In this 
manner gallium was discovered in 1875 hy Lecoq de Boisbaudran. 
In consequence of the sharpness and the well-marked character of 
these spark-spectra they are relied on by chemists as certain proof 
of the identity of any two elements which yield identical spectra. 

Rext was introduced the systematic study of the absorption-specti'a 
seen when a beam of light is passed through certain transparent 
solids or through solutions of various substances. One of the earliest 
observers in this branch of spectroscopy was Dr. Grladstone, who, in 
1858, read before this Society a paper on the absorption of light by 
various metallic salts, and gave the fli’st description of the absorption- 
spectrum of didymium. This branch of spectroscopy has proved not 
less fruitful in the recognition of new metallic elements. 

In the investig'ation of the rare earths my principal object has been 
to separate the true from the nndemonstrated and spurious, verifying 
the true, rejecting the spurious, and reducing as far as possible the 
number of the doubtful. In the following table I have given a list of 
the so-called “rare elements,” with which for the last seven or eight 
years I have been specially occupied. Columli 1 gives the names by 
which they are commonly known. Column 2 gives their atomic 
weights, &c. Goinmn 3 shows in what manner they coine under tlm 
domain of spectroscopy; and columns 4 and 5 notify the compo- 
nents or meta-elements into which some of these bodies have been 
decomposed iii' 1886 by myself, ■ and in 1887 by Kriiss and Mlsoii. 
Ill the first column I have exercised a judicial leniency in retaining 
candidates, for the sake possibly of old associations, when strict justice 
w'onldRave disestablished them. Thus, it niay be doubted whethei* 
decipiiim, philippium, or gadolinium should have been retained. 
But since doubts, have been cast on the integrity of nearly all the 
oceupauts of this column fihe line should not be drawn too strictly. 
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Table I. 



Atomic ■weight of 
metal and for- 
mula of oxide. 
'"Neodymium — 
140*3. NdaOs. 

Gives spectrum 
by— 

Crookes 

(1886). 

Didymium ^ 

Praseodymium — 
143-e. Pi-jOa. 

=“ Absorption. j 

^ Da 

L A-475 


ITnnamed. 



Declpimn 

L J 


r 

Samarium 

Lantlmnum, .... 

150-12. Sm-jOa. • 

138. La-A- 

f Absorption and ^ 
1 phosphorescence. 

Phosphorescence. 

1 Ge 

1 Or 

L G0 

Erbium ........ 

166. EraOg. • 

r Absorption and 
\ phosphorescence. ^ 

r A 550 

L A 493 

Pbilippimii 

45—48. PpO. 

Phosphorescence. 


Holmium 

— 

Absorption. 

— 

Thulium ...... , 

170-7. TmA* 

Absorption. 


DTsprosiiim .... 

— 

Absorption. A 457 — 448 

(1888) 

Yttrium ....... 

Terbium 

88*9. Y^taOg. 

124*7. TbA- 

Phosphorescence, j 

r Ga ■ 

i 

: ad 

1 G^ 

L ^ 

G-adolmium (Ya) 

— 

Phosphorescence, -i 

f Gpf 

L GC 

Ytterbium.. .... 

173*01. YkOg. 

Phosphorescence. 

Scandium ...... 

44*03. ScsOg. 




Component meta-eloments 


Nilson and 
Kriiss (1887). 
l)ia 
I)i^ 

Bi7 
, Di^ 

[ Du 

' Db} 

DIB 

Dii 

Dix 


Sma 

Smj8 


Era 

Erj8 



Lecoq de 
Boisbnixdran. 

Za 

Ih 

Yfc 


At first spectroscopic examiriatioii was applied directly to sub- 
stances, natural or artificial, wbicli bad not undergone any special 
preparation. The idea next occurred of attempting to split up 
substances supposed to be simple into heterogeneous constituents 
before appealing to the spectroscope. The refined chemical processes 
used for ibis operation may be summaiused under tbe name of frac- 
tionation, wbetber they be ■ fractional precipitations, crystallisations, 
or decompositions. Tbe essential principles of this process were so 
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fully discussed on tlie last occasion wlien I liad the honour of address- 
ing you that I need not further allude to them. 

The Bidymium Group. 

A comhination of such delicate and prolonged chemical processes 
with spectroscopic examination applied to bodies showing absorption 
spectra soon led to important discoveries. Fig. 1 a* show^s what 1 may 
call the normal didymium spectrum, as it was generally recognised 
down to the year 1878. Fig. 1b shows the whole of the absoi'ption- 
bands belonging to bodies subsequently separated from didymium by 
fractionation. When in 1878 the didymium from samarskite w’as 
examined by Delafontaine {fJompt. rend., 87, 632 ; Chem. News, 
38, 223) he found it to diifer somewhat from ordinary didymium 
as extracted from cerite and gadolinite, and by a series of chemical 
fractionations he succeeded in separating from it an earth which 
he called decipium, giving at least three absorption- bands, one 
having a wave-length of 416 (1/A^ 578) ; another narrower and 
stronger, at wave-length 478 (1/A® 438), and a very faint “ minimum 
of transmission ” near the limit of the blue and green. INine months 
later Lecoq de Boisbaudran {Compt. rend., 89, 212 ; Ghent. News^ 
40, 99) announced the discovery of samarium as a constituent of the 
didymium from samarskite, giving a drawing of the decipium and 
samarium spectra to a common scale (Fig. 2), from which it is seen 
that samarium is characterised by the bands of Delafontaine’s 
decipium together with two additional hands. Fig. 3 shows the 
samarium spectrum from the latest measurements. 

Still didymium w^as not reduced to its ultimate simplicity* In 
1885 Carl Auer (Monatsh. Ghem,, 6, 477), by fractionally crystal- 
lising the mixed nitrates of ammonium, didymium, and lanthanum, 
showed it was thus possible to cleave didymium in a certain direction 
and separate it into two other bodies, one giving green salts and 
the other pink salts. Each of these has a characteristic absorption- 
spectrum, tbe sum of the two sets of bands approximating to the old 
didymium spectrum. These bodies the discoverer has named re- 
spectively praseodymium and neodymium. Tbe neodymium spectrum 
(Fig, 4 ), according to Auer, consists of the whole of the bands in 
the red, with part of the large one in the yellow ; it then misses all 
the green and blue, and takes in the second line in the violet. Fig. 5 
is the spectrum of praseodymium, which I have also taken from 
Auer's description ; it takes the other part of the yellow band and all 
tlie green and blue, except the second blue, which belongs to neo- 
dymium. Subtracting these Two spectra from the old didymium 

* All the figures are drawn to the 1/A- scale. 
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spectrum (Fig, 1) you see ttiere ai’e still two bauds left at X 462 and 
475 (1/X^ 465 and 443). Assuming tlxat the argument from absor])- 
tion.-spectra is a legitimate one — and all recent research tends to show 
that if not quite trustworthy it is at all events a weighty one — the 
inference I draw from these results is that the old didymiuiix still 
contains a third body distinct from neo- and praseo-dymiurn, to which 
one or both of these extra hands is due, 

I must venture to lay especial emphasis on the words in a certain 
direction, Didyminm in my own laboratory has undergone other 
cleavages, and I have not yet decided whether we shall have to 
recognise farther decompositions of neo-dymium and praseo-dymium, 
or whether the original didymium is capable of being resolved 
differently according to the manner in which it is treated. Keeping 
the hand in the orange always of the same strength, in many of the 
fractions of didymium from different sources the other bands of neo- 
and praseo-dymium are seen to vary from very strong almost to 
obliteration {Chem. News, 54, 27). In this way I have worked on 
the spectra of didymium from allanite, oerite,. euxenite, fiuocerite, 
gadolinite, hielmite, samarskite, yttrotitanite, <&o., and the farther I 
carry the examination the more the conclnsion is forced upon me that 
didymium must not be regai’ded as compounded of two elements only, 
but rather as an aggregation of many closely allied bodies. Later 
researches of Kruss and Nilson have led them to the same conclusion* 

When working in 1886 on the decomposition of the nitrate of 
didymium by heat, I found very decided indications of the possibility 
of depriving didymium of baud after band until only the deep line in, 
the bine X443 (1/X^ 509*6) is left (Froc, Hop Soc., 40, 503). I have 
provisionally named this single band element Da. In this connection 
I would like to draw your attention to a few facts which have very 
recently come to light. 

In some of my fractions of didymium the band X 475 (1/X® 443) 

, 'intensifies in company with’ another band 'at X 462 (1/X^ 465). 

;' ,Kig.-6 shows at A the' group of blue bands as they are seen in a 
strong solution of didymium. It forms a well-marked set of four 
^/Oomparatively sharp lines, one at X'462 (1/X“'465) being the faintest 
''Dhder, these 'lines I show (Fig. 6,'B) the same group' as seen in 
fractions nf the same solution of didymium after disintegration' 
has. co'mmenced. ' This ^ fraction is very similar to AueFs '' praseo-'.;'' 
dymium yand below 'this. (Fig. 6, 0) I again show the same, group, 
seen in the didyminm fractions' 'most removed from' the one' last! 
described. Here the two lines X 475 (1/X^ 443) and X 462 (I/X^ 465) 
have become very .strong, while. 'the other two have almost faded 
out. One of these, X 475 (l/X®: 443), -is included by Auer in the 
spectrum of his crude didymium j but he makes no further reference 
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to it eilher in description or diagram. Of these lines, X462 (1/X- 645), 
probably belongs to the samarinm group, but the other, X 475 
(1/A,“ 453), cannot belong to samarium, although it superposes on the 
most refrangible half of the broad and ill-defined samarium band. 

In a paper read before the E,oyal Society dated June 9, .1886 
{Gornpt, Tenet, 102, 1551), I gave an account of some observations I 
had made upon the line X 475 (1/X“ 443), proving that it could be 
sepai'ated from the old didymium spectrum, and in conclusion said it 
‘‘ must be regaided as characteristic of a new bodyJ’ 

Subsequent to ray paper Demai^^ay (ibid.) drew attention to 
this line at X 475 (1/X^443), and in 1887 (Oom^t. rend., 104, 580) 
he again returned to the subject, associating the two lines X 475 
(1/X^ 443) and X 462 (l/X^ 465) as being due to the same element. 
W ith this opinion I cannot yet agree, for in many instances I have 
had fractions in which the relative intensities of the two are widely 
different. More recently Krfiss and ISiilson have ascribed this 
line to one of the constituents of Soret’s X or holmium, which 
gives a line falling nearly on the same place (Chem. Neius, 56, 154, 
173). 

By examining the absorption-spectra of solutions of rare earths 
obtained from widely different sources, Kriiss and Xilson (Ber., 
20, Part XEI, 2134; and Gliem. News, 56, 74, 85, 135, 145, 
154, 165, 172) came to the conclusion that the elements giving 
absorption-spectra, and known as didymium, samarium, holmium, 
thulium, ex'bium, and dysprosium, were not homogeneous, but that 
each one contained almost as many separate components as it pro- 
duced bands of absorption. 

They have discovered that in didymium obtained from some minerals 
one of the fainter lines of the normal didymium spectrum is strong, 
while others usually stronger are almost or quite absent ; results to 
which I shall presently refer will show that this cannot be explained 
by dilution or concentration. In this way, by examining a great 
number of minerals, tliey found anomalies occurred in the case of 
almost each of the old didymium fines, and therefore decided, as 
above mentioned, that it is a compound body, capable of resolution 
into at least nine separate components. 

Identical arguments are' brought forward, to prove that each of 
the other so-called elements, samarium, erbium, holmium, thulium, 
dysprosium, &c., are compounds of many closely allied bodies. 

Kriiss and Xilson,,^/'! believe, are pushing their investigations 
with the object of isolating the separate components of these dif- 
ferent earths. ' They /^howeyer,^ question' the possibility o! resolving 
the erbia and didymia earths into their > several ultimate constituents 
by a fractionated decomposition of the nitrates. In fact they assert that 
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hj means of the methods of separation at present laiown it would be 
almost impossibie to completely isolate any single constituent of the 
mixed earths. They therefore propose, as I had previously done,'^ a 
method by which we may certainly arrive nearer to the mark and 
dispense with miich tedious fractionation. If we examine the minerals 
which contain these rare earths we find they occur in very different 
states of mixture or combination. Sometimes many of the consti- 
tuents which we wish to separate are conjointly present, and some- 
times but few. The desired differentiation, in fact, has already been 
commenced by Nature. Kriiss and Nilson, therefore, whichever ingre- 
dient they wdsh to separate, propose to operate on a mineral which 
contains that ingredient as far as possible in a state of isolation. In 
other words, they will take advantage of the work that Nature has 
already begun, and endeavour by refined chemical means to put the 
last finishing touches to her work. Thus they will be able to work 
with smaller quantities of primary material, — no small consideration 
in the case of some minerals, — and to obtain results in a shorter time. 
How wddely the composition of one and the same mineral, as judged 
by our searching physical tests, may vary, will be seen from the 
following instances. Fergusonite from Arendal shows six of the 
bands of hoimiuni, fergusonite from Ytfcerby four, and that from 
Hittero only three. Moreover, the ingredient provisionally called 
Xx is to be found in the fergusonite from Ytterby, but not in that of 
Arendal and Hittero* 

The foundation for thus firmly declaring what I had previously 
ventured to infer, is the striking differences in the spectra given by 
several specimens of one earth, say didymiuni, when obtained from 
different sources. 

We are anxiously waiting the results of this investigation, but 
although the paper quoted was published in July, 1887, no further 
comniunicatiori has come from these illustrious workers. 

Chemists recently have stated as proof of the existence of new 
elements the fact that ceidain bands of absorption, as seen in various 
fractions, ‘‘follow the same variations of intensity.” Before deciding 
the question whether didymium is a homogeneous whole, or whetlier 
an argument in favour of its heterogeneity can be based on the fact 
that the absorption- spectra of didymium from different minerals 
differ inter se, it was necessary to ascertain if the absorption-bands 
seen in its solutions, whatever the thickness of the layer, whether 
dilute or concentrated, followed the same variations, and also to 
ascertain the nature of these variations. To contribute to this 

* ** Address to the Chemical Section of the British Association, Birmingliam 
Meeting/’ Ckem, Wews, 64,123. 'On the Fractionation of Yttria/’ Che 7 n>, Mews, 
54,157. Proc. Goc., 40, 1886, 5o5., 
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inquiry I examined tlie absorption- spectrum of a solution of neutral 
didyminm nitrate containing one part by weight of metal in 10 of 
water, as seen through a series of cells from 1 mm. to 25 mm. in 
thickness. For this work I used a new form of binocular spectroscope, 
fitted with a mechanical tracing arrangement, so that each spectrum 
can be automatically mapped on paper strips ; from this set of 
tracings I have arranged the diagram (Fig. 7) now before you. It 
represents tbe bands of the normal didyminm spectrum. The figures 
running up the side represent the thickness of the layer of solution 
observed, and they show at a glance the “ life of each of the hands. 
At the bottom, 25 mm. thickness, all the known bands are visible, 
and they become fainter and die out in the particular order here 
given, some of them remaining visible almost to the end. For 
instance, almost as long as the deep line in the blue part of the 
spectrum at \ 443 (1/X" 509), my Da, can be distinguished, it is possible 
to see the group of three very narrow ones next to it. Two or three 
other less characteristic bands can be seen only when there is a very 
considerable depth of liquid ; thus, tbe three Hues in the red X 636, 
628, 622 (i/X®247, 253, 258), cannot he seen distinctly through less 
than 20 mm. of this strength of solution. 

Having ascertained in this series how the spectra varied in appear- 
ance with different thicknesses of the same solution (strength 1 of Di 
in 10 of water), I repeated the experiments, keeping the thickness of 
layer of solution constant, and diluting the standard solution of 
didyminm so that the rays of light passed through the same quantity 
of metal as in the former series. The results in each case were 
pi^actically identical ; the differences being too slight to be detected 
in my apparatus. The spectrum exhibited, for instance, by 1 mm. of 
the standard solution of didyminm is found to be identical with the 
spectrum shown by tbe same solution diluted 20 times and. viewed 
through a 20 mm. cell. 

It will be seen that in the case of 1 mm., not only the line in the 
yellow at X 582 (1/X^ 292)^ is to be seen, but also two in the green 
at X 525 (l/X® 368) and X 510 (1/X^ 382). Therefore, to get a more 
simple spectrum, I diluted the solution to 1 of didyminm in 2U of 
liquid. 1 mm. thickness of this shows little else than a broad faint 
trace of the line in the yellow, A 582 (1/X^ 292). 

In the year 1886 {Froc. Boy. Soo.j 40 , 502, June 9, 1886 ; OJiem, 

54, 27, July 19, 1886) I demonstrated from experimenis on the 
fractionation of didyminm that this element was very probably a 
compound capable of, being resolved into a number of constituents, 
each represented by a single band, like the oases of jdtrinm and 

* The A and 1 /a® lengths given here are only approximate* , 
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samarium, wliicli give bauds bj pbospiiorescence. In Kriiss and 
Wilson’s case, tlie batch of crude eai'th contained in any single 
mineral was examined as a whole without any attempt to separate 
the earths, and the composition of some of these minerals is extra- 
ordinarily complex, enxenite for example containing, after removal of 
the other metals, the rare bodies Ce, La, Bi, Sm, Yt, Er, Tr, Ho, Tm, 
Th, De, Sc, By, Be, Hb, Ta. 

Ill my own case the didyminm earths, upon which I formed the 
“one band one element” theory {Chem, Neivs^ 54, 27) •were in a 
much more simple state, as the whole of the yttrinm group, including 
erbium, holmium, thulium, &c., and others, had been removed, and 
the earth under examination probably contained little besides 
didjmiuoi and lanthanum, with traces only of samarium, yttrium, 
and calcium. But not even here -was the earth under examination in 
a slate of even approximate purity. 

There are at least two points in these researches that I must touch, 
since they illustrate the necessity of great caution in drawing 
conclusions from an examination of absorption-spectra. Paul 
Kiese wetter and Kriiss (Bar., 21, 2310 ; Chem. News, 58, 75, .91) have 
recently published a paper on this subject, although it goes no furtlier, 
nor indeed so far as the previous communication of Krdss and 
Kilson. They have examined gadolinite, and find that some con- 
stituents of didymium and satuarium are absent, notably those 
which produce the group of lines in the green to which I have already 
referred. In my own laboratory I have worked for the last two years 
almost exclusively upon the earths from gadolinite — ^of which I have 
obtained a large quantity from Fablun — and there is not tine shadow 
of a doubt that in my gadolinite earths the lines reported absent by 
Kiesewetter and Kriiss are present in abundance. 

Some hitherto unexplained condition doubtless rendered these lines 
invisible to Kiesewretter and Kriiss; perhaps the presence of sonuv 
oth^r earths, or some condition of concentration or acidity. In tlie 
light of this knowledge I do not see how we can take the results 
of ' Kriiss and Kilson or my own as hnaL 

Concerning the influence of one body upon another little is yet 
known, But that little Ts of sufficient importance to make us very 
careful how we interpret absorption- spectra wdien uncorroborated by 
ohemical results. Lecoq de Boisbaudran and Smith have pointed 
:o,ut somedinportant modihcations produced, m. absorption-spectrahy 
; an , excess of acid (Compt reM,, 88 , 1167), and ,later, on Soret 
•(VompL rend., September’ 15, ' 1879) ■ vedfled 'These' , observations.; : 
B'ranner and others have recorded experiments ,on mixing solutions:, pf 
';,didymiun?^ and samarium; they find, in the 'onseof' ,a(:didy:inxnin\:soln- 
tion' showing ,the " group ', of three' 
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441*3, 454‘6)y that by adding a dilute solution of samariiiin, all three of 
these bands Yanisb witliont any appearance of 'any of the samarium 
bands, until a certain proportion is reached, when the sainariuin bands 
gradually come in their place (Branner, Trans, Ghem. 1883, 43, 
286). In my own experiments, I find that from a solution of erbia 
which originally shows no trace of the strong didymiiiin band 
lying between X 596 and 572 (1/A^ 281 and 305), appreciable quantities 
of didymium can certainly be squeezed out by fractionation* 

Owing to its complicated nature, Kiese’wetter and Kriiss consider 
gladolinite an unfavourable source of didymium for these investiga^ 
tious, and recommend that a large quantity of earth from keilhaiiite 
should be systematically worked up, for the reasou that keiihauiie 
didymium is more simple in constitution. 

The JjJrlmm Groiif, 

It is known that a certain oxide, 10 years ago called erbia, and 
regarded as belonging to a simple elementary body, has been I'esolved 
by the investigations of Delafontaine, Marignac, Soret, Mlson, Cleve, 
Brauner, and others into at least six distinct earths — three of them, 
j^candia, ytterbia, and terbia, giving no absorption-spectra, whilst 
others, erbia (new), holmia, and thulia, give absorption-spectra. 

In Fig. 8a I have represented the old erbinm absorption-spectrum, 
as it was known down to the year 1878. In Fig. 8b, as in the case 
of didymium, I have given for diagrammatic purposes certain lines 
wdiich, not seen in unfractionated erbia, belong to bodies capable of 
being separated from it by fractionation. 

The first to announce that erbium was not a simple body was 
Delafontaine, wbo in 1878 {Oonipt. rend.^ 87, 559 ; Gkem. News, 38j 
202) published an account of philippium, a yellow oxide charac- 
terised by a strong band in the violet, X 400 to 405 (1/A^625, to 
623), a broad, black absorption-band in the indigo-blue, X about 450 
{IjX^ 494), two rather fine bands in the green, and one in the red* 

The history of pMiippium is curious, and I may perhaps be allowed 
tO' give it in some detail. A year after. Delafontaine^s "discovery 
Soret (Oompt. rend., , SB, 521; Vliem, News, 40, 147) published a 
'paper in which he declared that philippia was identical with his 
earth X. The next' month, in a note, 'on erbia, Clove (Omipt.rmd,, 
''yBB, 708',' Ohem. -News, 40, 224) said he could not identify Sdreth X 
with Delafontaine^', philippm, as the latter was characterised ,by, an 
' absorption- band in the blue which pcompied the , same place as. one', 
the erbia bands.' In .February, 1B80. (Oompi. retied., BO, .221 f 'GheW:-.^ 
Nms ,^ ' 41, 72)',' Delafontaine retujfued:""^,' 'th$'^ , subject, ^ : enumerating; 
IQ, new earths in gadolinite and namariite, viz., mpsandr%, philippia, 
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ytterbia, decipia, scandia, bolraia, tlmlia, samaria, and two' others 
unnamed. He said that the properties of plulippia were those of 
Soret^s X and of Cleve’s holmia, and proposed that the name 
“ iioimk,” being a duplicate name for an already known earth, should 
be discarded in favonr of pKilippia. In July, 1880 (Gonipt. rend., 91, 
328 ; CJiem. News, 42, 185), Cleve repeated his former statement that 
pliilippia was not the same body as Soret^s X or holmia. Delafontaino 
next withdrew all he had said about the absorption-spectrum of 
philippinm, and decided that it had no absorption-spectrum (ArcMves 
de Geneve [3], 999, 15). Finally, Roscoe (Ghem. 8og. 12, 277), 
in an elaborate chemical examination of the eartli-metals in samar- 
skite, proved that pliilippia was a mixture of yttria and terhia. 
From a prolonged chemical study of these earths I have since come 
to a similar conclusion ; hut a spectroscopic examination of tbe earth 
left on igniting some specially purified crystals of “philippinm 
formate ” tested in the radiant matter tube, has shown me that 
in fche separation of Belafontaine’s philippinm the yttria undergoes a 
partial fractionation, and three of its components or meta-elements, 
6^, G3, and are present in great abundance, while others, Go, and 
G'i], are almost if not quite absent. 

Shortly after the announcement of philippinm, Soret {Gompi, 
rend., 86, 1062) described an earth which he provisionally called 
X. This was soon found to he identical with an earth subsequently 
discovered by Cleve {Compt rend., 89, 479; Ch&m.. News, 40, 125), 
and called by him holmia. Soret admitted the identity, and agreed 
to adopt elevens name of holmia. Fig. 9 shows the absorption-spec- 
trum of X or holmia. It consists of a very strong band in the 
extreme red, X 804 (1/X®155), two characteristic bands in the orange 
and green, X 640 and 586 (1/X®244 and 347), besides fainter lines in 
the more refrangible part of the spectrum, and a number of bands in 
the ultra-violet. 

Simultaneously with the discovery of holmia, Cltwe announced the 
existence of a second earth from erbia, which he called thulia. Fig. 10 
shows the absorption-spectrum of thulia. It consists of a very strong 
hand in the red, X 680 to 707 (1/X®216 to 200), and one in the blue, 
X 464*5 (I/X^ 462) . The residual erbia, after separation of these earths, 
gives a simpler absorption-spectrum, shown in Fig. 11. 

In 1886 {GowpL rend., 102, 1003, 1005) Lecoq de Boisbaudran 
showed by fractional precipitation of SoreFs X and by spedroscopic 
examination of the simple fractions, that this X, or holmium, con- 
sisted of at least two elements, one of which he named dysprosium, 
retaining the name of holmium for the residue left after deducting 
dysprosium. Fig, 11 shows the absorption-spectrum of dysprosium; 
it hasTouiybands, X 451*5, 475, 756*5, '427*5 '(1/Xh490*5, 443, '175, 
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7^47). Tlie new liolmiiim gives an absorption-spectrnin sbown in 
Fig. 13. 

As regards dysprosium, I pointed out (Proe, Ro\j. Soc., 40, 502), 
at tlie time it wms first announced, tliat I liad obtained a solution in 
one of tbe bands claimed for dysprosium, the one at X 451*5 
(1/X^ 490*5), was very strong, wliile tbe others were absent. As 
M, de Boisbaudran associates the bands at X 475 (l/X^ 443) and 
X 451*5 (1/X® 490*5) as both belonging to dysprosium, and as I Lave 
obtained an earth which gives' X 451*5 (1/X- 490*5) strong with no 
trace of X 475 (1/X“ 443), it is evident that the conclnsion I arrived 
at in 1886 — that dysprosium, itself consisted of at least tivo simpler 
bodies — is correct. 

The old spectrum of erbium (Fig. 8) shows two faint bands at 
X 550 and X 493 (1/X^ 331 and 409) ; the second being broader than 
the first. These bands do not occur in the spectra of holmium, 
thulium, dysprosium, or the new erbium. In a long-continued frac-, 
tionation of the erbia group of earths, carried out with an ample supply 
of the old erbia, I find an earth giving these two bands concentrating 
at one end, and the bands become stronger. At the same time two 
other new bands are making their appearance. This, therefore, 
points to the existence of still .another earth belonging to the erbium 
group. 

Incandescence Sjpecira. 

Another distinct method of spectrum analysis depends on the 
examination of the spectrum of the light emitted by a solid substance 
when raised to incandescence. Almost the only known example of 
this is obtained in the case of erbia (ibid.y 40, 77, January 21, 1886). 
It is scarcely known that if erbia in the solid state is illuminated by 
the electric or other bright light, and examined in the spectroscope, 
it gives a spectrum of black lines and bands as distinct as the 
Fraiienhofer lines. The spectrum of bright lines emitted wdien 
solid ex’bia is heated to incandescence in the blowpipe fiame has been 
more often observed; in this case the lines come out iuminons on a 
faintly continuons background, w^hilst the reflection spectrum just 
mentioned is composed of black lines sharply defined and much more 
luminous, upon a continuons spectrum. Holmia and thulia, compo- 
nents of old erbia, possess a similar property {fihenn, Mews^ 56, 165), 

Phosphorescence Spectra. 

I will now deal with phosphorescence spectra. ISTot a few chemists 
, and ; physicists, conspicuous among whom is, Ed. Becquerel, have 
carefully studied the phenomena of phosphorescence. Phosphor- 
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escence may be excited by elevation of temperature, by inecliaiiical 
action, by electricity, and by exposure to tbe rays of the sun, and 
the light thus given off — for example, in the case of fluorspar, has 
been examinecl by means of the spectroscope. In my own spectro- 
scopic research I have dealt with the phosphorescence occasioned 
]}y the impact of the molecules of radiant matter upon certain 
phosphorescent bodies, or what 1 have ventured to call molecnlar 
bombardment. 

It is not necessary for me to describe the mode of procedure 
further than to say that the substance under examination is placed 
in a very high vacuum — a vacuum wliich vai’ies in degree in the case 
of certain earths, Fig. 14 shows the form of radiant matter tube 
I prefer. In such a vacuum, when submitted to the action of the 
induction cuiTent, substances pbosphoresce very differently from 
what they do when treated similarly . at the ordinary pressure of 
the atmosphere. Under such circumstances the spectroscopic ex- 
amination of matter affords what I have called the radiant matter 
test. The number of substances which are thus phosphorescent is 
very considerable. G-lass of different kinds, according to its com- 
position, phosphoresces with various colours. Phenakite (glucinium 
silicate) phosphoresces blue; spodumene (aluminium and litbium 
silicate) gives off a rich golden-yellow light, whilst the emerald 
phosphoresces crimson, and the diamond, being exceptionally sensi- 
tive and brilliant, throws off a bright, greenish- white light. 

The imby, one of the minerals I examined earliest in this manner, 
glows with a rich, brilliant, red tone, quite independent, as regards its 
depth and intensity, of the colour of the stone as seen by daylight ; 
the pale, almost colourless specimens, and the highly prized variety 
of the true “pigeon’s blood,” all phosphoresce with substantially the 
same colour. 

There are several varieties of phosphorescence spectx'a, or rather, 
substances to be submitted to the radiant matter; may he previously 
prepared in divers manner, so as to give modified results. ThuS'— 

a. An earth alone —of course in the solid state — may be very 
strongly ignited, and, when cold, examined in the radiant matter 
tube. This method differs from the use of the spectrum of incan- 
descent solids above noticed, solely in tbe final test of molecular 
bombardment. Of this variety of phosphorescence spectra, we may 
take, as examples, the phenomena yielded by alumina, yttria, didymia, 
and lanthana. • ' , 

, h. Another modification applicable in the treatment of the less 
pure earths 'takes as material the sulphates of the earths. The sub- 
stance ^ under examination is first treated' with strong 'Sulpliiiria acid ; 
the ' excess of thC' acid is then removed by heat, and,' lastly, 'the 'sul- 
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pliate is lieated to a point just short of driving off all tlie sulphuric 
acid. It is then placed in the radiant matter tube, and when the 
exhaustion has been carried as far as necessary, the induction current 
is passed through (Fhil. Trans,, Part III, May, 1883). This method 
gives a spectrum of broad bauds, easily recognised, but by no means 
easy to measure. The spectroscope used should have a low dispersive 
power, and should not have a very narrow slit. In the case of yttrium 
sulphate the hands are more analogous to the absorption-bands seen in 
solutions of didyminm than to the lines given by spark spectra. ' If 
examined with a high magnifying power the outlines of the hands 
become less definite. The hands are seen much more sharply when 
the current first passes than after it has been passing for some time 
and the earth has become hot. On cooling, the bands, again appear 
sharply defined. 

This method of observing the constitution of the rare earths, duly 
aided by delicate and prolonged chemical processes, has permitted us 
to push oiir investigations further than had previously seemed prac- 
ticable. It enables us to determine whether we have reached the end 
of our investigations — a consummation which had hitherto been vainly 
sought. It has enabled us to prove that yttrium, samarium, &c., are 
not simple, homogeneous bodies. But what of the constituents into 
which they have been thus resolved ? Suppose we refine them down 
until each displays merely one spectral band — what then ? Is each 
one of such bodies barely differentiated from its neighbours chemi- 
cally or physically, entitled to rank as an element ? If so, as I pointed 
out in the Address which I had the honour to deliver before you in 
March last, we shall have to deal with further perplexing questions, 
arising in part from the relation of such elements to the periodic 
system. In a discussion of the elements, not as yet published, 
T)r, Wundt maintains that their possible number cannot exceed 79, 
But I myself see no definite and sufficient reason for limitation to 
this number. If these bodies are not elementary, possessing as they 
do the properties commonly regarded as characteristic of an element, 
we must be prepared to show why not ? 

‘Whatever rank may ultimately be assigned to, these substances, 
they must, for convenience sake, have names as soon as our knowledge 
of their properties is in a sufficiently advanced state to allow of their 
removal from the suspense account. 

The Yttrium Group, 

Yttrium — the old^ yttiium — proves now to be not a simple element, 
but , a highly complex substance. ■ ■ I have come ' to the conclusion 
that it may be, split up certainly into five and probably into six con- 

VOTi. TV., ♦ ^ ^ V 
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stitiieiats. Its pliospliorcscence spectrum is shown in Fig. 16, and 
the different bands are designated by certain letters. Fig. 17 shoivs 
the simple spectra of the separate components into .which yttria can 
be separated by fractionation. If we take these constituents in the 
order of their approximate basicity — the chemical analogue of refraii- 
gibiiity —the lowest of these constituents gives a deep blue band, ; 
tiien follows a strong citron band, Gr, wbich increases in sharpness 
until it may be called a line ; then a red band, Gjf ; then a deeper red. 
band, G/; ; and lastly a close pair of greenish-bliie lines, G/1. 
Following these are frequently seen G^*, G 7 , and Gd, the yellow, 
green, and red components of samarium, Fig. 19. 

As the result of many years’ work and several thousand fractiona- 
tions of old yttria, I exhibit the series of 19 phosphorescence spectra 
shown on Diagram 28, The centre spectrum, marked J, is approxi- 
mately that given by the crude earth, although this differs slightly 
according to the mineral from which it is extmcted. After a time, 
fractionation splits the earth J into two earths, X and K, giving 
slightly different spectra. Fractionating I gives H and J, whilst K 
on f raciionation yields J and L. The state of separation to which the 
meta-elements of the samarskito earths may be brought after many 
yeax's* work is seen by the series of 19 spectra selected to illustx'ate the 
progress of the work. It must not, however, be thought that there is 
so great a difference between any two adjacent spectra as is here 
shown. To make the diagram more accurately represent what actually 
occurs in the laboratory it would be necessary to place between each 
of these 19 spectra about 1000 intermediate speotx'a. 

Beginning at the extreme red it will be seen that a strong band at 
X 647 (1/X® 239) is of maximum intensity from Gto K, when it rapidly 
disappeai'S and is not seen beyond C and K. The meta-element giving 
this hand T have called G?/. The next band in the red X 639 (1/X® 245), 
is at' its maximum at A or even above, while it fades out botwoen K 
and L. The next band at X 619 ,(1/X® 261) has its maximum between 
I and 0 , fading out rapidly below, but being more persistent above. 
The meta-element to which this band is due I have called Gg’. I next 
come to an extremely sharp band at X 609 (I/X^ 269)^ which appears 
to belong to^an earth absent in gadolinite and pi’eseiit in ' samarskito 
and a few other minerals, , Its greatest brilliancy is between 15 and K, 
dying away^rapidly on either side. This meia-elemont Ilmve called 
/A double orange bandJolIows, and there are indications' that ' its 
■ twO' components are ^ separable, although ’they must' be very 'closely 
associated. The ' maximum brightness of. the first component^: X b'PS 
(1/X* 27b), ''''extends, from^ 0 ,to;the 'top ■ of, the diagram. The second 
component, X597 (1/X^ 280), begins; to lose brilliancy about G, and, 
like its cbmpanion, is^at its' greatest, brightness ''.at the highest spectrum 
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sliown on tlie diagram. This band has been almost isolated in a 
specimen of crude lantliana, I have called its meta- element Ge. 

Tbe next band in order is the citron or GB band, A 574 (IjX^ 303*5), 
the most prominent in tbe spectrum of old yttrium. Tliis band 
extends with almost nndiminisbed sharpness and brilliancy from G 
to S ; above G it fades out rapidly, and from D upwards it is absent. 
Following the citron band is a double greeu band. This, like the 
orange band just described, is separable into two components. The 
first, at X568 (1/A“ 310), is almost absent in A, attains its maximum 
in about D, and fades out entirely at K. The second component of 
this green pair, A 563 (i/A^ 315), is at its maximum at A and above, 
and extends only to H. The meta-element giving rise to this pair I 
have called G 7 . Next in order comes a pair of bright gi'een bands.. 
The two components A 550, 541 (1/A^ 331, 342) have not yet shown 
signs of dividing. The first appearance of this double band is at B, 
it attains its maximum at about E, and continues with almost un- 
diminished brightness to Q. The body giving this double green band 
is the most persistent of all the meta-elements of these earths. I 
have provisionally called it G^. 

After a dark interval a broad, hazy, double blue band is seen, 
having its centre at A 482 (1/A^ 430*5). This band, first appearing at 
about F, increases in brightness dowm to the last fraction at S. 
Its meta-element is called G». Lastly, at A 456 (i/\^ 481), is seen a 
deep violet hand, coming in first at Q, and getting brighter as we get 
lower down the fractionations. This band is of extraordinary bril- 
Haney in some samples of ytterbia, but as it is absent in a specimen of 
ytterbia from Nilson, said by him to be perfectly pure, it is probably 
due to some other new body which I have therefore named provision- 
ally S 7 . ■ ■ 

Although, for economy of space, it is inconvenient to repxesent a 
longer series than is here shown, my fractionations have been poslied 
far beyond the linxits shown on the diagram. Fractions above A and 
below S give' ample evidence that' the process of differentiation has 
not reached its utmost limit* 

On the left of the dmgi*am,. Fig. 28, I have 'attached ' chemical 
symbols to some of the spectra. 'Thus the 'top spectrum, A, is the' 
one shown 'by samarium. At D'is the spectrum given by Ma^ignac^s 
Ya or gadolinium. At H is' seen the spectrum of mosandrum, and at L 
is shown the spectrum given by what would ordinarily be called pure 
yttrium. , A study of this diagram will, I think,, convince any impartial 
observer that the lessons it conveys fully bear out my contention that 
samarium, .gadolinium, mosan'd’ru'm,' ami yttrium, a.re ''not. actual 
^ chemical elements, ' but are '.compounded of' certain ' Bimpler bodies 
which may conveniently be called ^‘''meta-elemeutsd’ 

■ ' ' '. '.. ' . 
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A possible explanation of tbe existence and nature of tlie new 
bodies into whicli “ old yttrium ” has been split up, and of parallel 
cases which will doubtless be found on closer examination, is this. 
Our notions of a chemical element must be enlarged ; hitherto the 
■elemental molecule has been regarded as an aggregate of two or more 
atoms, and no account has been taken of the manner in which these 
atoms have been agglomerated. The structure of a chemical element 
is certainly more complicated than has hitherto been supposed. We 
may reasonably suspect that between the molecules we are accustomed 
to deal with in chemical reactions, and the component or ultimate 
atoms, there intervene sub-molecules, sub- aggregates of atoms, or 
ineta- elements, differing from each other according to the position 
they occupy in the very complex structure known as “ old yttrium.” 

The arguments in favour of the different theories are as yet not 
unequally balanced. But the assumption of compound molecules will 
perhaps account for the facts, and thus legitimate itself as a good 
working hypothesis, whilst it does not seem so bold an alternative as, 
tbe assumption of eight or nine new elements. 

The history of the examination of the rare earths and of its results 
would lack completeness and intelligibility did I not refer to the views 
taken by ray distinguished friend M. Lecoq de Boisbaudran. 

Ill a communication to the Academy of Sciences this eminent 
chemist says (Gompt. rend,, 100, 1487): “ It is a singular fact that the 
positions of the phosphorescence hands observed by Mr. Crookes with 
very pure compounds of yttrium are sufficiently near those which I, on 
my part, have obtained with the hydrochloric solutions of earths sepa- 
rated as far as possible from yttria, chemically as well as spectro- 
scopically. My reversion spectrum cannot, I think, be attidbuted to 
yttrium., for on the one hand it is seen hriUianfly with products which 
give no trace of yttrium rays with the direct spark, and on the other 
hand, I have found it impossible to obtain it sharply from certain 
earths extremely rich in yttriad’ 

M. de Boisbaudran further states in a note This spectrum (Ae., 
the one which he had just described) is now recognised as being 
ideutical with that whicli is ascribed to pure yttria by Mr. Crookes, 
and which this savant obtained under experimental conditions very 
different from mine. Kevertheless, my latest observations, as well as 
earlier ones, lead to the conclusion that yttria is not the cause of the 
spectrum bands observed. In my fractionations the phosphorescence 
spectrum gradually gets weaker as I advance towards the yttria end. 
With almost pure yttria the phosphorescent bands show themselves 
faintly or not at all, whilst they are brilliant with the earths which 
ho not,give,by 'the direct spark the I’ajs of yttrium to any appreciable 
oxiientA 
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■ It will, I tliink, appear that the issue he tween myself and M. de 
Boisbaudraii turns on the question : What is yttria ? To what 
substance can this name be legitimately given ? A short time ago 
the name conveyed to all chemists only one meaning, perfectly 
d^^hnite and undisputed. I have received specimens of yttria from 
M. de Marignac, considered by him to he purer than any which had 
ever heen previously prepared ; from Professor Cleve (called by him 
purissimum) ; and from M. de Boishaudran, which he pronounces to 
be yttria “scarcely soiled by traces of other earths.” Along ivith 
these I have specimens prepared by myself and purified up to the 
highest point known. A very short time ago every living chemist 
would have called these samples “ yttria.” Moreover, they all give 
my phosphorescence spectrnm in vacuo with such intensity that such 
phosphorescence cannot be rationally ascribed to slight traces of 
impurities. 

This substance, like other chemists, I formerly called “yttria,” hut 
since its complex nature has beeu ascertained I speak of it as “ old 
yttria.’'^ 

- M. de Boishaudran, however, inadvertently uses the word in a 
manner not quite free from ambiguity. By “yttria,” I repeat that I 
mean now, and have always meant, the yttria of Cleve, of Marignac, 
and of all chemists up to the beginning of the year 1886, the yttria 
whose metallic basis has the approximate atomic weight of 89. 
M. de Boishaudran at one time writes as if onr meanings were 
identical : “ It is certain,” he says, “ that my earth, very rich in 
yttria, gives a beautiful spectrnm in the vacuum tube.” Again he 
informs me : “ M. Becquerel has recently examined my earths A and 
B in ultra-violet light, and has obtained results analogous to yours ; 
that is to say, the earth rich in yttria has generally shone brighter 
than the other.” The “ earth A ” here spoken of gives my phosphor- 
escent spectrum with wonderful brilliancy, and is the one described 
above by M. de Boishaudran as “yttria scarcely soiled by traces of 
other earths.” This yttria, my distinguished friend goes on to say, 
“ is the same as that of Cleve and Marignac, varying only in slight 
impurities, Marignac’s being perhaps the purer.” So far then we 
agree in the meaningto be attached to the word “yttria,” 

' But at other times M. de Boishaudran gives the name “ yttria” to 
an earth of quite distinct properties, to an earth he has obtained in 
most minute quantities after months of reiterated fractionation, which 
gives no spectrum in the vacuum tube. ' Here, therefore, we have the 
name “ yttria ” applied 'to two distinct substances, the one giving a 
brilliant phosphorescence spectrum, and the other giving none at all, 
•surely ' a' misleading, ambiguity* '■ Moreover,', I -am ■ constrained to 
question the propriety of ‘mj friend's use of the designation ** yttria” 
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in the latter sense. Quite recently (Gompt, rend., 108, 166, January 
28, 1889) AL de Boisbaudran lias defined his “yttria” as an earth, 
whether simple or complex, having’ a characteristic spark spectrum, 
hilt not giving a phosphorescence spectrum in the radiant matter 
tube or by liis process of reversion, and ha%dng an atomic weight of 
near 89 for its metal. 

Why should this non -phosphorescent earth deserve the name of 
elemental yttria? Why may we not just as well allot the name to 
some one or other of the phosphorescing earths which M. de Bois- 
bandran braaids as impurities ? It seems to me that to refine away 
the most characteristic attributes of a body, to call the capict mminmni 
by the original name, and pronounce everything else an impurity,” 
is a departure from the recognised principles of scientific reasoning 
and practice which it is a duty to protest against. 

I have just mentioned that the earth heretofore called yttria and 
supposed to be simple has been split up into a number of simpler 
bodies, blow these constituents of the old yttria are not impurif/ies 
in yttria aiiy more than praseodymium and neodymium are impuri- 
ties in didymium. They proceed from a real splitting up of the 
yttrium molecule into its components, and when this process is com- 
pleted the old '‘yttria’' has disappeared. If these newly discovered 
components on further examination should be found worthy to take 
ihe rank of elements I think, as first discoverer, I am entitled by the 
custom prevailing among men of science, to name them. For the 
present, and until their investigation is more advanced, I designate 
them by provisional symbols. One of the most distinct characteristics 
of ‘'old yttria” is its very definite spark spectrum. To which of its 
components this spai’k spectrum belongs I am not yet able to say. It 
is possible that the particular component to which the spaik spectrum 
is due yields no phosphorescent spectrum. It is also possible that the 
spark spectrum, like “old yttiua,” may prove to be corn pound, and 
then the well-known lines it contains will have to be shared between 
two or more of the newly-discovered bodies. I wish enipliatically 
to re-state that at present no single component of old yttria can law- 
fully lay claim to what maybe called the paternal name; and it seems 
to me that in the present state of the question no one is entitled to 
cal! one of the new bodies “yttria/’ and to characterise the remainder 
as impurities. 

I regret to add that a misunderstanding exists between M, de 
Boisbaudran and myself. In a memoir 'presented to the Academy of 
Sciences on January 28th of the present year my distinguished col- 
league shows he completely misapprehends my position, and he so far 
misinterprets me as to make me say that the gadolinia or ¥<% of M. de 
Marignac.is a mixture, of 61 parts. of yttria.and 39 parts of samaria 1 



AXNUxVL GENERAL MEETING. 


2T5 


But wliat is tlie fact ? So far back as June Dili, 1886, I put it on 
record {Froc, Boy, Soc., 40, 502) that “T(3 j is composed of the 
following band-forming bodies: — X [541 — 549], [564], [597], [609], 
[619], together with a little samarinm. Calling samarium an im- 
purity, it is thus seen that gadolinium is composed of at least four 
simple bodies.” 

Again in a paper entitled What is Yttria ?” I wrote (GJiem. News^ 
54, 39, July 23, 1886)— 

“ Gadolinium is composed of at least four simpler bodies, GjS, Gy, S^, and ; 
tbe pair of green lines [_k 541 and K 449, mean 545], being the strongest feature in 
its spectrum, may be taken as characteristic of gadolinium.” 

“ M. de Boisbaudran says : — ‘ Mr. Crookes appears to attribute to gadolinium 
the double green band.’ This is scarcely accurate j I did not ascribe tbe double 
green band to gadolinium, but finding by my test that the so-called gadolinium was 
a compound body, the earth G^ being its strongest component, I proposed to attacli 
the name of gadolinium to G/3 rather than give it a new name, and thus multiply 
names unnecessarily.” 

Thus in 1886 I corrected the error which M. de Boisbaudran now 
repeats. 

Again, I said that the work of fractionating this mixture, for 
Us completion, would occupy a space of time in comparison with 
which the life of man is all too brief” — a statement transformed 
into the assertion that to separate yttria and samaria — a relatively 
easy task — w^ould take more than a life-time. 

M. de Boisbaudran’s misconception is the more striking since in a 
foot-note he gives correctly my very words from my ‘^Address to the 
Chemical Section of the British Association,” in 1886, and from the 
“ Genesis of the Elements.” How he can have mistaken my mean- 
ing is a mystery, as he is an excellent English scholar. Certainly 
any reader of the Qoinptes rendtcs who understands English will at 
once see that there is no foundation for M. de Boisbaudraids 
criticism. 


Action of Fif event Barths on Fhosphorescence Spectra, 

Another modification of phosphorescence spectroscopy is produced 
by the previous addition of other eai^hs to the specially phosphor- 
escent earths, and of the results of such addition, some instances 
have already been mentioned. Lime exerts in this manner a remark- 
able action. By itself it phosj)horesces with a continuous spectrum, 
after the fashion of yttria with a discontinuous' spectrum. If, how- 
over, they are mixed, the phosphorescing energy of the lime does not 
extend over the whole spectrum, but concentrates itself on strength- 
ening the yttria bands. These bands become broader, but also less 
definite, in proportion as the lime increases in quantity. , , 
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, Lime also maj be made to play a useful part in bringing out the 
phosphorescent bands of samaria. Tbe bands are not so numerous as 
those of yttrium, but the contrasts are sharper- Examined witls a, 
somewhat broad slit, and disregarding the fainter bands, the sama- 
rium spectrum is seen to consist of three bright bands— red, orange, 
and green — nearly equidistant, the orange being brightest. With a 
narrower slit the orange and green bands are seen to be double. 
(Fig. 18 ). 

The addition of lime also affords an argument for the compound 
patiire of samaria, as it suppresses the sharp line SS, the most 
striking feature in the phosphorescence spectrum shown by pure 
samarium sulphate. On the other hand, an addition of old yttria 
deadens the other lines of samaria, hut brings out the line So more 
strongly. Fig. 19 represents the spectra giren by the meta-elements 
of samarium. 

Lanthanum sulphate in the radiant matter tube phosphorosces 
with a reddish colour and has a broad hazy band in the orange, with 
a sharp line superposed. This line is identical with the line of (Li, 
one of the components of the phosphorescent spectrum of samarium. 

If lime is added to lanthanum, the phosphorescence changes its colour 
from red to yellow. Lime also brings out the lines of yttrium and 
samarium if they are present as impurities. When G*^, Gu, and Gj-J 
are present in small proportions with lime, the lines Gd and G« be- 
come intensified, but a dark place appears in place of the green Gj^ 
hand. Hence it appears that if only a small trace of G/3 is iouiid 
with lime and lanthanum, the green line is not only obliterated, buV-^ 
the quenching action suppresses that part of tbe continuous lime 
spectrum which has the same refrangibility as the Gp line, thus giving 
a black space in the spectrum. 

A specimen of lanthana thrown out in a fractionation of didymia, 
examined in the radiant matter tube, phosphoresces of a yellow 
surface-colour and gives an extoemelj brilliant spectrum (Fig. 20). 

In the red there is a very fine and sharp line, somewhat like the 
alumina line, but nearer 0 of hydrogen. Then come ’ a couple ' of 
misty red lines, the first apparently compound, then a hazy pair of 
green lines, and finally another wide apart pair of a bluish-green; the 
first of these lines is intensely brilliant. 

Interfereme of Fhosphorescencs Spectra, 

; ,1 have Already frequently noted the modification induced in the 
normal spectrum of -one earth by the mixture of various quantities o|' ’ ' 
Othei:^,, when treated as anhydrous sulphates, and of these one of the 
most^ -striking- is- seen, in the case ■ of ■ a mixture of samaria with yttria, 
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anee tlio presence of, even 40' per cent, of yttria practically obliterates 
its spectrum, llie most minute proportion of lime added to saniaria 
causes tlie sharp line at 1/A“ 269 in its spectrum to vanish^ at the 
same, time gi^eatly intensifying the other bands. Strontia, baryta, 
glucina, thoria, magnesia, ianthana, alumina, and oxides of zinc, cad- 
mium, lead, bismuth, and antimony, all give characteristic spectra 
with samaria, and have been fully described in my paper on that body 
(PhiL Trans,, Part II, 1885), The action of lime upon yttria is ot 
great use in detecting yery small quantities of this earth wdien in 
combination with other elements which otherwise would prevent its 
phosphorescence. 

A recent discovery of some beautiful spectra given by the rare 
earths when their pure oxides are highly calcined, shows the remark- 
able changes produced in the spectra of these earths when two or 
more are observed in combination. It has likewise opened to me a 
wide field of investigation in the nature of the elements themselves. 
Alumina is especially active in inducing new spectra when mixed with 
the rare earths. I have given more than a tw^elvemonth to the exclu- 
sive study of alumina phosphorescence, and still the research is incom- 
plete. But I have obtained some remarkable results. A moderate 
amount of fractionation has enabled me to penetrate below the surface 
of the red glow commou to crude alumina, and to see traces of a most 
complicated sharp line spectrum. By pushing one particular process 
of fractionation to a considerable extent, I have obtained evidence of 
a body which is the cause of some of these lines. The spectrum, 
described by me in 1887 (Ghent. News, 56, 62, 72) is one of gi^at 
beauty, and a fair idea of it is given in Pig. 21. The new body is 
probably one of the rare elements or meta-elements closely connected 
with decipia, for I have reproduced the spectrum very fairly by 
adding decipia to alumina. Before arriving at definite conclusions 
much time must Be devoted to the subject. Certain it is that this 
new earth is not yttria, erbia, samaria, didymia, Ianthana, holinia, 
thulia, 'gadolinia, or ytterbia,^ the spectrum of each of these when 
mixed with alumina being very beautiful, but'diSering entirely from 
the 'deoipia-alamina' spectrum.' Some of these new sp'OCtra 'are shO'Wn 
in Pig. 29* ' , 

The Fhosphorosc^e* 

The phosphorosoope aHords another method of verifying the simple 
or compound character, of,; a; substance;' '/Tt is well known that ,the 
continuance of phosphoresoenpe after 'the/ cessation^ , of the 'exciting 
cause varies widely, from some 'hours, , as in '.'the -case of ' the phos-^ 
phorescent: sulphides, ''tO' theTraptibn of 'a second;in;the''Case of uranium 
glass and,' quinine ^ sulphate. ' ‘ 'Op, . examining ;,phosphoresoeht ' earths , 



278 


AXXUAL GEN'ERAL MEETING. 


g’lowmg ill a vacuum tube under tlie action of the induction discliargOj 
I found remarkable differences in the duration of this residual glow. 
Some of the earths, after the cessation of the current, remain lumi- 
nous for an hour or more, whilst others cease to phosphoresce inime- 
diatelr on the stoppage of the current. Take the case of yttrium. As 
already stated, T succeeded in resolving this earth into several simpler 
bodies not equal in basicity. While seeking for further proof of the 
distinct character of these bodies I observed that the after-glow” 
differed somewhat in colour from that which the earth exhibited 
whilst the current was still passing. Further, the spectrum of the 
after-glow seemed to show, so far as I could judge by the faint light, 
that some of the lines were missing. As this phenomenon indicated 
another difference among the components of yttrium, 1 examined 
them, in an instrument similar to Becquerel’s phosphoroscope, but 
acting electrically instead of by means of direct light. 

Without describing this apparatus, shown in Fig. 22, I mayra.ention 
some of the results obtained by its use. Under ordinary circum- 


Fig. 22. 



stances it is scarcely possible to perceive any phosphorescence in an 
earth until the vacuum is so high that the line spedtram of the residual 
gas begins to grow faint. Up to this point, the strongeir light of the 
glowing gas overpowers the feeble glow of the phospborescenee* But 
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ia tlie pliospboroscope the light of the glowing gas lasts obIj for an 
inappreciable time, w’hile that of the phosphorescent earth persists 
long enough to be distinct! j observed. The different bands of the 
new constituents of yttria do not all appear at the same speed of 
rotation. At the lowest speed the double greenish-bine band of GS is 
first seen, followed next by the dark blue band of Ga. As the velocity 
increases there follows the bright citron-yellow band of G5, and as 
the utmost speed approaches the red band of Gf is seen, but wdth 
difficulty. If lanthanum sulphate along with a little lime is examined 
in the phosphoroscope the line of Ge is visible at the lowest speed ; 
G<5 follows at an interval of 0*00^5 second, and the G« line imme- 
diately afterw’ards. 

M. de Bouhaiidrayb s Reversion Spectra. 

Another modification of the phosphorescence process is afforded by 
the ‘‘ reversion spectra’^ of M. Lecoqde Boisbandran. 

The following is the description of this process by M. Lecoq de Bois- 
baudran, read before the Academy of Sciences on June 8th, 1885 : — 
When the electric spectrum of a solution rvith a metallic base is 
produced it is customary to make the outside platinum wire (whence 
the induction spark strikes) positive, the liquid consequently forming 
the negative pole. If the direction of the current is reversed the 
metallic rays (due to the free metal or to one of its compounds) are 
scarcely or not at all visible ; at all events, so long as the exterior 
platinum wdre now forming the negative pole is not coated with a 
deposit.’* Fig. 15 shows the arrangement. M. de Boisbaudran con- 
tinues : — 

^‘Having again taken up last year my researches on the rare earths 
belonging to the didjmium and yttrium family, I had occasion to 
observe with many of ray preparations the formation of spectrum 
bands, nebulous, but sometimes tolerably brilliant, having their origin 
in a thin layer of a beautiful green colour, which appeared at the 
surface of the liquid (a solution of a chloride) when it was rendered 
positive.” , 

' M. 'de Boisbaudran further adds “ The production of my^ rever- 
sion 'Spectrum appears' to be analogous , physically with the formation 
of the , phosphorescence ' spectra obtained by Mr. Crookes', at the 
negative pole in his high, vacuum tubes containing certain compounds 
of yttria.' The conditions of the two experiments are, however, prac- 
tically speaking, very different*” ,, 

, By this method M. de Boisbandran has discovered phosphorescent 
spectra, shown in, Figs. 23 and 24, which, he considers due to the 
presence ,of two 'earths, one 'of whieh,.^ suppo'sed^ to be .new,, he has 
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provisionally namGcI Zic, and another, also thougiit at first to be newj 
and therefore called Z/3, but since admitted by him to be terbia 
(Gom^t reuil, 108, 167, Jan. 28, 1869). In the hands of so skiltnl 
an experimentalist as my accomplished friend, this method may give 
trustworthy indications, bat the test is really beyond the range of 
practical analysis, owing to the difficulty of eliciting the phenomena. 
Unless the strength of the spark, the concentration and acidity of the 
solution, and the dispersive and magnifying power of the spectroscope 
bear a certain proportion to each other, the observer is likely to fail 
in seeing a spectrum even in solutions of earths wdiich contain con- 
siderable quantities of Zat and terbia, 

I have had not only the advantage of personal instruction in Paris 
from M. de Boisbaudran himself in the best methods of getting these 
reversion spectra, but I secured some of the identical earths which 
give these spectra most distinctly. Yet with all these advantages I 
have experimented lor hours together without being able to see more 
than a feeble glimmer of the bands described by M. de Boisbaudran. 
Moreover, the bands of these “reversion” spectra, at their strongest, 
are but faint and hazy substitutes for the brilliant lines of yttria seen 
by the “ bombardment ” process, and they do not even in all cases 
agree with them in position. M. de Boisbaudran, speaking of the 
relative sensitiveness of our two processes, admits that the bombard- 
ment process in vacuo is incomparably more delicate than his reversion 
method. My own estimate of the relative sensitiveness of the two 
methods is in the proportion of at least 1 : iOO. Though so accurate 
an observer, M, de Boisbaudran concluded apparently too hastily that 
two spectra are identical, when one of them has been measured only 
approximately, and contains bands in positions which are peidectly 
blank in the other. 


The Phosphorescence of Alumina* 

I now wish to draw attention to some recent researches on the 
phosphorescence spectxmm given by alumina. So far back as 1859 
Becquerel examined in his phosphoroscope pure alumina carefully 
prepared, and described it as glowing with a splendid red colour. He 
rendered his specimens phosphorescent by exposure to the sun, and 
made no use of the induction spark. As described by Becquerel 
{Ann. Ghem. Fhys,^ 57, 50, 1859), the spectrum of the red light 
emitted from alumina agrees with that of the ruby when submitted to 
the radiant matter test. Jt displays one intensely red line a little 
below the fixed line B in the spectrum, haviug a wave-length of about 
- 689 * 5 . There is a continuous spectrum beginning at about B and a 
few fainter lines beyond it, but in 'Comparison with, this the 
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faint ones are so dim that they may be neglected. Aly latest observa- 
tions in the Tacunm tube prove this line to be double, the distance 
apart of the components being about half the distance separating the 
D lines (Free. Roy. Soc., 42, 26, Bee. 30, 1886), their respective 
wave-lengths being 694*2 and 693*7 (1/X^ 207*5 and 207'S). This 
alumina spectrum is shown in Fig. 25. 

The red phosphorescence of this alumina is exceedingly charac- 
teristic. M. de Boisbandran (Comjpt. rend.., 103, 1107 ; 104, 330, 
478, 554, 824) contends, however, that this red phosphorescence 
is due not to the alumina itself, but to an accompanying trace of 
chromium, ttVo^^ chromium being sufficient to give a 

splendid red phosphorescence, whilst even 1 part of chromic oxide 
in 10,000 will produce a very distinct rose colour. In testing this 
view I have purified alumina most carefully, so as to secure the 
absence of chromium, and on examining it in the radiant matter tube 
I have still obtained the characteristic phosphorescence and spectrum. 

I have then added to my purified alumina chromium in known vary- 
ing proportions, but without finding any increase in the intensity of 
the phosphorescence. I fractionated my purified alumina by different 
methods and found that the substance which forms the crimson line 
becomes concentrated towards one end of the fractionations, whilst 
chromium concentrates at the other end, I have suggested four 
possible explanations of the phenomena — 

1. The crimson line belongs to alumina, but it is liable to he masked 
or extinfruished by some other earth, which accumulates towards one 
end of the fractionations. 

2. The crimson line is not due to alumina, but to the presence of an 
accompanying earth, which accumulates towards the other end of the 
fractionations. 

3. The crimson line belongs to alumina, but its development 
requires certain precautions to be taken in the duration and intensity 
of the ignition, and absolute freedom from alkaline and other bodies 
carried down by precipitated alumina, and difficult of removal by 
washing, 

4. The’ earth alumina is a compound molecule, one only of its com- 
ponent sub-molecules^ giving the crimson line. If this hypothesis is ’ 
correct, alumina must admit of being split up in a manner analogous 
toyttria.' 

Sharp Line Specira with Phosphorescent Almnina. 

About 18 months ago M. de Boisbandran published some results 
on ‘‘Hew Fluorescence with . well-defined Spectral Rays”^ (Oompt. 

105, 258), Having ’mixed alumina.with 2 per cent, of samaria' 
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and converted tlie mixture into sulpliate, he hea.ted it to a tempera- 
ture heteveeii . the melting point of copper and silver. This prodoct, 
examined in the radiant matter tube, gives a faint fluorescence, tho 
spectrum resembling the samarium-alumininm spectrum described hy 
me in tJune, 1885 (^Phll. Ttclus.^ Part II, 1885, 712) (Pig. 2b). That 
is, aluminium and samarium give a spectrum resembling the cor- 
responding calcium-samarium one as to the red and the double 
orano-e, but having a very bi^oad, rather faint, green band vd.th a black 
division in the middle occupying the position of the bright green 
band ot calcium- samari am. 

On submitting this aluminium-samarium mixture to a very high 
temperature, M. de Boisbaudran finds that its spectrum alters greatly. 
Ill place of the three nebulous bands, there are now a number of 
sliarp rays forming three gi'oups corresponding respectively to each 
of the three diffused bands above described. 

This spectrum seems to me closely to resemble the complicated 
system of sharp lines shown by alumina after moderate fractionation, 
to which I have already referred (Fig. 27, lower spectrum). Taking 
some of this alumina, I added to it one-fiftieth of its w'eig*ht of 
samaiia, and thereby obtained a spectrum similar to tiiat described 
by M. de Boisbaudran (Pig. 27, upper spectrum). As I had suspected, 
the two spectra are almost identical ; the effect of the samaria is 
simply to intensify some of the Hues and weaken others. But between 
this sharp line high temperature spectrum and the band spectrum 
(Pig. 26) given by the same mixture treated at a lower temperature I 
fail to see any such resemblance as could support the view that the 
groups correspond save that “ those of the line spectra are less i^e- 
frangible.” The explanation of M. de Boisbaiidran’s result is simple. 
Both samarium sulphate and aluminium sulphate resist a red heat 
without their sulphuric acid being driven off. Aluminium sul|)liate 
does not phosphoresce, samarium sulphate does, thei'efore the mixture 
gives the samarium spectrum. But if the mixed siilpfiates are heated 
to the highest blowpipe temperature both are decotuposed, and there 
is left a mixture of samaria and alumina. How, samaria by itself 
gives BO phosphorescence spectrum, but alumina gives the new line 
spectrum I have described. 

This method is applicable only when the earths are in a sufficiently 
high state of purity. The presence of exceedingly small traces of 
other matter may greatly modify the spectrum, 

Gonclusions^ 

During The course of the investigations—whose results are briefly 
summarised iu,the foregoing pages,— I; have', repeatedly had' recqurse,, 
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to fhe balance, to ascertain bow tbe atomic weights of the earths 
under treatment were varying. An atomic weight determination is 
valuable in telling wlien a stable molecular grouping is arrived at. 
During a fractionation, the atomic weight of the earth slowly rises or 
falls until it becomes stationary, after which no further fractionation 
of that lot hy the same process mahes it vary. Usually a result of this 
kind has been relied on as proof that the elementary stage has been 
reached. This constancy of atomic weight, how’ever, only proves 
that the original body has been split up by the fractionating process 
into two molecular groupings capable of resisting further decomposi- 
tion by that identical process ; but these groupings are not unlikely 
to break up when a different fmctionating process is brought to bear 
on them, as I found in the separation of didymium and samazhuni 
when using dilute ammonia as the fractionating precipitant. In my 
paper on ‘‘ Radiant Matter Spectroscopy ” I said* ; — “ After a time a 
balance seems to be established between the affinities at work, wffieii 
the earth would appear in the same proportion in the precipitate and 
the solution. At this stage they were thrown down by ammonia, and 
the precipitated earths set aside to be worked up by the fusion of 
their anhydrous nitrates so as to alter the ratio between them, when 
fractionation by ammonia could be again employed.” 

It is obvious that when the balance of affinities here spoken of 
wms reached, the atomic weight of the mixture under treatment w'ould 
have become constant, and no further fractionation 'would have caused 
the atomic w^eight to alter. 

Atomic weight determinations are valuable in telling when the 
fractionating operation in use has effected all the separation it can : 
at this point it becomes constant. Tbe true inference is, not that a 
new earth has been obtained, but simply that the fractionating opera- 
tion requires changing for another, which will cleave the group of 
meta-elements in a different direction. 

Meantime, I have kept strictly in view the question, What is an 
element, and how shall it be recognised when met ? 

On this subject I beg to submit the following considerations, which, 
primarily referring to didymium, may at any moment apply to other 
cases: — 

Neodymium and praseodymium are simply the products into which 
didymium is split up by one particular method of attack. 

It must be remembex^ed that a single operation, be it crystallisa- 
tion, precipitation, fusion, partial' solution, &c., can only separate a 
mixture, of several bodies into two parts, just as the addilion of a 
reagent only divides a mixture into two 'portions, a precipitate and a 

, ♦ Part ir, SaumriuiB,” mH. Tmm., Parfcll, 129, June 18, 1885. 
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solution, and tliese divisions will be effected on diiferont lines accord- 
ing to tlie reagent employed. We add, e.g., ammonia to a mixture, 
and at once get a separation into two parts. Or we add, say, oxalic 
acid to the same original solution, and we then split up the mixture 
into two other parts diifereiitly arranged. 

Thus b}"' crystallising didyminm nitrate (in Auer’s way) we divide 
the components into two parts. By fusing didymium nitrate we 
divide its components in a different way ; but so long as diff‘ei‘ent 
methods of attack split up a body differently, it is evident that we 
have not yet got down to ‘‘ bed rock.” 

Further, a compound molecule may easily act as an element. 
Take the case of didyminm, which is certainly a compound, whether 
the products of Auer’s operation be final or not. Didymium has a 
definite atomic weight ; it has well-defined vsalts, and has been subjected 
to the closest scrutiny by some of the ablest chemists in the world. 
I refer particularly to Clove’s classical memoir. Still the compound 
molecule known as didymium was fii'st too firmly held together to 
act otherwise than as an element, and as a seeming element it 
emerged from every trial. The simple operations to which it had 
been submitted in the preparation of its salts, and in its purification 
from other compound molecules, such, as samarium and lanthanum, 
were not sufficient to split it up further. But subjected to a new 
metbod of attack it decomposes at once. 

We have, in fact, a certain number of reagents, operations, pro- 
cesses, in use. If a body resist all these and behave otherwise 
as a simple substance, we are apt to take it at its own valuation and 
to call it an element- But for all that, it may, as we see, be conipound, 
and as soon as a new and appropriate method of attack is devised we 
find it can be split up with comparative ease. Still, we must never 
forget that, however complex, it can hardly be resolved into more 
than two parts at one operation. 

From considerations above laid down I do not feel in a position to 
recognise neodymium and praseodymium as elements. We need some 
criterion for an element which shall appeal to our reason more clearly 
than the old untrustworthy characteristic of having not as yet been 
decomposed, and to this point I must beg to call the special attention 
of my colleagues. It may be that whatever body gives only one 
absorption-band is an element, but we cannot conversely say that an 
element may be known by its giving only one absorption-band, since 
most of our elements give no bands at all I 

Until these important and difficult questions can be decided, I haye 
preferred to open what may be figuratively called a suspense account, 
wherein, as I have previously suggested, we may provisionally enter 
all these doubtful bodies as “ meta-alemants.” ' ' t '. 
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But ttese meta- elements may liave more tlian a mere provisional 
value. Besides compounds, we Lave Iiitlierto recognised merely 
ultimate atoms, or the aggregations of such atoms into simple moIe» 
cules. But it becomes more and more probable that between the 
atom and the compound we have a gradation of molecules of different 
ranks, which, as we have seen, may pass for simple elementary bodies. 
It might be the easier plan, so soon as a constituent of these earths 
can be found to be chemically and spectroscopically distinguishable 
from ifcs nest of kin, to give it a name, and to claim for it elemental 
rank; but it seems to me the duty of a man of science to treat 
every subject, not in the manner which, may earn for him the greatest 
temporary kvco?, but in that w’hicli will be of most service to Science. 

If the study of the rare earths leads us to clearer views on the 
natnre of the elements, neither my colleagues nor myself will, I am 
vsure, regret the months spent in tedious and appa-rently wearisome 
fractionations. Ho one can be more conscious than myself how much 
ground is yet uncovered and how many radical questions have re- 
ceived but very inadequate answers. But we can only w’^ork on, 
“ unresting, unhasting,'’ trusting that in the end our work will 
throw some white light upon this deeply interesting department of 
chemical physics. 

Throughout the address, attention was directed to the various 
spectra, and to the methods of producing them ; the action of ditfei’- 
ent earths, &c., on phosphorescence spectra was also specially con- 
sidered. 

Professor Dewar proposed a vote of thanks to the President, coupled 
with the request that he allow his address to be printed ; Dr. Glad- 
stone seconded the motion, which was carried by acclamation. The 
President briefly responded. 

Dr. Bussell, the Treasurer, then gave an account of the financial 
position of the Society. The receipts by admission fees and subscrip- 
tions had been £8,402; by sale of Journal, £365 8^^. 8d ; and by 
dividends on invested capital, £844 4s. Bd. The expenses on account 
of the Journal had been £2,350 os. lid. ; on account of the Abstracts 
of Proceedings, £164 4s. 7d. ; on account of the Libraiy, £308 5*v 6 d. ; 
the total expenditure being £3,429 I 85 . 3d. £500 had been invested 
in Metropolitan Board of Works per cent, stock, and the balance 
in hand was £1,838 10^. Qd., the balance at the corresponding period 
last year having been £1,672 19s. 3d. 

Professor Thorpe moved that the thanks of the Society be tendered 
to the Treasurer' for his services’ during the past session ; Dx*. Perkin 
seconded the motion.' Dr. Russell, after replying, proposed' a vote of 
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lliaiiks to the aadltrjv^, llessr?. E. H. Davies, Friswell, and Eideal ; 
tiiis was secoiideu by Dr. P. F. Frankland, and acknowledged by Mr. 

Friswell. 

Mr. J. INewIaiids proposed a vote of tliaiiks to tbe Officers and 
Coniieil, wliieli was seconded by Dr. J. AMelcker, and acknowledged 
by Dr. Arnistrono-. • 

Proiessoi* Clowes moved that tbe tbaiiks of tbe Fellows be tendered 
to tlio Editors, Abstractors, and Librarian for tbeiririiportant services 
during tbe year. Dr. Collie seconded tiie motion. Mr. Groves and 

Dr, Thorne replied. 

Messrs. Foster and E. W. Toelcker Laving been appointed Scru- 
tators, a ballot was Liken, and as re.snlt tlie following were declared 
elected as Officers and Council for tlie ensiling session. 

PmMent: W. J. Bussell, Pb.D., F.E.S. 

'We-Fresidmits ‘luJio Imrejilled the office of F resident : SirF. A. Abel, 
C.B., D.C.L., F.E.S. ; W. Crookes, F.E.S. ; Warren de la Hue, D.C.L., 
F.E.S. ; E, Franklancl, D.C.L., F.E.S,; J, H. Gilbert, Pli.D., F.E.S.;' 
J, H. Gladstone, Pb.D., F.E.S.: A. W. Hofmann, D.C.L., F.E.S.;' 
H. Pli.D., b .E.S. ; W. Odling, M.D,, F.E.S. ; W. H. Perkin, 

Ph.D., F.E.S. ; Sir Lyon Playfair, Pb.D., K.C.B., F.E.S. ; Sir H. B* 
Eoscoe, LL.B., F.E.S. ; A. W. Williamson, LL.D., F.E.S. 

Vice-Preskhufs : G. Carey Foster, F.E.S. ; J. W. Mallet, AID., 
F.E.fe.; H. AIcLeod, F.E.S. ; Ludwig Aloud; J. Emerson Eeyiiokls, 
ALD., F.E.S.; Eobert Waringtoii, F.E.S. 

Secretaries: H. E. Armstrong, Pb.D., F.E.S. ; J. Alilkr Tbomson; 
F.R.S.E. 

Foreign Secreiarg : F. R. Japp, LL.D., F.E.S. 

Treasurer: T. E. Tliorpe, B.Sc., F.E.S. 

Ordinary Members of Cornell : Xorman Collie, Pb.D, ; A. H. Cbnrcli, 
M.A.; Frank Clowes, D.Sc.; AFyndliam E. Dumtan, Ai.A.; John 
Ferguson, AI. A. ; Clmrles W. Heaton ; E. Kmeli: H. F. Alorley, AI.A. ; 
F. J. AI. Page, B.Sc. ; S. U. Piekermg, ALA. ; E. T. Plimpton,^ Pb.D, ; 
Tbomas Purdie, B.Sc. 
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OBITUAHY I^OTICES. 


JiMis Smith Bpazier was bom afc Rye, Sussex, on 7tli Marcii, 1825, 
and losing botli Ms parents in early cLildliood, he was adopted by his 
maternal uncle, Mr. Jeremiah Smith, of Springheld Lodge, Bye, 
whose name appears as one of the early promoters of the Royal 
College of Chemistry. To the newly-founded institution in Oxford 
Street, Mr. Brazier repaired in 1847, shortly after completing his 
school education at King William’s College, Isle of Man, taking up 
his residence with Mr. William Johnson, who w'as then the Secretary ; 
from him he gained that practical knowledge of electrotyping wdiicli 
often served him as a recreation, and with whom incidentally he suc- 
ceeded in eifecting the electro-deposition of nickel, using for this 
purpose the comparatively insoluble and easily purified potassium 
nickel sulphate. 

Whilst a student at the Royal College of Chemistry, he published 
two papers conjointly with Dr. J. E. Mayer, the first entitled 

Analyses of the Mineral Constituents of the Flax Plant, and of the 
Soils upon which the Plants had been Grown,” read before this 
Society, February 5th, 1849 ; the second, ‘‘ An Analysis of Plate 
Glass,” was read May 21st, 1849 ; and in the following year, con- 
jointly wdth Mr. G. Gossleth, a student from Trieste, “ Contributions 
towards the History of Caproic and Oenanthylic Acids” was read, 
June 17th, 1850. Mr. Brazier was now appointed Assistant at the 
College, and in this capacity worked with Dr. A. W. Hofmann 
through part of his “ Researches on the Organic Bases. IX. — Their 
Molecular Constitution,” read before the Royal Society, April 3rd, 
1851, in which paper, Dr. Hofmann, acknowledging services rendered, 
speaks of Mr. Brazier’s experimental skill and knowledge in the 
highest terms of praiseA 

Leaving London, he worked for a short time with Professor T. 
Andrews, of Queen’s College, Belfast ; and from Ireland he went to 
Aberdeen, becoming Assistant to Dr. Thomas Clark and Dr. Andrew 
Fyfe successively, until, by the union of the Colleges and death of the 
last-named Professor (in 1861), Brazier was chosen by the University 
Court to succeed to the vacant Chair of Chemistry, with wRich ' he 
afterwards combined the duties of Secretary of the Medical Faculty, 
and eventually became Dean. 

For more than a quarter of a century, Professor Brazier did , Ms 
work at Aberdeen' in 'a manner which cannot fail to leave a lasting 

'See E.C.C. Reports, vdi. ii, p. 228^ 
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record, training isnmerous stndents and gaming as many friends^ 
until "by iliiiess — failure of tlie heart's action — lie was forced to retire 
List aiitnmii, and died on the 14tli January in the present year, aged 
C4. He left a widow and five cliildren, the three sons being in the 
service of the Chinese Grovernment. 

Professor Brazier was a E'eliow of the Institute of Chemistry, and 
Yice-Presidert of the British Association during the meeting at 
Aberdeen. He was frequently consulted by the Town Council, 
acimg witli Mr*. John Pattinson in iuTestigatiiig the causes of failure 
of the GEU'^dng Dock, and tendering a report in 1887. He held no 
Ifiiiversity degree, hut arrangements had been made to confer upon 
him tlie honoraiy LL.I). of Aberdeen, when death intervened to 
prevent its fulfilnient. 

Joseph James Coleman was the son of a pharmaceutical chemist 
ill Lincolnshire, and was boi*n there in 1S38. His father having died 
when lie was only ten years of age, he had no guide in his early life 
and studies, but, being of an industrious and studious nature, he made 
excellent progress in the classes of the Mechanics’ Institution of 
Halifax, whore he became connected with a business similar to his 
fiitherls. He devoted all his spare time to chemistry and physics, 
with such success that at the early age of twenty'One he read two 
papers at the Cliemical Section of the British Association on certain 
relations between the atomic weights and volumes of the elements, 
one of which was duly published in the Proceedings of the Association. 
His liking for these studies impelled him to devote himself entirely to 
them, and lie soon abandoned his ordinaiy calling to become a teacher 
of science, an office which he filled in three different Institutions, one 
of which Avas the celebrated training college at Chester, of which the 
Rev. Dr. Begg was then PriucipaL At this time the distillation of 
the Boghead coal for oils and paraffin had been established on a firm 
footing, in Scotland, by the late Mr. James Young, P.R.S., of Kelly ; 
and a material having been found near Chester which ffielded similar 
products in quantity, Mr. Coleman left Chester to erect and manage 
vrorks for its' treatment. He was not long allowed to remain tliei’e, 
however, as Young’s Gorapany coveted his services, and soon secured 
him for the post of chemical engineer at their 'Bathgate works, in 
Scotland, where lie was understood ,to devote himself to the investi- 
gation of the waste products with a view to economy. This he did 
with marked success, and, among other similar things, devised means 
o! liquefying the so-called ineondensible gases,’’ obtaining from them 
liquid products of high solvent power for many substances. The 
■working out of this investigation 'led to a much more extended one, 
the result of which was the production of refrigerating machinery of a 
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•valuable and unique cbaracter, witli which his name will ever he 
associated. The “ Bell- Coleman mode of refrigeration has been one 
of the greatest successes of the present ceiituiy, and bj its means 
c.'irgoes immm enable of dead meat have been brought home, in perfect 
condition, from all parts of the world. He contributed numerous 
papers to various societies and science journals, including the Bojal 
Society of Edinburgh, the Institution of Civil Engineers, the Institu- 
tion of Engineers and Shipbuilders in Scotland, the Philosophical 
Magazine, and the Philosophical Society of Clasgow, of which he was 
a member for about twenty years. For some years previous to his 
death, the very delicate state of his health debarred him from doing 
the amount of scientific work which he longed to do ; indeed, Ms 
complaint, which was chronic bronchitis, compelled him to live a 
somewhat retix^ed life, and he frequently expressed his regret at being 
unable to attend the meetings of the Glasgow and Scottish Section of 
the Society of Chemical Industry, of wdiioli he was Chairman. He 
was unmarried ; and latterly he spent his time between his conserva- 
tory and his laboratory adjoining, which was fitted and equipped in a 
manner worthy of him and his work. 

Clear-headed, warm-hearted, and with a devotedness to science 
which might be a rebuke to many of its followers who are more 
favoured in health, he fought on when many a brave man i^ould have 
given himself up to the care of his complaint. He died at his resi- 
dence, Bearsden, near Glasgow, on the 18th of December last, equally 
beloved and respected by ail who knew him. 

H. Debeit began his scientific career as Assistant to Deville at the 
l^cole Hormale, and aided that investigator in carrying out vaiious 
researches, amongst which may be mentioned the classical work in 
which Deville laid the foundation of the aluminium industry. A 
yi^ar later, in 1859, there appeared the first of the long series of 
memoirs in which the names of Deville and Dehray are associated. 
It was an investigation of the platinum metals, a subject to which 
the two 'chemists frequently returned, and the knowledge of which 
they did so much to extend. '-It may be said that the present 
metallurgy of platinum was created by them. 

M. Debray will, perhaps, he best remembered by his work on 
dissociation. Devilla had investigated the phenomena of dissociation, 
and had pointed out on what conditions they depended. But the 
work still lacked the requisite exact and quantitative confirmation, 
and it was to the task of supplying' this Want that M. Debray, who 
wns, in the best sense of the word, a» , disciple of Deville, and had 
imbibed to the 'full his master’s ideas, set himself. He selected for 
study classes of compounds xn which 'the conditions of dissociation 

' ■ ^ , ' T 2 
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ivere simple; and tlie amoant of dissociation admitted of accurate 
Bieasnrement. TJie results, as embodied in bis work '‘On the Dis- 
sociation of Calcium Carbonate and of Hydrated Saits,” and bis 
hleasurements of the Tensions of Dissociation,” are too T,vell known 
to require description bere. 

Aiiionc,^ Ms other w’ork may be mentioned bis researolies on 
Muciiiiiiii. inoijbdeiiLim, and tungsten, wdtb tiie determination of the 
raponr-deiisities ot the chlorides of tungsten, and bis yarious 
svnthescs of crystallised minerals. 

On Devilleh death, in IS'SI, M. Debray succeeded to bis Chair in 
file Eeole Xormaie, a post wbieli be diied until bis death, wMieb took 
place at Paris on July 19tb, 

He was elected a Member uf tbe Preneb Academy of Sciences in 
1877, and a Foreign Member of tbe Cbeinical Society in 1883. 

W. F. Donkta* was tbe eldest son of tbe late Savilian Professor 
of Astronomy at Oxford. Burn in 1845, be went at an early age to 
Eton, wdiere be w^as educated, and wFere be obtained distinction in 
natural 'Science. On leaving, be read for a Demysbip in that subject 
U't Magdalen College, Oxford, and was elected in 1865. Taking bis 
degree with bonours in 1868, be prosecuted Ms favourite ' study of 
fkemistry, and became Assistant Demonstrator in tbe University, 
Laboratory, besides underLaking otber duties, such as those of Public 
Analyst to the County. He also became Science Tutor of Keble 
College. He married in 1876, but lost bis wife the following year. 
This grief led bim before long to tbink of leaving Oxford, and when, 
ill tbe course of a year or two, tbe Professorship of Chemistry in 
8t. George's Hospital became vacant, and tvas offered to bim, be 
ai!cepted the post, and came, to live near London. To tbe study of 
chemistry be now began to add that of , electricity, in wbich be 
speedily became proficient— especially in tbe direction of electric 
lighting; here, bis beautifal dexterity of manipulation stood bim in 
good stead, and be acted for some time as scientific experimenter to 
a well-known electrical firm, by whom Ms opinion wus nincb valued, 
Iiiileed, in tbe opinion of one w^ell qualified to judge, be was rapidly 
iiiakiiig* bis 'mai’k as a leader in experimental investigations requiring 
high chemical and electrical knowledge. 

His marked liking for scientific' pursuits was early shown; thus, 
wdieii alK)ut 10 years old, and when on account of bis father's health 
a winter had to be' passed in Madeira, he made a collection of tbe 
beetles of that island, and, again, a year* or two later, be collected, 
ground, and polished a number of geological specimens of tbe , rocks 
at Clifton, About this time, also, be began photography, his apparatus 
consisting of. a, little w''ooden box made by the village carpenter whipli 
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served as camera, and a common magnifying glass in a pill -box 
foi’ lens. With tliis Inimble outfit- be produced some very respect- 
able pbotograpbs, and it was not long before bis perseverance 
afcti'aeted the attention of a L’iend wbo made bim a present of a 
camera and lens, witb which he made further and rapid progress. 
What his ultimate attainments in photography were, especially in 
'Alpine photography, it is scarcely necessary to say. The Exhibition 
of his Alpine and Caucasian Photographs, which was lately open at 
the Gainsborough Gallery, was probably unique, for few men, if any, 
joined, as he did, great powers as a mountaineer to great skill in 
photography. 

Besides making a name for himself as scientist and climber, 
Mr. Donkin was also an excellent musician, having inherited tlie 
talent from his father. Many may still recollect the family qiiartetts 
in which he played the viola. His steadiness and experience was 
such as to make him a useful addition to a performance even when 
professional artists of the highest rank were playing, and of late 
years lie took on several occasions the viola part in quartetts and 
quintetts led by Joachim. He also did innch towards furthering 
the cause of music in the people’s concerts in the East End, and was 
always ready, at whatever inconvenience to himself, to help ivhere 
iiis aid was asked. 

In 1884, Mr. Donkin became Honorary Secretary of the Photo- 
graphic Society, and in 1885 of the Alpine Club. In 1888, he went 
to the Caucasus with Mr. 0. T. Dent, now the President of the 
Alpine Club, and last year he made a second expedition there, taking 
as companion Mr. H. Fox, and Mr. Dent again accompanying him. 
Mr. Dent was compelled to return through illness, and Mr. Donkin 
and Mr, Fox vdth their twm Swiss guides continued their moun- 
taineering. On the morning of the 29tii or 30th of August, the 
pa-rty started to cross a glacier pass at the eastern base of the gi*eat 
peak marked on the Russian map as Dychtan, with the intention ot 
bivouacking' beyond the pass, and attempting the peak next day by 
its south-eastern face. They were never seen again, and it is probable 
that some disaster must have overtaken the ti’avellers and their guides 
in the attempt on Dychtan. Few men have been more widely 
mourned than Mr. Donkin ; his modesty, unselfishness, and fine cha- 
racter endeared him to all with whom he came in contact, and liis 
death has caused a blank in many quarters which it will not be easy 
'to fill 

' Hexey W. Field, a son of ■ John ■ Field (an, officer ' of ' the Royal 
Mint),' was born 23rd' March, 1803. .His early, training was; in 
London, and also under a clergymau in Warwickshire, ' 
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In i8i8, at tlie early age of 15, he I’eceived an appointment by Sir 
James Morrison as an extra clerk in the Royal Mint. In 1885, he 
began to stndy chemistry at Guy’s Hospital under Aikin and Barry, 
and then assisted as an amateur in the Queen’s Assay Office under 
Mr. Eobert Bingley, also in the Master’s Assay Office under Mr. 
Beckwith. 

Ill 1850 and 1851, ga*eat changes were made in the Mint in all the 
departments, Mr. H. Bingley resigning, and the Master’s Assay Office 
l>eing abolished ; the work of that department wms then divided 
between Professor W. A. Miller and Professor Graham, under the title 
of "Non-resident Assay ers.” 

The Queen's Assay Office continued to carry on its woik, and 
Air. Field was appointed by the Master, Sir John Herschel, to 
succeed Mr. Bingley, with the title of Chief Assayer,” and in this 
position he continued for 20 years, viz., until his resignation in 
1871. ‘ , 

During Air. Field’s connection with the Eoyal Alint, he had fulfilled 
a career of increasing usefulness to the country for a period of more 
tliaii 51 years, and duidng four reigns, namely, part of Geoige III, 
that of George lY, William I Y, and Victoria. 

He died at Brighton in June, 1888, at the age of 85. 

Dr, David S. Price, supeiin ten dent of the Technological Museum 
at the Crystal Palace, died at Alargate, after a protracted illness, on 
Monday, August 6th, 1888. He was the sou of the late Dr. Price, of 
Margate, and was "well known as a practical chemist. His researches 
on aniline dyes and in other branches of chemical manufacture, have 
led to important results; he ivas also the inventor of the very durable, 
pavement now laid down on the roadway of London Bridge, besides 
having been concerned in many other prominent works. He was a 
Fellow of the Institute of Chemistry, and was the author of a 
number of papers on chemical subjects. Dr, Price’s long connecti<)R 
with the Crystal Palace made him a well-known figure there ; the 
Technological Aluseum at that place was ,due to his energy. 

^.JoSEPH DEraAM Smith was born in London in the year 1817, and 
.died at liis residence, Pair Lawn, Corahe Wood, Kings ton-on- Thames 
December ilth, 1888. 

Inheriting from his father great perseverance and shrewdness of 
character, and endowed with rare intellectual gifts, he was, as a 
young man, a careful student and a great reader, and" afterwards, 
frotn^his large acquaintance with English literature, a master of the 
English language. ^ ■ 

Early in Hie, he decided on making 'chemistry /and its allied 
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sciences liis special work, and with tke ^eat patience lie brongiit to 
"bear on e¥ery subject, be was singularly fitted for work of tMs kind, 
which necessarily demands care and thoughtfulness. 

In 18^)3, he entered the laboratory of Mr. Richard Phillips, F.R.S., 
one of the leading chemists of that day, and one of the first Presidents 
of our Society. Mr. Phillips w^as selected by the London College of 
Physicians in 1836 to revise the Fliarmacopmiti LondiniensiSj and it 
was at that time that Mr. Denham Smith acquired the kiiowieclge of 
Air. Phillips’s scientific Yiewrs and methods of investigation which 
enabled him in 1851 so satisfactorily to edit and superintend in its 
passage through the press Air. Phillips’s translation of the Fharma- 
eopoeia of that year, which the anthor did not live to complete. 

At this time also. Air. Smith began to contribute various papers 
and review^s to the Aledical Journal, Philosophical Alagazine, and 
Chemical Grazette, of which the following, published between 1835 and 
1852, may be mentioned : — ‘‘ On the Composition of Iodide of Iron,” 

On the Analysis of German Silver and the Separation of Zinc from 
Rickel,” “ On the Separation of Barytes and Strontia,” On the 
Composition of the Carbonate of Zinc,” “ On the Hydrates of Barytes 
and Strontia,” ‘‘On the Detection and Estimation of Colophony 
w^hen Dissolved in Pixed Oils,” “ On the alleged Convei’sion of 
Carbon into Silicon,” “ On the Constitution of Sub-sulphates of 
Copper,” “ On the Composition of an Acid Oxide of Iron,” “ On the 
Composition of South American Guano.s, with mode of Estimating 
Ammonia and process for Separating Lime and Alagnesia when in 
combination with Phosphoric Acid,” “ On Early Egyptian Che- 
mistry,” “ Separation of Cobalt and Mckel and in later years 
Air. Smith published various papers conjointly with his partner, 
Air. Teschemacher, and his nephew, Mr. Russell Smith, on the 
analyses of many of the minerals and drugs met wdth in commerce. 

From the laboratory of Air. Phillips, the subject of our memoir 
went to superintend the working out of various special processes at 
some of the largest chemical works in the country, and for some years 
had the entire management of the Iron Smelting AYorks at Work- 
ington. 

Having by this time acquired a wide knowledge of chemistry, 
both scientific and manufacturing,, he was asked in 1852, and con- 
sented, to enter into partnership, at Highbury, with his friend, Air. E- 
F. Teschemacher, the elder, who was the' earliest professional analyst 
in London, indeed in the 'kingdom; and on the death of Air. Tesche- 
macher in 1862, Mr. Denham Smith became the senior member of 
the firm of “ E. F. Teschemacher and J. Denham Smith,” first with 
Air. E.' F. Teschemacher, the younger, and then with Ms nephew, 
Mr. H. Russell Smith, until the: day ■ of his Meath. , 
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His scientific attainments, iiis practical knowledge of manufacturing 
cliemistry and metallurgy, rendered Ms professional opinion and 
assistance iiiglily valued and widely sougM after by many of trie 
leading mercbaiits and manufacturers in tbis countxy. 

Mr. Denbam Smith was one of tbe original members of the Cliemical 
Society on its formation in 1841, and there now survive him six others 
of those constituting the Society in that year. 

On December 11th, 1888, he died, after a long and trying illness, 
borne with patience and calmness. 

Mr. Joseph Stoeet was the youngest son of the late Mr. Isaac 
Storey, and was born at Bardsea, near Ulverstone, in tbe year 1833. 
His father afterwards removed to Lancaster, where he carried on a 
successful private school until his death at a comparatively early 
age. 

Having received the ordinary school education, Mr. J oseph Storey 
entered the employment of the large firm of table baize manufacturers 
carried on by his elder brothers in Lancaster. After some time spent 
in this occupation, Mr. Storey went abroad, and on his return to , 
England lie entered as a student at Owens College, Manchester, 
There he passed two years, working principally at chemistry nnder 
Professor E. Erankland. 

After the completion of his chemical studies, Mr. Storey settled in 
Lancaster, where he became engaged as consulting chemist to the 
firm of his brothers, and manager of cei'tain branches of their maim- 
facture, in which his chemical and technical knowledge was of great 
service. 

While continuing this employment, his energy found an additional 
scope in the establishment of a chemical works on his own account; 
where he manufactured a number of miscellaneous articles, but more 
especially colours produced from picric acid and other derivatives of 
phenol. The early age in which he became engrossed in the' practical 
application of chemistry had not enabled him to keep up with the 
more recondite developments of the science ; but be had great experi- 
mental skill and aptitude, aud was fertile in resources for encountering 
and overcoming manufacturing and technical difl&culties. 

For the latter part of his life, Mr. Storey had to contend with 
increasing ' ill health, and he died in the spring' of 1888, to rhe grief 
, not' only of his own immediate family circle, but to that 'Of the large 
number of friends^ to wh'om he was endeared for his frank and genial 
character.' 

^WxwAM .WAnMCE, was bom in. Edinburgh' in the, year 1832.' , He 
was : the son of au' artist, of oeMbrity,' who-,, 'survived''', to , see Mm well;,' 
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adTanced in tiie study of cliemistry, a pi’ofession which lie had chosen 
in preference to liis father’s. His early education was acquired in 
G-lasgow, however, to which city his family had removed when he 
was blit eight years of age. For a considerable portion of his early 
life, he w^as a papil at the High School of Grlasgow, where, niider tlie 
training of Messrs. Connell, Woolski, and other masters of note, he 
distinguished himself by bis receptiveness and industry. At the age 
of 15, he began to attend the evening popular courses of chemistry 
given by the late Dr. Frederick Penny at Anderson’s College, 
G-Iasgow, and wnis so captivated by wdiat he heard and saw that he 
resolved to devote himself to the subject, and with that object became 
a regular student in that laboratory, where for several years be 
laboured wdtb great assiduity, his material ability and skill in im- 
proving apparatus and methods commanding the esteem of all who 
knew him, while his gentlemindedness wmn for Mm many friends. 
With .the object of extending his knowdedge of organic chemistry, he 
then went to Liebig’s laboratory at Giessen, where he remained for 
two years, and took the usual degree ; and there can be no doubt that 
the great master’s style influenced all his teaching and practice through- 
out his after life. On returning to Scotland, lie became Laboratory 
Assistant to Dr. Penny, a post w^hicb he held for many years, and 
%vhen this eminent lecturer’s health failed he carried on his lectures. 
About the year 1856, he began busine.ss in Glasgow as an analytical 
and consulting chemist, and from the first it was manifest that success 
would attend this effort, a result due to his rare combination of per- 
severance, firmness, and a keen perception of the practical bearings of 
all his work. Already he had devoted much time to the technology 
of “coal-gas” and of sugar refining, subjects on whieb, as well as 
in sewage matters and questions relating to water supply, he was 
justly regarded as a high authority. In the year 1870, he associated 
himself in business with Mr. R. R. Tatloek and Dr. John Clark, and 
the partnership, one of the most successful of the kind in the country, 
was carried on, for about 18 yeai’s. About the same time he was 
appointed Gas Examiner to the City of Glasgow, and four years later 
one of the Public Analysts for ' that city, offices ivhich, with 
nunaerons public appointments, be retained till his death, which took 
place on the 5th November, 1888 , at the too early age of 56. For two 
or three years previous to his decease, he suffered from declining 
health, but his keen sense of duty debarred him from takiiig the rest 
liis complaint required, and he was able to attend to his business 
with comparatively little interruption until, within a month of his 
decease. ■ He was for more than a quarter of 'a century a Fellow of 
the Royal Society of Edinburgh and oi the Chemical Society, and his 
,contrib,utions to various' branches of '.applied chemistry and kindred 
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subjects were botb numerous and valuable. The following are the 
more important of these : — 

“ On the Gliemistrj of Sugar Refining, with special reference to 
Smear.” “ On Animal Charcoal, particularly in relation to its use for 
Sngar Refining.” “On the Chemistry of Sugar Manufacture aucl 
Sugar Ptefiniiig.” “ On the Chemistry of Sugar Refining.” “ On the 
Bone Charcoal of Sugar Refiners.” “ On the Economical Comhustion 
of Coal-gas.” “ On the Bunsen Burner.” “ On the Heating Power 
of Goahgasof diiferent qualities.” “ On the Composition of a peculiar 
Water.” “On the Conditions in which Sulphur exists in Coal,” 
“ On the Chemistry of Sewage Precipitation.” “ On the Decay of 
Buildings Stones.” “ On the Decline in the Use of Coffee.” “ On 
some peculiar Specimens of Pig Iron.” 

Dr. Wallace was a member of the Philosophical Society of Glasgow 
for 34 years, and filled the office of President for three years, beginning 
1882. At a meeting of that Society held 9th January last, a memoir 
relating to his life and work was read by the Secretary, Mr. John 
Mayer, P.C.S., and authorised for publication in VoL XX of that 
Society’s Proceedings, and which through the kindness of the 
Secretary has been consulted in preparing this note. 

JoH57 Williams was born in London on the 9th of March, 1824*. 
His father was for many years Secretary of the Royal Astronomical 
Society, and a prominent member of other learned bodies. 

As a youth, tlie subject of our notice entered the service of the late 
Mr. Thomas Morson, of Southampton Row, aucl while there attended 
tiie courses of instruction given in the then newly established School 
of Pharmacy of the Pharmaceutical Society, Pownes being the Pro- 
fessor of Chemistry. Having passed the necessary examinations, he 
became a pliarmaceutical chemist, and, in due course, a, member of 
the Pharmaceutical Society. 

In 1849, he associated himself with Mr. W. King Hopkiii to 
establish the firm of Hopkin and Williams, and Mr. Williams being a 
sound chemist, the firm soon gained a reputation for fine chemicals 
and chemically pure preparations. 

Mr. iOiams took considerable interest in the educational and 
scientific work of the Pharmaceutical 'Society, was for many years a 
member of its Council, and filled the offices, both of Treasurer and 
President. In 1883, he was President of the British Pharmaceutical 
Conference, and at the time of his death, a Vice-President of the 
Society; of Chemical Industry. He was also for a time a member of 
Couiieirof the Chemical Society, and one of the original Bellows of 
the ' Institute of Chemistry.' Mr. Williams read many papers' on 
ehemicai subjects before the Pharmaceutical So'ciety, Pharmaceutical 
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Conference, and tlie Ciiemical Society, and was always generous in 
giving practical advice, and, wlien necessary, pure specimens of 
ciiemical sul)stances to scientific cliemists engaged in original in- 
vestigations. 

Air. Williams liad been in failing bealtb for several years, and 
retired from business about a year ago. He died, at bis residence in 
Warwick Gardens, on tbe 3rd of Aiarcb, 1889, within a few days of bis 
sixty-fiftb year, and was buried in Higbgate Cemetery. 
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XXXIII . — Contrilndiom to our Knoidedge of the Isotliiocijanates. 

B}' Augustus E. Dixox, M.D., Assistant Lecturer in Chemistiy, 
Trinity College, Eniversxtj of Dublin. 

Oun knowledge of tbe benzylated derivatives of tliiocarbaniide is 
very limited, and I tlierefore considered it desirable to prepare a 
few of tliese com pounds, in order to examine tlieir cliief propei-ties, 
and to fill in some of the vacant places in tbe series. Accordingly 
tlie drst two compounds described in this paper are the symmetrical 
dialtjl tliioearbaniides, heuzulefliyl- and benzijlpheriyl-tJdocarhamide. 

The next three compomids {etlifylidieniilsemithiocarh^^ acetyl- 
jdmiylsemifhiocarhadde^ and he^izoylphenylsendthioGarbazide) are 
, hydrazine-derivatives. Tlieir preparation was nndertaken partly in 
order to ascertain whether the reaction ’ between the thiocarbimides 
and hj'drazines is a general one, and partly in order to compare tbo 
properties of the etlirlphenylsemithioearbazide with, those of a meta- 
niei’ic compound obtained and described by Fischer. 

Further, all the compomids containing acid radicles' were incident- 
ally, produced during an investigation into the chemistry of the thio- 
carbiinides derived from tbe acid radicles of acetic and benzoic 
acids. The substances thus obtained and described in detail later on 
are the cicetylplie^iyl- and henzoylphenyl-seynitliwcarhazides already men- 
tioned, cicdylorthdolylfliiocarham ide, and henzoyletkylphenyUhiocarh’^ 
itmuhy a tertiary derivative of thiocarbaniide. 

I. EthjdmizyltMocarhamide, 

Etliylthiocarbiniide and benzylamiiie in molecular, proportion were 
separately dissolved in alcohol. On mixing the solutions, much heat 
was evolved ; and on evaporating the alcohol at a gentle heat a mass 
of white crystals was ohtained, consisting of efhylhenzyltJducarh- 

amide — 

C.H,-IfCS + 0,H5-CH,-3 vH= = . 

The yield is practically quantitative. 

When recrjstallised from dilute alcohol, the substance forms long, 
white, shining needles melting at 102 — 103°. 

Analytical data : — 

" 0^2201 graiUr burnt with CuO and copper gauze in front, gave 27*4 c.c, 
n,itrogen ,at 14*5'°, and 759 mm, 

Or, X =: 14-51 per cent. 
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0‘3030 gram erapurated to drjness with KaOH in a nickel cmcikle 
and fused with KIXOs gave 0*3610 gTam BaSO^, 


Or, S = 16*38 per cent. 

Calculated for 

OioHi4XijS. Esperiiiieiit. 

K . 14 46 , 14-51 

S. 16*51 16*38 


Etliylhenzylthiocarbamide is slightly soluble in boiling water, and 
sepaivites on cooling as an oily liquid, which soon solidifies to octa- 
hedral crystals. It is easily soluble in alcohol, ethei*, and chloroform, 
moderately soluble in benzene, and sparingly in carbon disulphide. 

Amnioiiiacal nitrate of silver produces instantly, in the cold, a black 
precipitate of silver sulphide ; but it is remarkable that the substance 
is not desixlphurised in either aqueous or alcoholic solution by boiling 
with alkaline lead tartrate. The boiling alcoholic solution is gradu- 
ally desulphurised by yelloxv oxide of mercury, but the product (a 
solid substance, which consists, presumably, of either ethylbenzyl- 
carbamide or a cyanamide) has not yet been obtained in a sufficiently 
pure state for analysis, 

II. Phenylhenzyltliiocarhamide. 

Pure benzylamine was dissolved in about half its volume of alcohol, 
and to the solution was added an alcoholic solution of phenyltliiocarb- 
imide in the proportion demanded by the equation — 

CeH5-:i^CS + CcHa-CH/NH, = 

Much heat was developed, and^ fine rhombic crystals almost imme- 
diately began to separate, some floating on the surface, and rapidly 
growing to a considerable size. ' These crystals are pure white, with 
a greasy lustre, and closely resemble tbiocarbamide in appearance. 
The yield of crude substance amounted to 94 per cent, of the theo- 
retical, On recrjstallisation from alcohol, in which it is moderately 
sxdable, flieuylhenzyltJmcarhamide came down in shining, wdiite, short', 
thick prisms, melting at 153-*-154®. 

A sulphur determination gave the following result 

0*2409 gram treated with NaOH and KUSfOs gave 0*2263 graiil 
BaS04, 

Or, S = 12*91 per cent. ' 

Calculated for Ci 4 Hi 4 N 2 S, S = 13*23' ,, 

The substance is insoluble in water,, soluble in , alcohol and ether, and 
sparingly soluble in carbon disulphide. ■ 'Ammoniacal nitrate of silvey 



302 


ON THE ISOTHlOCYANxlTES. 


I^ires immediately a "black precipitate in tke cold, wliilst tlie solution 
is readily desulplinrised by boiling witb alkaline lead tartrate, witb 
formation of a speciiluni on the sides of the tube. 


I II. Util ijlplienTjhem itMocarbazide. 

Alcoliolic solutions of etbjltbioearbimide and pbeiiyl hydrazine were 
mixed in quantities demanded by the equation — 

CsH.-NCS + 

The mixture was gently warmed until the pungent odour of etliyl- 
tluocarbimide had almost disappeared. On cooling, crystals sepa- 
rated. These, after being collected and pressed, formed a carroty-red 
mass, which on washing with alcohol became nearly white. The 
crystals change colour rapidly in the air, becoming first red and then 
gi^eenish-blne. The crude product was dissolved in boiling alcohol, 
in -which it is very freely soluble. On cooling, beautiful tufts of 
vitreous prisms separated, forming a network which penetrated the 
whole mass of liquid. After one or two more recry stalKsations from 
alcohol, the substance was found to be sufficiently pure for analysis. 
Melting point T21 — 122^ without decomposition. 

Analytical data : — 

0*2353 gram treated with NTaOH and KlSTOs gave 0*273G gram 

BaSOi, 

Or, S = 15*98 per cent. 

0*1825 gram, burnt with CuO and copper gauze in front, gave 
33*2 e.e. nitrogen at 11° and 763 mm., 

Or, NT = 21*76 per cent. 

Calculated for 

CgHigNaS, Experiment. 


21*58 21*76 

S 16*42 15*98 


Eth^lphentflsemiihwcarhazide W'heii pure is' not discoloured by expo- 
sure to air; it is almost insoluble, in water, very easily soluble in hot 
alcohol, moderately in cold, soluble also in ether and chloroform. 
'The solution in alcohol or wsnm water gives, on addition of a few 
drops, of ferric chloride solution, a blood-red colour, changing rapidly 
to a deep blackish-green; this reaction is very delicate. Copper 
.sulphate produces, a bright 'grass-green coloui*, which is destroyed by 
amnionm, with production of a black precipita'te., Ammoniacal nitrate 
of', silver p'roduceS' a white, curdj precipitate, which is decomposed 
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oil 'boiling, wliile a brilliant mirror of silver snlpliide separates out 
on the sides of the tube. 

The melting point, as already stated, is between 121'^ and 122'^ ; it 

"NU’C H- 

is worthy of note that a metameric compound, ^ ’ 

obtained by Fischer from phenyltliiocarbiinide and ethyl hydrazine 
(Ann., 199, 296), is recorded as melting at 109 — ll(h'. An attempt 
was made, by treating the warm alcoholic solution with mercuric 
oxide, to obtain a desulphurisation-product, either — 

The desulphnrisation is readily effected, but the decomposition pro- 
ceeds further, and effervescence takes place with evolution of gas 
containing carbon oxvsulphide. 


I Y . A cefy If hen y Isemi tlii ocarhadde . 


Acetylthiocarbimide and pbenjlbydrazine in molecular proportion, 
each dissolved in pure anhydrous benzene, were mixed together. So 
much heat was evolved that the liquid at once began to boil freely, 
and in a few moments a sticky mass of browm, oily droplets fell to 
the bottom of the flask, w'hich mass slowly deposited crystalline 
matter, and as the benzene evaporated, a further quantity of solid 
matter separated. The whole was drained on the filter-pump, the 
residue pressed between folds of bibulous paper, and recrystalliseci 
from hot benzene. The product -was washed W'ith benzene, dried, and 
again recrystallised from boiling alcoboh Thus was obtained a small 
quantity of short, thick, w^hite prisms, melting at 178 — 179^ without 
decomposition. The yield is very small. 

A sulphur determination gave the following result : — 


0*2993 gram, treated wdth ISTaOH and KhTOg, yielded 0*3346 gram 

BaS 04 , 


Or, S = 15*36 per cent. 
Calculated for CgHulSYSO, S = 15*47 


The reaction may he i*epreseiited thus : — 

CHa-CO-NCS + C»Ha-NH-NH;= 

Ammoniacal silver nitrate solution gives a bulky, wdiite precipitate,, 
which slowdy darkens on boiling. ■ The' substance is scarcely 
desulphurised even on continued boiling with alkaline lead solution. 
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V. Ben^oylpJtenylseimfhiocai’lazule, 

Berizoyltliiocarljiniide and plienjlliydrazme in molecular proportion, 
butli largely diluted witli anhydrous ether, ivere gradually mixed, the 
fiftslv heiiio* cooled hy iminersion in water. The substances combined 
with Tiolent — almost explosive— action, and solid matter separated 
out till the liquid became pulpy. The pulpy mass was drained, 
pressed, and reerystallised twice from boiling alcohol, in which it is 
somewhat sparingdy soluble. Thus purified the substance forms 
tangled wisps of pure white, silky needles, resembling asbestos in 
appearance. It does not melt at 220"'', and fails to reduce alkaline 
k^ad solution, even on prolonged boiling. 

Analytical data : — 

0'3u60 gram, treated with XaOH and KlSTOa, gave 0‘2600 gram 

BaS045 

Or, S = 1T68 per cent. 

0 ’ 222*5 gram, burnt with CuO and copper gauze in, front, gave 
29*t> c.c. nitrogen at 13 C. and 768' *5 mm. 

Or, N = 15*89 per cent. 

Calculated for 

Oi4Hi3X:,SO. Experiment. 


N' 15*53 15*89 

IS 11*82 , 11*68 


The following equation represents the interaction : — 

CeHs-CO-XeS + CoHiXH-XHa = 

VI. AcetylortliotolyltMocarhiimide, 

Acetyl tliiocarhimide was added, drop hy drop, to a solution of 
orthotoluidiiie in anhydrous alcohol. Jhlnergetic action took phice, 
and solid matter separated, .which was collected, dried with bibulous 
paper, and dissolved in boiling alcohol. On cooling, brilliant prisms 
separated, pale lenion-yeilow in colour, and melting without decom- 
position at 184°. 

' Aual^dical data : — 

U*6400; gram, on treatment with hlaOH and KNO 3 , gave 0*7466 
gram BaS 04 , 

Or, S == 16*03 per cent. 

‘ 0*2375 gram, burnt with CnO and copper gauze in front, gave 
27 c.c. nitrogen at 10 ° C. and 759 mm. , k 

Or, K = 13*59 per cent. 
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Calculated for 

CioHj.^XsSO. Experiment. 


^ 13-4S 13-59 

S 10-68 16'03 


Tlie reaction is expressed thus : — 

CH 3 CO ACb -t . 

The snhstance is insoluble in water, soluble in alcohol. Silver nitrate 
iiroduces immediately, in the cold, a black precipitate, and the solution 
is also readily desulphurised by boiling with alkaline lead tartrate. 

V II. BenzoylphenyletliylfMocarbamide. 

Benzoylthiocarbimide was added to ethylaniliiie diluted with a 
little ether. Heat was evolved, and, on cooling, the mixture solidified 
to a pasty mass of yellow crystals. These were drained, pressed, and 
recrystallised twice from alcohol, from which the substance sepamtes 
in well-formed, pale lemon-yellow prisms, melting with decomposi- 
tion at 133 — 134°. 

Analytical results : — 

0*2069 gram, burnt with CuO and copper gauze in front, gave 
17*3 c.c. nitrogen at 12° C. and 764 mm. 

Or, N = 9*97 per cent. 

0*2041 gram, treated with NaOH and KHOs, gave 0*1780 gram 
Ba.SO„ 

Or, S = 11*98 per cent. 

Calculated for 

Oi^HigNaSO. Esperimeiit. 


H 9-88 9*97 

B 1T28 1T98 


Thns the expected trisubstitnted thiocarbamide has been pro- 
duced : — 

CA-CO-XCS + C,H5-XH-C.,H5 = 

The substance is insoluble in water, soluble in alcohol and ether. 
Like other trisubstitnted thiocarbamides, it shows itself very stable 
towards chemical reagents. With alcoholic silver nitrate, a white 
precipitate is formed, soluble on warming, and coming down again as 
the solution cools ; this precipitate is not blackened by ammonia, even 
cxmtinued boiling. Heither is the solution in alcohol desulphurised 
by boiling with alkaline solution of lead. 

; Ghemiml ' 

University af I)uMm» 

TOL. LY, ' :% 
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XXXIT.— TliioplwspJionjl Fluoride. 

Bj T. E. THOr:PE, F.R.S., and J. W. Rodgek, xlssociate of tlie 
Xormal School of SeieiicOj S, Kensington* 

In a sliort paper bearing the above title, published in the Transac- 
tions of the Society during the summer vacation of last year (Trans., 
1888, 53, 766), we announced the existence of a new gaseous sub- 
stance of the formula PSlh, to which we gave the name of tlih- 
phospJiorij I fluoride. The present communication contains the results 
of the experirtients which have served to establish the nature and 
cfimposition of the new compound. 

Arsenic trifiuoride acts with great violence on phosphorus penta- 
chloride, with the formation of phosphorus pentafluoride and arsenic 
trichloride (Thorpe, Froc. Boy, Soc,, 25, 1*22). Phosphorus trichloride 
mixes with 'arsenic trifiuoride, and on gentij warming, the mixture 
evolves the gaseous phosphorus triduoride (Moissan, Ann. Ghim^ 
[ 6 ], 6 , 433). 

The behaviour of tbiopho.sphoryl chloride with arsenic triiinoride is 
however very different. If arsenic trifiuoride is dropped into phos- 
phorus thiochloride in the cold, or if a mixture of the two compounds 
is boiled under ordinary pressures, no action Takes place. When, 
however, the mixture is heated in a sealed glass tube at loO®, 
arsenious sulphide separates, and on cooling and opening the tube 
considerable quantities of gas are evolved. The nature of the gaseous 
product varies with the relative proportions of the arsenic dnoride 
and phosphorus thiochloride. If the reacting substances are heated 
in the proportions demanded by the equation — 

AsPs 4- PSCla = AsCls -f PSP 3 , 

analysis shows that about ^th of the gas produced consists of thio- 
phosphoryl fluoride, the remainder being made up of the fluorides of 
phosphorus and silicon. As the amount of the thiopliosplioryl 
chloride is increased relatively to that of the arsenic fluoride, larger 
psroportions of phosphorus thiofluoride are produced, 'until w^hen 
four equivalents of thiophosphoryl chloride are used to one equivalent 
of arsenic fluoride, the gas evolved is spontaneously wflamwahle^ and 
exhibits in general the characteristic features of the pure thio- 
phosphoryl fluoride. It was found impossible, however, to entirely 
|>revetit the formation of silicon tetrafiuoride and phosphorus, tri- 
fluoride by this means, and although our subsequent experience with 
. the gas 'has enabled us to devise a method, for separating these 
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compounds from tliiopliosplioryi fluoride, it was evident from tlie 
relatively large quantity of arsenious sulphide invariably produced, 
that the method, even apart from the manipulative difficulties of 
working with sealed tubes containing gas under pressure, was neither 
a coDvenient nor an economical mode of preparing* the new substance. 

If arsenic trifliioride is heated wdth phosphorus pentasulpMde in a 
sealed glass tube, the gas evolved consists mainly of silicon tetra- 
fluoride. Lead fluoride, however, readily reacts, on heating it with 
phosphorus pentasulphide, producing thiophosphoryl fluoride in con- 
siderable quantity — 

P.Ss + SPbFs = 3PbS + 2 PSF 3 . 

A mixture of red phosphorus, sulphur, and lead fluoride also gives 
rise to thiophosphoryl fluoride, but if the materials are used in the 
proportions required by the above equation, the reaction is extremely 
violent. It may, however, be moderated by using a large excess of 
lead fluoride. The mixture should be placed in a thin layer in a 
glass tube of narrow bore and which is gradually heated from behird 
forwards, so that the gaseous product as it is formed passes over the 
cold anterior portions of the tube and materials. 

Bismuth trifiuoride may be used instead of lead fluoride Jn the re- 
action, but in this case a brass tube must be employ ed^. as the 
temperature at which the gas is evolved is considerably higher, and 
large quantities of phosphorus trifluoride are apt to be simultaneoiisiy 
formed. 

On the whole, we found that the most convenient method is to beat a 
mixture of lead fluoride and phosphorus pentasulphide, but in ordtr 
that the., gas shall be obtained pure, certain precautions are abso- 
lutely necessary. Thiophosphoryl fluoride is readily altered by con- 
tact with air and moisture : hence it is necessary that the materials 
should be perfectly anhydrous, and. that every trace of free oxygen 
should be absent. Moreover, as the gas is readily decomposed by 
heat, it is desirable that it should be produced at the lowest possible 
temperature. The best method ' of procedure' is as follows : xi 
quantity of freshly prepared phosphorus pentasulphide, made from 
washed and perfectly dry amorphous phosphorus and pow^dered roll 
sulphur, is quickly pounded with the requisite quantity ^ of pui e 
freshly fused lead fluoride, and the mixture is placed in a thin 
uniform layer in a dry leaden or composition tube, open at both 
ends., One end of the tube' is fitted with a caoutchouc cork and glass 
delivery tube, whilst the other is attached to an apparatus yielding a 
supply of pure dry nitrogen. The air within the tube ,is rapidly 
swept out by ;the dry nitrogen, 'and thotufoe is gently heated in order 
to get rid of any sulphuretted hydrogen 'produced 'by" the action of 

i" ' ■' u'.y " ''' 2’;2^' 
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atmosplieric moisiiire on tlie phosphorns pentasnlpiiide. Wlieii tlie 
tube is completely Riled with nitrogen, the current of this gas is 
stopped and the leaden tube is heated from behind forwards by a 
small Bunsen flame. The reaction begins at about 170°, and as it is 
advisable to keep the temperature as low as possible consistent with 
the production of the gas, it shonld not exceed 250L The gas is 
collected over dry mercury and may be stored in a glass gas-holder. 
The gas-holder should contain a few fragments of quicklime, the 
pores of which should be freed from air by passing small quantities 
oF dry nitrogen into the gas-holder and repeatedly exhausting by 
means of the Sprengel pump. The thiophosphoryl fluoride is not 
allowed to pass into the holder until a sample is wholly absorbed by 
a dilute solution of potash or ammonia. In order to get rid of the 
small quantity of nitrogen adhering to the lime, as soon as two or 
three cubic centimetres of gas have entered the holder, the latter is 
connected with the Sprengel pump and the gas and nitrogen sucked 
out, this operation being repeated twice or thrice. The rest of the 
gas is passed into the holder, and after standing for a day or so over the 
lime, which removes the phosphorus fluoride and any traces of silicon 
tetraflnoride, is pure thiophosphoryl fluoride. 

Bet&mnmtimi of Yajponr-dmdty, — A. bulb of about 240 c.c. capacity 
and fitted with tubes and stopcocks, as seen in Fig. 1, after being 


Fro. 1. 
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cleaned and weiglied, is placed in a bafcli of water and illed witli dry 
nitrogen. The bulb is then connected witb a small mercnrj gas- 
boider, containing tbiophospborjl fluoride, made and purified as 
abore described, and the nitrogen is slowly displaced from bc4ow 
upwards by the thiopliosphoryl flnoride. The exit-tube of the bidb 
is attached to a piece of glass tubing, which dips a short way Tinder 
mercury, so as to cut off the direct connection with the air. The 
bulb is immersed in the bath nearly to the level of the stopcocks, and 
a current of cold 'water, carrying with it a stream of air-bubbles, is 
allowed to enter at the bottom of the bath, and flow aw'ay at an open- 
ing near the top. The stream of air-bubbles is sufficiently strong to 
keep the mass of the water in circulation, and thus tends to reader 
the bath of uniform temperature. When all the gas has passed oven 
the cocks of the bulb are turned, the tube dipping under the mercury 
removed, one cock momentarily opened to equalise the pres.sure, and 
the temperature of the bath and the height of the barometer noted. 
The' dried bulb, after standing in the balance-case for about an hour, 
is then re- weighed. 

To determine the amount of the residual nitrogen, the entry-tul)e 
of the bulb (both stopcocks being closed) is connected by means of 
caoutchouc tubing with a large burette containing a dilute solution of 
pure caustic potash. The potash is caused to fill the caoutchouc tube 
and the entry-tube of the bulb up to the stopcock. The stopcock is 
next opened and the potash allowed to enter the bulb. The gas is 
slowly absorbed, the bulb being meanwhile immersed in a veskei of 
water at a constant temperature. When the absorption is complete 
and the contents of the bulb are brought to the temperature of the 
water, the levels of the liquid in the bulb and burette are equalised, 
and the burette reading taken. , The burette is then raised, and the 
stopcock of the exit-tube of the bulb is carefully opened. The level 
of the potash solution within the bulb rises until it reaches the stop- 
cock, which is then closed, when the levels are again equalised and a 
second reading on the burette taken. The difference between the two 
readings gives directly the volume of the residual nitrogen at the 
temperature of the bath ■and under the atmospheric pressure- 
■ The details 'of two experiments carried out in this way are as 
follows:-— 
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I. 

Capacity of bulb at and 776 mm 239*86 c.c. 

Weight of bulb in air at 17*1° and 771 mm.. . 59*7543 grams. 

Weight of bnlb in air at 17*0° and 771 mm. 
filled -witli gas and residual nitrogen at 

10*7" and 771 mm. 60*3954 „ 

Yolume of residual nitrogen at 11*3° and 

771 mm 78*9 c.c. 

Eediiced weight of gas and residual nitrogen 0*9372 gram. 
Weight of nitrogen 0*0964 „ 


Weight of thiophosphorjl fluoride. ..... 0*8408 

Volume of gas + residual nitrogen at 0° and 

760 mm. 234*15 c.c. 

Volume of residual nitrogen at 0° and 760 mm. 76*86 c.c. 


Volume of thiophosphorjl fluoride ..... 157*29 „ 

1 57*29 c.c. of thiophosphorjl fluoride weigh . 0*8408 gram. 

1000 c.c. of thiophosphorjl fluoride weigh. . . 5*3455 „ 


Vapour-densitj (H = 1) = 59*66. 


II. 

Capacity of bulb at 15*8° and 776 mm.. ..... 239*86 c.c. 

Weight of bulb in air at 15*6° and 778 mm.. . 59*7282 grams. 

Weight of bulb in air at 15*1 and 778 mm. 
filled with gas and residual nitrogen at 

7*7° and 778 mm.. 60*5274 „ 

Volume of residua] nitrogen at 9*6° and 

777 mm ,43*4 c.c. 

Reduced weight of gas and residual nitrogen 1*0995 gram. 
Weight of nitrogen 0*0538 „ 


Weight of thiopliosphoryl fluoride ..... 1*0457 

Volume of gas + residual nitrogen at 0° and 

760 mm . 238*81 c.c. 

Volume of residual nitrogen at 0° and 760 mm. 42*86 „ 


195*95 ,, 

195*95 c.c. of thiophosphorjl fluoride weigh . 1*0457 gram 

1000 c.c. of thiophosphorjl fluoride weigh. . . , 5*3355 

Vapour-density (H = 1)' = 59*56., 

'The ealeniated Tapour-densitj of PSFYis 60*0. 
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Analysis of Tliiopliosphoryl Fluoride , — The solution of the gas in the 
dilute potash was transferred to a 500 c.c. measuring flask, and the 
bulb carefully washed out and bromine- water added to the liquid 
until the colour persisted after repeated shaking, when the solution 
tvas diluted to the mark. In order to determine the sid^AuiTj an 
aliquot portion of the solution was acidified with hydrochloric acid 
and mixed with barium chloride and the barium sulphate weighed. 
To obtain the amount of 'phosphorus^ a second aliquot portion of the 
liquid was treated with ammonium molybdate solution in the usual 
manner, and the precipitate converted into magnesium ammonium 
phosphate and weighed as pyrophosphate- The results were as 
follows : — 

I. One-fifth of a solution containing 0*8408 gram of gas gave 
0'322S gram barium sulphate. 

A second fifth gave 0*1557 gram magnesium pyrophosphate. 

IL One-fifth of a solution containing 1*0457 gram of gas gave 
0*3992 gram barium sulphate. 

A second fifth gave 0*1924 gram magnesium pyrophosphate. 


Found. 


Calculated for ^ .. 

PSF3. I. II* 

Phosphorus 25*83 25*85 25*69 

Sulphur 26*66 26*32 26*22 

Fluorine 47*51 — — 


100-000 


Properties of TMophosphoryl Fluoride , — At ordinary temperatures 
thiophosphoryl fluoride is a transparent, colourless gas, which, under 
the application of about 10 to 11 atmospheres pressure, condenses to 
a colourless liquid. Neither the gas nor the liquid acts to any appreci- 
able extent on dry glass at ordinary temperatures. In air or oxygen 
the gas is spontaneously inflammable, and its oxidation products have 
a disagreeable, irritating smell, in which that of sulphur dioxide can 
I'eadily be detected. Under the action of heat or the electric spark 
the gas is readily decomposed, wuth the separation' of sulphur and 
phosphorus and the formation of phosphorus fluorides. ' If the decom- 
position he , effected in a glass tube heated to a sufficiently high 
temperature, the gaseous ' product eventually consists entirely of 
silicon tetrafluoride. 

Thiophosphoryl fluoride' haS' no action on. mercury, oil of vitriob 
carbon bisulphide, or benzene. In ether, it is soluble to some extent, 
and the solution burns with a greenish, flame. The gas is not re^adily 
dissolved by water, and, dilute solutions pf potash', soda, and 'ammonia 



312 THORPE AND .RODGER ON THIOPHOSPPIORYD FLHORIDE* 


clissolv© it oiilj with compfirative slowness. It unites with gaseous 
ammonia to form a white solid, and is completely absorbed by peroxide 
of lead. If passed over gently heated sodium the metal takes bre, 
and burns with a- red flame, and the residual mass in presence of 
water evolves spontaneously inflammable phosphuretted hydrogen. 

As certain of these reactions are of considerable interest, we have 
studied them in detail. 

Aet-'mi of Air on TJdopkospJioryl Fluoride . — In contact witliair, pure 
thiopliosphoiyi fluoride is speedily decomposed, the nature of the 
appearances atteiicliiig the decomposition varying to a great extent 
with the conditions under which the admixture takes place. 

If a very slow stream of the pure gas ho allowed to issue from a 
narrow platinum, jet into the air, a white fume is instantly formed. 
Xo indication of flame is evident in daylight if the stream is 
sulScieiitly slow, but in the dark, the white fume is seen to be 
traversed in the vicinity of the jet by a blue, flickering flame. On 
increasing the current of the issuing gas the blue, flickering flaine 
becomes more pronoauced, and eventually travels back to the oriti(.'e 
of the jet, and ignites the stream. If the supply of gas is maintained , 
the gas continues to burn, givingoflt copious white fumes. The flaine 
is gi*eyi.sh-greeii in colour, and is tipped with a faintly luminous dull 
yellow portion, a light-blue zone occurring close to the platinum jet. 

If, instead of allowing the gas to issue from a jet, a considerable 
bulk be suddenly permitted to come in contact vyith the air, the 
appearance is considerably modified. When the delivery tube of an 
apparatus in wdiich the gas is being generated dips beneath the 
surface of mercury, and is surrounded by a piece of wide gla^ss 
tubing about 6 inches long, open top and bottom, and W'ith its lower 
end under the mercury, the wide tube becomes gradually filled with 
the gas, which is prevented from combining rapidly witlrtho oxygen 
of the air by a layer of decomposition products formed from the first 
bubbles of the gas which entered tlie tube. 'When the tube is nearly 
tilled wuth the gas, which may be ascertained by noting the position 
of the layer of fume which roughly indicates the line of separation of 
the gas and air, on lifting its lower end out of the trough the gas 
quickly falls clown on to the surface of the mercury, combination 
rapidly takes place, accompanied first of all by a beautiful blue flash 
of light followed by the 'greyish-green flame observed in the case of 
a jet of 'the gas. 'The shape of the flame indicates that 'the gas 'has 
spread itself for a considerable way over the surface of 'the mercury 
'■before combination ensues. If the layer of fume be allowed to rise 
.above the' top of the tube, the gas is no longer protected from the 
'action of the air,, and takes fire from above and bums with the greyish- 
green flanie., _ 
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Tile action of air upon tliiopliospliorjl fluoride may be funlier 
illustrated by rapidly mixing a small quantity of the gas contained 
in a glass vessel with a large excess of air. For this purpose a siiimII 
glass gas-holder provided with a stopcock at the top and tubules at 
the bottom is fllled with mercury and placed in the trough, the tiibiiliis 
being open, and a few cubic centimetres of the gas are next introduced. 
If the cock is now opened the mercury falls, and air rapidly enters 
the gas-holder. White fumes are at once formed, and increase in 
quantity with the amount of air until, wdien a certain volume has 
been introduced, a sharp explosion takes place accompanied by liglifc 
and heat, and the mercury is forcibly ejected from the cylinder. 

Action of Oxygen on Thiojpliosplioryl Fluoride . — When a quantity of 
thiophosphorjl fluoride is passed into a confined volume of oxygen 
contained in a eudiometer standing over mercury, the fluoride, being 
about four times heavier than the oxygen, collects on the surface of 
the mercury, and burns quietly with a yellow' flame, and a wdiite 
fume is produced which quickly settles on the sides of the eudiomet:er. 
If the oxygen is passed into the gas, combination is more rapid, and 
a mucli denser deposit settles. When, however, the gas is gradually 
passed into the oxygen, that is, in a slow stream of small bubbles, the 
behaviour of the two gases is considerably altered. The first few 
babbles on reaching the oxygen inflame, giving a blue flash of light. 
As oxidation products collect on the surtace of the mei*cury, more 
bubbles may be added without any signs of combination until when 
a certain amount of gas has accumulated in the oxygen, abright-yelh»w 
flash is seen to traverse the gaseous mixture, and is followed bj a 
smart detonation. On adding more of the fluoride, a second detona- 
tion may be obtained either spontaneously or by increasing the 
pressure of the mixture. As a rule, a third explosion cannot be 
obtained either by agitating the gases or by inci’easiiig the pressure 
on them, even although oxygen may still foe in excess. Dry oxvgeii 
and thiophosphoryl fluoride may in fact exist together in presence of 
a sufficient quantity of oxidation products, apparently without inter- 
action, provided all traces of moisture are carefully excluded from the 
mixtui’e. If lead ' fluoride is heated with phosphorus pentasulphide 
which has been kept in a bottle for some time, with no special pains to 
exclude air from the apparatus, 'gas is evolved which can be mixed 
with excess of dry oxygen' without the slightest change taking place, 
even when the eudiometer is gently heated. The mixture, however, 
at once inflames on exposure to the air. That it is the moisture in the 
air which serves to start the reaction is proved by the fact that on 
passing fragments of blotting-paper moistened with water into the 
mixture of gas and oxygen theip explosive union instantly follows. 

These facts render . 'it , diflBic alt to expex^imeatally determine the 
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exact clieiiiical nature of the action of oxygen upon the ga,s. , We 
have, however, made the attempt. A measured quantity of thio- 
idiosplioryl fluoride was passed into a small graduated tube contain- 
iiig a known Tolnme of dry oxygen gas (from three to five times the 
YOiume of the fluoride) standing over mercury. After combination 
had taken place, and it had been ascertained that all the thiophos- 
phoiyl fliioiide had been oxidised, the apparatus was allowed to cool 
dijwn to the temperature of the air, and the volume of the mixed gases 
was determined. These were then treated either by lead peroxide or 
by a strong solution of potash, which absorbs the products of combus- 
tion ; the residual gas is pure oxygen, and its volume represents the 
amount which has taken no part in the reaction. The original 
volume of the oxygen and of the thiophosphoryl fluoride, together 
w’ith the volume of the products and of the residual oxygen being 
known, it is easy to calculate the amount of oxygen which is required 
to oxidise a definite volume of the gas as well as the volume of the 
products formed and the contraction which has ensued. 

From the mode in which the thiophosphoryl fluoride is passed into 
the oxygen it is diflicult to introduce it in a uniform stream, bnfc 
wdien this is effected the first bubbles of gas take fire and the rest 
explodes as already described; in such cases the amount of oxygen 
used and the amount of products formed are always greater than 
when the gas is passed up in quantity and burned, either entirely or 
in part, without explosion. 

The results obtained are as follows ; for the sake of simplicity the 
ratios only of the volumes ai“e given ; — 


Action of Oxygmi imFSF^, 


No. of 
expt. 

i 

■ 

Gas. 

Products 

formed. 

Oxygen 

tised. 

Contrac- 

tion. 


! Gas has stood over lime : part 
biirns ; part explodes .... 

1 

1-535 

1-29 

0-755 

IX 

Same gas as I ; all burns ^ 
qiiietiv 

1 

1*433 

1*143 : 

0*7105 

lil ....I 

] 

Gas made in compo” tube; 
part bums ; part explodes. 

1 

i 

t 1*372 

1*219 

0*8457 

IV 

Same gas as III ; all explodes 

1 

j 1 *492 

1*259 

0*7675 

Ta .... 

Same gas; all explodes but 
' ,one little bubble 

1 

1 *596 : 

1 *209 

0*6126 

.... 

Products of Va are sparked'; 
bubble is thus combined.* 

1 

1-444 , 

1*209 

0*7649 

.... 

Same gas. Eudiometer is 
heated by bunsen, 1 

1 

1*39 

1-096^ 

0*71" 


'.Bejecting TI, , as in that case the ' tube was ' healed, and m the 
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lifcfcle Bubble of gas evidentlj did not combine spontaneously, and 
only did so in passing tlie electric spark, V 5 , the values are — 


; 

G-as. 

Pro- 

ducts. 

Oxygen. 

Contrac- 

tion. 

ri Pro- 

ducte. 

Oxygen. 

Contrac- 

tion. 

. I... 

1 

1 '53 

1-29 

0'75 

4 f)-14 

5-16 

3 '05 

11., 

X 

1-43 

1-14 

0*71 

4 5 'V 3 

4 '57 

2*84 

Ill 

1 

1-37 

1-22 

O’So 

4 ■; 5*49 

4-88 

3-38 

lY 

1 

1-50 

1-^6 

O' 77 

4 : 5'97 

5-04 

3 07 

Jb, 

1 

1 '44 

1*21 

0'76 

4 I 5-78 

4*84 i 

3*06 

Mean values . . 1 

I 

1 

1*45 

1-22 

0-76 

4 5 *82 

i 

4-90 

3 '07 

Rejecting III — 







Mean values . . 

1 

1 1*475 

] 

j 1*225 

1 

1 0*7-47 1 
1 1 

4 1 5 *905 

1 4 -903 

1 3-00 


These results are not very concordant, and the reason of tlieir dis- 
crepancy will be evident from what follows.. The numbers, however, 
at once serve to show that the reaction between thiophosphoiwl fluoride 
and oxygen is not in accordance with the eq^’uation — 

PSP3 + 03= POP3 + SO3. 

In this eqnation, 5 vols. of mixed gases condense to form 4 vols. of 
products j the contraction being one-fifth of the initial vol’nme. 

The numbers on the whole tend to show that 4 vols. of gas require 
5 vols. of oxygen and give 6 vols. of gaseous prodncts with a con- 
traction of 3 vols., bnt it will be observed that certain of the experi- 
ments differ considerably from these values. What probably takes 
place is, that a portion of the gas is acted upon by oxygen thus : — 

PSPa + Oz ^ PPs + SO3, 

and that at the high temperature the phosphorus trifluoride is con- 
verted partly into phosphoryi fluoride and partly into . phosphorns 
pentaflnoride in the manner ali-eady indicated by Moissan 

5PF3 + 05 = 3FP5 + P3O,, 

m\ + 0 = POFa, 

the ratio of these products being dependent upon the conditions 
under which the reaction takes place. 

As phosphorus pentoxide and sulphur ■ dioxide are unquestionably 
prodncts of the action of oxygen upon the gas, the reaction in all 
probability tends towards the equation — 

SPSFs + 0,5 = BPFe + P2OS + 5 SO., ' , 

'which, implies that A wo^ls. , of the ' require 6 vols* of 'oxygen and 
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jield 6'4 vols. of products. If a portion of thiopliospliorjl fluoride 
was decomposed only into tbe trifluoride and sulplmr dioxidcj wlucli 
is liiglily probable, less oxygen would be needed and a less voIuto-c of 
c^ombnstioii products wmuld be obtained, wMcli is exactly what is 
obserred. It is noteworthy that in all cases in which the decomposi- 
tion toi)k place with violent explosion, that is, at a high temperature, 
the amoiiiit of oxygen used and the volume of combustion products 
frumied was greatest. 

On introducing a flame of thiophosphoryl fluoride burning in air 
into an atmosphere of oxygen, the flame becomes reduced in size and 
much more luminous. Its colour changes from greyish-green to 
bright yellow, and dense, white fumes are given off. The solution of 
the products formed smells strongly of sulphur dioxide, and gives the 
reactions of phosphoric acid. 

In some respects tbe behaviour of thiophosphoryl fluoride with 
oxygen resembles that of phosphorus trifluoride as observ^ed by 
J^loissan. Moissan found that a strong spark was necessary to effect 
the union of the triflaoride with oxygen, and that in presence of an 
excess of oxygen, which acts as an inert gas, the explosion was not 
produced. When the amount of oxygen was double that necessary 
to produce the oxyfiiioride, the two gases only combined by the pro- 
longed acdion of the spark without detonation or incandescence. 
Moissan also found that a mixture of 1 vol. of the trifluoride with 
half a volume of oxygen, which detonated violently on passing a 
snffieiently strong electric spark, did not ignite by contact with an 
ordinary gas flame. The temperature was not suflficiently high to 
effect the^ combination. ■On bringing the oxy hydrogen flame in 
contact wnth the mixture contained in. a wide tube, combustion wiis 
priidiiced and the flame descended, but without explosion, to the 
bottom of the tube. 'These experiments show that the oxy fluoride is 
only produced at a relatively high, temperature, and servo to 
strengthen the improbability that this gas is formed at all events ' in 
any large quantities during the combustion of thiophosphoryl fluoride 
in air or in oxygen. 

'Thiophosphoryl fluoride cannot be burned with safety from a jet iu 
a closed apparatus through which a current of dry air or oxygen is 
passing. The flamo is liable to be extinguished hy a current of air 
or oxygmi sufficiently powerful to carry over the products into the. 
absorption-tubes. As a rule, the gas speedily relights itself, but not. 
before ^sufficient unburnt gas has escaped to form a spontaneously 
explosive mixture. We made two attempts ' to burn the gas in a 
closed, space, and in ea.cli case the apparatus was shattered ' by 
■explosion. ■ 

These expenments on the behaviour of thiophosphoryl fluOride. in 
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contact witli air or oxygen are interesting as illastrating tlae extreme 
instability of tlie gas. Its ignition temperatore is eyidentiy very 
low, and a very slight alteration of tlie conditions niider wliicli it is 
presented to oxygen serves to determine -wlietlier the heat eirolved by 
the spontaneous combination of a part of the gas suffices to ignite 
the remainder. On allowing a slow stream of the pure gas to issue 
into the air from a narrow jet, combination is seen to take place, but 
it is only when the current is increased that the rise of temperature 
is sufficient to ignite it. The cooling action of the air is sufficient to 
prevent any flame. Even when a considerable volume of the gas is 
poured out into the air, an appreciable lapse of time occurs before 
the temperature from the heat of combination is liigli enough to 
ignite the rest of the gas. We have on several occasions partially 
filled the empty space in a mercnry trough with the gas without any 
flame resulting, but on gently blowing npon the mixture the whole 
has immediately ignited. Small quantities of indifferent gases 
greatly influence the temperature of ignition, and in some cases, as 
in the experiments with oxygen, entirely prevent the spontaneous 
oxidation of the gas. If the amounts of the diluent substances are 
considerable, the mixture of oxygen and thiophosphoryl fluoride may 
be subjected to a relatively high temperature without appreciable 
change. On sending an excess of the fluoride into a confined volume 
of air, partial combination at once ensues, but even on passing 
electnc sparks through the mixture for some time, oxygen still exists 
uncombined. If the amount of the indifferent gas is small, a very 
slight cause will determine the explosive union of oxygen and thio- 
phusphoryl fluoride; thus, if the mixture be shaken, or if its tension 
be suddenly increased, combination at once ensues with explosion. 
The mixture may also be detonated by bringing a drop of water into 
it. Gas containing a slight admixtare of the products of combustion 
may issue into the appearance of flame,, 
but- if' test-tube containing warm water -is held in the current it is 
ignited; on withdrawing 'the /warm tube, the flame is at once 
extinguished, but reappears' the, tube is again brought into the 
stream. 

As might be expected from temperature, and, imm>y 

the ease with which the flame is extinguished, its temperature is very 
low. It is probably one of tbe coldest flames known. Our hands 
have frequently been surrounded by it without any too inconvenient 
sensation of heat. 

Action of Water on Thiophosphoryl Fluoride , — If a stream of ihio- 
phosphoryl fluoride' is sent through' water, comparatively little of 'the 
gas is absorbed- Tbe bubbles rise 'to the surface, and take hr©' 
immediate^ on reaching the Mtyfonmng rings^of. 
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order tliafe any appreciable quantity may be dissolved, tbe gas must 
be sliaken witli tlie water for some time. Tbe solution is acid to 
test-paper^, smells of siilpboretted bjdi'ogen, and gives tbe reactions 
for piiosplioric and bydrofluoric acids, Tbe' decomposition is in 
accordance witli tbe ec^aation — 

PSIb + 4H,0 = H.S + H 3 PO, + 3HP. 

If tbe solution is effected in a vessel of flint-glass, tlie liquid; at 
once becomes blaclc, owing to tbe action of tbe bydrofluoric acid and 
siilpliiiretted hydrogen upon tbe lead silicate. 

Action of Alkaline Solutio7is tipofi ThiophospJwryl FMoride. — Tliio- 
pliospboryl fluoride is more readily dissolved 'by a solution of potash 
or soda than by water, but it is only by acting upon a confined, volume 
of tbe gas, and frequently sbabing tbe liquid, that' large quantities 
can be absorbed. ^ ‘ ' 

"Wurtz (rlw'H'-. Ckem, Phijs. [3]^ 20,-472) has shown 'that, 'alkaline 
solntions react on tbiopbospboryl chloride,- PS CI 3 , withdbe' formation 
of a tMopbospbate and a chloride.. Thus with soda — 

' PSCI 3 p OFaHO == iSTaaPSOs +' ShTaCl + SE,0. 

Analogy would appear to indicate that-thiopbosphoryP.fliioride would 
behave in a similar manner. -■ = 

Berthelot, argiiiug from tbe beat ,of solution of • phosphorus tri-: 
fluoride in alkaline solutions, has inferred the existence, of a fino- 
pbospboric acid. And it is, of course, possible that , this’ . compound 
might be formed from tbiopbospboryl •fluoride,. .Tv. . ■ 

111 order to ascei^tain the exact nature -of' tbe^ decotnposition,' a 
quantity of the gas was dissolved in ipui'e^^soda, solution,: contact with 
glass being carefully avoided, and tbe solution was slo'wly evaporated 
in a large platinum dish. As crystals.we.re formed, the mofeberdiquorn 
were decanted, and tbe successive fractions, after being, washed, wi'tb 
a 'little water, were dried and analysed^; The first fractionwas found 
to consist of almost pure sodium fluoride, and tbe succeeding frajctions 
contained, gradually increasing -quantitiest of sodium, tbioiphospbate. 
The decomposition by alkaline solutions is strictly analogous tp tb.at' 
of tbiopbospboryl chloride as described by. Wurtz , 

PSP 3 + 6NaHo ;■ ■; 

AcMon of Aimmonia on TMophosplwryhFl'^QndB. — If aipmonia^ gas is 
passed into a confined volume of thiopbosphoryl fluoride thqtwo; gases 
immediately combine, heat is evolyqd,.,and;;a'white solid, sibstance is 
formed. To determine quantitatively tliq volume' ratios of the .gases 
inking part in tbe reaction, measured .quantities' of drjjammqgj^.jWerq 
pmed into a measured artipnqtjqf tidopbospbpryl^.flT^prid^^^ 
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eontractioB was noted. ■ Ammonia sufficient to condense part of tlse 
gas is added first of all, and after cooIinsT and noting the volume more 
is added until all the gas has entered into combination. 

The following are the numbers obtained in two eonseeiitive trials : 
the volumes are reduced to standard temperature and pressure : — ■ 


Original volume of ammonia gas 

„ „ tbio phosphor jl RuoriJe. 


39*07 c.c. 
7*51 „ 


After 1st admixture — 
Eesidual voi. of EPL] . . 
„ „ PSF;>. * 


After 2nd admixture — 
Residual voL of NH,^ . . 
Excess of XH3 added. . 


18**52 c.c. N*H 3 used* . . . 20*55 c.c. 

2*34 „ PSF3 5*17 „ 


7*51 c.c. Total RHs used 31*02 c.c. 
0*74 „ PSFa „ 7*51 


1st admixture ..... 1 voL of PSFg condenses 3*98 vols. RHy. 

2nd „ 1 ,, „ 4*13 „ 


One molecule of tbiopliosphoryl fluoride appears, therefore, to com- 
bine with 4 mols. of ammonia to form a solid product. In this 
respect its behavionr is analogous to that of thiophosphorjl chloride, 
PSCI3. ' Gladstone and Holmes (C/iem. Soo, 18, 7) found that this 
substance could not absorb more than four equivalents of ammonia, 
and they were of opinion that the reaction was in accordance with the 
equation — 

PSCI3 + 4NH3 = 2HH.C1 + P(NH,).C1S. 

Schifl, on the other hand, represents the reaction on the supposition 
that ihmjfJimjjJiotrumiide^ PS(I:7H2)s, is formed, 

PSCI3 + 6HH3 = 3HH4CI + PS(RH3)3, 

although no analytical dal a are given in support of this view of the 
action (Ann. Chlm. Pliarm., 101, 292). 

If a reaction corresponding to Schifl’s equation took place in the 
case of thiophosphorjl fluoride, 6 -vols. of ammonia ought to be 
condensed. 'The volume ratios actually observed support the idea 
that the action of ammonia gas on thiophosphorjl fluoride may he 
represented by the equation — 

' PSFs + MB, = 2HH4F + PCNHOsSF, 

and if the analogy between Gladstone and Holmes’s compound is 
assumed to hold good, the product, excluding' the ammonium fluoride, 
'Should he acted upon by; water with the formation of thio'phosphodiamic 
acid and hydrofluoric acid, thus ; 

' „ ' PCHHa^'SF + HsG: ■=. HF''t;;P(KH2)aHSO, ■ „ 
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In order to obtain fnrtber evidence on ibis point, "we passed about half 
a litre of tliiopliosplioryl fluoride into a small flask into which a stream 
of dry ammonia gas was also being led. The solid compound settled 
on the bottom and sides of the flask as a white, compact crust, which 
speedily deliquesced on exposure to the air. When freshly prepared 
it lias no smell of ammonia. It dissolves readily in water, giving a 
slightly alkaline solution, in which no trace of phosphoric acid or 
liydrosulphuric acid can be detected in the cold. With metallic salts 
it gives reactions which in some cases correspond with and in others 
differ from those obtained by Gladstone and Holmes with the solution 
of the compound obtained by the action of ammonia on thiophosphoryl 
chloride. Both solutions give precipitates with salts of mercury, 
copper, silver, lead, and tin, and no precipitate with those of barium 
and iron. On the other hand, the thiophosphorjl fluoride compound 
gives no precipitates with salts of zinc, cadmium, nickel, and cohalt, 
in which respect it differs from the thiophosphoryl chloride compound. 
Gladstone and Holmes (loo, cH.) found that the precipitates obtained 
from the thiophosphoryl chloride compound consisted of salts of 
thio})lwsj)hodiani%c acid^ H(HH 2 )‘.>PSO. 

On adding copper sulphate solution to a solution of the thiophos- 
phoryl fluoride compound the liquid remains perfectly clear for a short 
time. A yellowish- white precipitate gradually forms which rapidly 
darkens in colour and is ultimately transformed into copper sulphide. 
Oil flitering, the clear liquid slowly deposits a crystalline salt of a pale 
greenish-blue colour : it is insoluble in water, both hot and cold, but 
readily dissolves in dilute hydrochloric acid solution. The salt is 
only very gradually formed, and many weeks are required to obtain 
an amount sufficient for analysis. On examination it was found to be 
a double salt of copper phosphate and copper silicofluoride, of the 
formula CuaPsOsjCuSiE®. 

0*32211 gram salt gave 0*1756 CuO and 0*1217 Mg 2 P 207 . 


Found. Calculated. 

Copper ............ 4ST5 4H*41 

Phosphorus 10*61 10*53 


The formatwii'' of thm compound is easily accounted for. All the 
sulphur is removed as copper sulphide and the amidated phosphoric 
acid is gradually decomposed, with the deposition of the light green 
double salt, hy the hydrofluosilieic acid gradually formed hy the 
action of the, hydrofluoric acid on the glass vessel. It is' worthy of 
note that in the double salt the phosphorus hearS" the ratio 

flttoriae'tlMftit'doeB in the 'thiophosphoryl fluoride from which it waft. 
deriveAi': ^ 

'dciim of Muoride m heaUd When a' quan-, 
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tity of tRiopliospIioryl fluoride is heated iu a glass tubej the gas^ after 
a given temperature has been reached, deposits a yellow film on the 
glass, the volume begins steadily to decrease, and after a time becomes 
constant. The residual gas, after the action is complete, consists 
entirely of silicon tetrafiuoride. The decomposition follows the 
equation — 

4PSF3 + 3 Si = 3 SiP 4 + P4 + S4, 

four volumes of the thiophosphoryl fluoiide giving three of silicon 
tetrafiuoride, A small measured quantity of thiophosphoryl fluoride 
was heated in a docJie courbe over mercury. After heating for about 
an liour the tube was allowed to cool and the volume of the residual 
gas noted. The results of two experiments carried out in this way 
were as follows : — 

I. 7‘90 c.c. PSP3 gave 5*95 c.c. SiF^. 

IL 11-39 „ „ 8*81 

Calculated from the equation — 


I 5-93 c.c. 

II 8-65 „ 


The sulphur is rapidly deposited from the heated gas which, indeed, 
appears first to decompose in accordance with the equation — 

PSF3 = PF3 + S, 

the phosphorus trifiuoride then decomposing in the manner indicated 
by Moissan (Ann. Gldm. Fhys. [6], 6, 4G4), 

4PF3 + BSiOa = 3 SiF 4 + P4 -f 

A portion of the phosphorus combines with sulphur, whilst another 
part is oxidised and unites with the bases of the glass, forming pyro- 
phosphates or metaphosphates. The deposit on the extreme upper 
part of the tube is yellow, and inflames on being heated in the air; 
it dissolves in water with separation of a little silica, and the solu- 
tion smells of sulphuretted hydrogen, and gives the reactions for 
phosphoric acid. 

Actwn of the Mlectric Sparh and heated Flaiinum on Thiophosphoryl 
Flnoride. — If electric sparks are passed bet’ween platinum terminals in 
an atmosphere of thiophosphoryl fluoride, the gas is at once decom- 
posed. A light yellow substance settles on the platinum wires and on 
the sides of the containing vessel, and the volume of the gas slowly 
diminishes. ' On heating a spiral of ' platinum to a low red heat in a 
confined volume of the gas,. a' cloud at once appears and a yellow film 
quickly settles oH' the cold sides of'4he tube. 'If the gas stands 'over' 
yoL. W- ' " 2 A 
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juerciirT a black sublimate o! mercuric siilpliide is also formed., Tlie 
platmum is rapidly attacked, and in two or tliree minutes falls to 
pieces, being coiiTerted into a black, brittle mass from tke action of 
tlie pbosplioms and siilpbur. Tbe yellow deposit consists of snlpbnr 
aiid pliospborus, tlie former substance occurring in by far tbe larger 
quantity. If moisture bas been carefully excluded, tbe residual gas 
C4)ii tains no trace of silicon ; altbough its volume is slightly less than 
that of the tliiopbospboryl fluoride taken, it contains only pliospborus 
and fluorine. 

Tt would thus appear that by tbe action of beat tbiopbospboryl 
fluoride is quickly decomposed with separation of sulphur and forma- 
tioii of pbospliorus triiiuoride, 

PSE3 = PP3 + S, 

and that tbe phosphorus trifluoricle, as already shown by Moissan 
(Joe. is, by tbe further action of beat, gi^adually converted into 
phosphorus peiitafiiioride with separation of phosphorus — 

oPPa = aPFs + P2. 

Specfrvm of Tkiopliosplioryl Fluoride, — Professor J. NTorman Lockyer 
was good enough to instruct Mr. Fowler to make some ohserva-' 
tioiis on this point for us. A large end-on tube was carefully 
tilled with dry nitrogen and placed in connection wdtli an apparatus^ 
containing a mixture of lead fluoride and freshly made phosphorus 
sulphide. The tube and apparatus tvere then exhausted by the 
Sprengel pump, and the •whole Ailed with the thio|jhosphorjl fluoride 
which ivas then removed by the action of the [)iimp : the, filling w'^as 
repeated once or twice, and the gas finally slowdj pumped out until 
a spark at the lowest possible temperature would pass. As soon as 
the spark begins to pass the spectrum is found to consist of lines 
characteristic of tlie fluorine spectrum as seen in silicon fluoride and 
homii fluoride. After a time, as the pressime is reduced, lines of 
phosphorus appear and entirely displace the fluorine spectrum. On 
farther reducing the pressure, the phosphorus lines give place to a 
spectrum consisting entirely of sulphur iiutiiigs. Thiophosplioryl 
fluoride is therefore dissociated at the lowest temperature of the 
spark. 

Liquefaction of TJdoj^losphoryl Fluoride, — In the Cailletet apparatus, 
the gas is readily reduced to a colouzdess, transparent liquid. By 
means of a specially constructed apparatus, in which we compared the 
reduction of the volume of hydrogen and of the gas by submitting 
both to the same pressure, we find the following relation between the 
temperature and pressure under which the liquefaction of thiophos- 
pho'ryl fluoride takes place.' 
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in, *1 
.-*4 


Teniperaiiires. 

3 8^^ 
10‘0 
13-8 
20*3 


Pressure in 
atmosjjheres. 

7*6 

9*4 

10-3 

13*0 


Adden/hmi . — In tLe cli.senssion whicli followed the readings; of 
paper. Professor Eamsaj suggested that thiopliosplioryl fluoride would 
probably be resolved by shock if treated in the same manner as carbon 
bisnlpliide vapour, i.e., if a small quantity of mercuric fulminate wuts 
exploded in the gas. On making the experiment according to the 
method already described by one of us (Thorpe, Decomposition of 
Carbon Disulphide by Shock,” Trans., 1889, 220), a black deposit of 
mercuric sulphide was instantly produced by the explosion, and in 
quantity sufficient to show that the whole of the sulphur was thrown 
out of combination. It is, however, impossible to say definitely 
whether this result is the direct effect of the explosion or whether it 
is due to the action of the heated mercury vapour on the gas ; in other 
W'ords, we have no means of knowing whether the action is purely 
chemical or is merely mechanical. 


XXXY . — Note on the Meat of NeutraUsat ion of SuljiJiuric Acid. 

By Spexceb F-Meeetille Pickepjno, M,A. 

It iS' well known that the heat of neutralisation of acids and 
alkalis is, in the majority of .cases, u constant quantity, though there 
are several exceptions to the rule. Those cases where the values are 
abnormally low present no great difficulties, for they are confined 
chiefly to weak acids wffiere the salts are partially dissociated, and 
neutralisation is, therefore, not complete ,* of the existence of abnor- 
mally high values (sulphuric, hydrofluoric, hjpophosphorous, and 
selenic acids) I have suggested a possible, though conjectural expla- 
nation, based on peculiarities in the amount of the residual affinity 
possessed by the acids (Trans,, 1887, 598). The object of the present 
note is to give a simpler and more satisfactory explanation of such 
exceptions. The heat of neutralisation of these acids is not abnormally 
high. 

The values given by Thomson for the three' commoner acids are : — 

2 HGI 2 OOH 5 O, 2 XaOH 200 H. 3 O = 27,480 caL 
2HX()al99H.O, 2Xa0H199H,0 = 27,360' „ 
2XaOHI99H.O 31,380 „ 
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the first two being instances of the normal value, the last being 
4000 cal. too large. 

Any constancy observed in the beat of neutralisation is clopendent, 
as I have sliown, on the saturation of tbe residual affinity of tbe 
molecules concerned by tbe water present, and, bence, this watei- 
must be present in large excess, and should, theoretically, be infinite 
in quantity. Tliougb, with hydrochloric acid, tbe 200 H^O present is 
sufficient to practically complete tbe thermal effects of dilution, tins 
is by no means the case with sulphuric acid. We can calculate what 
the heat of neutralisation would be in infinity of water by the aid of 
Thomsen’s results on the dilution of the solutions concerned. 
Thomsen gives the values of the heat evolved (per gram-molecular 
proportion of tbe substance present) on diluting solutions of various 
strengths down to the strength of the weakest solution •winch he 
obtained in any given series (Therinochem, UntersticKy III) ; by plot- 
ting these values against the pex'centage composition we got a curve 
which may easily be produced to 0 per cent., that is, to infinite dilu- 
tion. If this point be x cal. below the zero point wbich he took, all 
his values must he increased by x caL, and they will then express the 
molecular heat of dissolution of the solution taken in infinity of 
water. The values which are marked by an asterisk in the accom- 
panying table give tbe values of x in the various cases, the others 
are the values required in the following calculations. 


Solution. 

*H.,sq4 1799 H 2 O . 

Percentage 

composition. 

... 0-339 

Molec. licat of dissolution 
in infinity of water. 

4-173 cal. (Thomsen). 

>5 

... ,, 

42128 

„ (Pickering), 

H^SO^ 199HjO. . . 

... 2*663 

+ 965 

„ = A (Thomsen), 

,, . . . 

... ,, 

+ 3245 

„ = A/ (Pickering). 

*2HC1 6 OOH 3 O . . . 

... 0*670 

+ 164 

„ (Thomson), 

2HC1 200HaO ... 

... 2-000 

+ 242 

„ E (Tliomseii), 

*2H]SrOs 640H,() . 

. . . 1*090 

+148 


2 H]Sr 03 199HsO . 

... S*400 

+ 288 


*21iraOH 4 OOH 2 O . 

... 1*100 

-142 

317 

2NaOH I 99 H 3 O . 

... 2*190 

-264 


2NaOH 2 OOH 3 O . 

... 2*170 

-262 


«NajS04 8 OOH. 4 O , 

... 0*980 

-102 


ira,S04 400 H. 4 O . 

... 1*900 

-202 

=D ^ „ ' 

*2FaCl 4 OOH 2 O. . . 

... 1*600 

-86 


2^01 402 H 2 O.. . 

... 1*590 

-84 

„ = G „ 

*2NaN03 400H.O . 

... 2*300 

-368 


2Na2!ir03 402H.O . 

... 2*.300 

-368 

” ,==h' ” 


Now, if we imagine two cycleS' of operations, in one of which wo 
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wiix the strong (with 200 H 2 O) acid and alkali solutions, and then 
dilute the resulting solution to infinity, and in the other of which we 
dilute the acid and alkali to infinity first, and then mix them together, 
the sum of the thermal results in the two cycles will he the same, for 
the initial and final states are identical ; thus *. — 

+ 0- = E 4- 0 + 

N being the heat of neutralisation with strong solutions, that 
with infinitely weak ones. Substituting the values given in the 
table for the other letters, we get for 2HC1 to be 27,416 cal., 
practically the same as with strong solutions. For sulphuric acid, 
Thomsen’s values for the equation ]Sr'fD==A4“B4- Nao 8'^^^ 
= 30,477 cal., thus reducing the excess by 900 cah, hut leaving 
it still too great to be called normal. 

I have, however, made a much more extensive series of determina- 
tions of the heat of dilution of sulphui-ic acid than that made hy 
Thomsen ; the results will be brought before the Society befoi’e long, 
and I need only give here the particular value required for our 
present purposes, in the foregoing table. Using this value instead 
of A we get 28,197 cal. for the heat of neutralisation of sulphuric 
acid, a quantity within 800 cal. of that of hydrochloric acid. 

The difference of 2300 cal. between Thomsen’s and my own value 
for the dilution of HoSO^lOOHaO may appear very large, but it is not 
due to simple experimental error. There certainly appears to be 
some error in Thomsen’s determination with the weakest solution 
which he used, his value being 193 cal. lower than mine (a quantity 
representing, however, only xJ-oth of a degree in the experiment 
itself), but this would not account for the discrepancy ; the- fact is 
that there is a sudden change in the direction of the curve at about 
0*3 per cent., and as Thomsen’s last determination was made with 
0'67 per cent, solution, his results cannot take this change into account ; 
had I deduced the correction from my own experiments, taking only 
the same points as Thomsen took, I should have got 29,825 cal. for 
Nflo, a value still 2200 cal. above that of hydrocbloric acid. 

'Prom the equation N + + we 'get 26,268 cal. 

for the heat of neutralisation of nitxdc acid in infinity of wmter. 
Compared with this, my value for sulphuric acid is 1200 cal. too high, 
but the results are more doubtful in tbis case, as the correction for 
the dilution of sodium nitrate is a large one, and the weakest solution 
used hy Thomsen contained as much as 4'5 per cent, of the salt. 

A difference of even this magnitude must he considered as within 
the limits of experimental error. The values for in the three 
cases depend not only on Thomsen’s determinations ' of E" (which no 
doubt are accurate), and on my, curve for sulphuric acid, but also on 
extrapolation from six of Thomsen^a ■curves where the points,, available 
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are far too few to give more than approximate valnos. Tliere can lie 
little doubt but tliat the heat of neutralisation of sxilpliiii'lc acid, and 
probably also that of seleiiic, Lypophosphoroiis and liydrofluoric 
acids,'* is noriiial) under perfect conditions, and it must be remem- 
bered that these perfect conditions include, not only infinite dilution, 
but also some appropriate temperature, probably the absolute zero, for 
the heat of neutx'alisation is affected to different extents in different 
cases by altering the temperature, and absolute identity of results fi,t 
1S° would imply non-identity at other temperatures. Under these 
perfect and unattainable conditions, the value would be constant only 
because we should be measuring the same quantity in every case, 
namely, the diffeiwce betw^een (a) the heat of combination of H with 
(OH) and the iinioii of the water molecules with each other, and (6) 
the heat of combination of M with (OH) and the union of the hydr- 
oxide formed with excess of water, which latter quantity is the same 
whatever metal M may be, for it represents in each case the perfect 
satisfaction of the affi-uity of the same radicle — hydroxyl (see Trans., 
1888, 878). 


XXXVI . — The Boiling Points of Sodium and Potassium* 

By E. P. Peumax, B.Sc., Clothworkers Exhibitioner at University 

College, London. 

As no attempts seem to have been made hitherto to determine with 
any degree of acxmracy the boiling points of sodium and potassium, I 
undertook, at Prof. E-amsay’s suggestion, to ascertain these constants. 

Method employed , — About 10 grams of sodium were heated in a 
comhiist ion-tube, sealed at one end, and placed vertically over a 
Bunsen flame ; the metal melted hut gave off very little vapour. On 
raising the temperature hy using a blowpipe, the sodium began to 
boil, but soon attacked and perforated the tube. A second trial with 
a thicker tube gave the same result. An iron tube was then Btihsti. 
tuied for the glass one with somewhat better success; the sodium 
was made to boil, and a small bulb of combustion-glass, with a long, 
capillary stem, was hung in the vapour, and the end sealed by moans 
of a hand-blowpipe, when the sodium vapour was supposed to have 
reached the neck of the bulb. The results were unsatisfactory, and 
it was found much better to use a hollow iron ball surrounded by a 
screen of fireclay,' and to beat it 'with one of PletcliePs' blow^'plpes 
such as aix sold with his injector furnaces. The sodium soon boilecl^ 
, There are'uo data for calculating the co'rreetious in these cases. ' ' ' 
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and tlie vapour issntd from the hole in the top of the iron ball, and 
burned. The size of the flame indicated the rate at which the metal 
was boiling. Several bulbs were lowered into the vapour, some of 
combustion-glass and some of ordinary glass ; the latter were found 
to answer quite as well as the former. Each bulb was held so that 
the sodium flame played round its neck for about half a minute; it 
was then lowered till completely surrounded by the vapour, held thus 
for a few seconds, the end sealed, and withdrawn. In the case of 
potassium, the injector blowpipe was unnecessary, an ordinary blow^- 
pipe easily producing the required temperature. The method of pro- 
cedure was the same. 

The bulbs were afterwards boiled in water to remove potash or 
soda, carefully dried, and weighed. Some were deeply etched and 
leaked ; hnt a siifflcient number survived to give reliable results. 
The capillary steins were broken under boiled water, the pieces 
broken ofl: being weighed separately, and the weight of each being 
added to that of its bulb ; the bulbs were immersed in the water and 
tlie temperature taken ; they were then again dried and weighed. The 
volume of expelled air is given by that of the water entering the 
bulb. They were lastly boiled under water till full, cooled to about 
20^ (slightly above the temperature af the laboratory in order to 
avoid loss by expansion during the weighing), dried, and weighed. 
This gave the capacity of each bulb. 

Method of Galmlaiion. 

Let Wi be the weight of water in the bulb after breaking the stem, 
W 2 weight of water required to fill the bulb, 
f the required temperature, 

tf temperature of water on removing bulb after breaking the 
stem, 

sc coeflicieiit of comparison of air = 0*0036017, 

0 „ „ of glass = 0*00003, 

di density of water at temperature 

d2 „ . „ 

pi atmospheric pressure on sealing the bulb, 

Pa atmospheric pressure on breaking tbo stem, minus the 
vapour-pressure of water at tf. 

Then the volume of air in the bulb at temp. and pressure is 

!Ei _ and this at the temp, f and pressure ©a expands to 
' 4 di ' 

^ but’ it then fills the bulb, which has the 

di / 1 + ail 

1 , , volume , l - J l .— . at the, temp, " 

' 4 ' 1 + - ' '' ' 
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^ w \ 1 4“ __ V.>2 /I 4* \ 

’ pi\d2 di/ I -j- ati do \1 -f ct2 ) 

E’ow di and do were always practically identical, for ti and 4 never 
differed by more tlian 2*^. The expression then becomes — 


W2 — 'IVi 
y)i 1 d" ati 


(1 + at) = 


Wz 

1 -f" ^^2 


(1 + St). 


■Put?2^ 


iih 


_pi 1 + ati 


A and — — 
1 4- Stz 


B, and we find t = 


B- A 

Aa — 


From this expression all the results were calculated. 
The actual data obtained are — 


a. Weight of bulb 4- air. 
h. „ „ + air + water. 

c. „ j) 4- water. 

d. ,, capillary stem broken off. 

Also # 1 , 3^2, and 

The bulb contains the same weight of air in a and h ; therefore, to 
find Wi, subtract a from h and add d. To find subtract a from c, 
add d, and also add the weight of the enclosed air, roughly estimated 
from the volume of the bulb. 

The numerical data and the calculated results ai’e hex’e tabulated 



Sodium. 

Potassium. 


1. 

2. 

3. 

1. 

2. 

3. 

a 

1 *9015 grams 

1 *1345 

0 *8003 

X *2740 

1 *6441 

1 -6411 

b .... 

2-4715 „ 

1 -6890 

1*2243 

2 *0044 

2 ‘2398 

2 -4516 


2*7238 „ 

1 *9308 

1 *4085 

2 *3705 

2 *3528 

2 *8493 

d . . . . 

0*0170 » 

0 *0037 

0-0038 

0*0263 

0*0385 

0-0126 

* * ' * 

21° 

20° 

20° 

22 *5° 

21 *5° 

21 -5% 


20° 

20° 

20° 

20° 

20° 

20° 

pi.... 

769*6 mm. 

769-6 

769-6 

759-8 

759-8 

759-8 

Ps.... 

736*1 

0*5870 gram 

756-1 

756 -1 

739-6 

740-8 

740 -8 

Wi.. 

0 -5582 

0-4280 

0-7567 

0 -6342 

0 -8230 

Wg, . , . 

0*8396 „ 

0-8003 

0-6122 

1 -1236 

0-9480 

1 -2217 

t .... 

746° 

737° 

742-5° 

674° 

656° 

670° 


Mean result for sodium 742°. 

„ for potassium 


PosnUe Btwts. — Superheating of the vapour may cause an error 
perhaps of 10®, or more if the metal is nearly volatilised. 

The weighings were accurate to 0*2 milligram,' the temperatures 
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were read to 0*1° and the pressures to 0*1 mm., so that the erroi^s 
have no appreciable effect on the value of t. 

The non-exposure of the capillary stem to the vapour causes a small 
error, which is in the opposite sense to the error caused by super- 
heating. 

There is a possible error in the number taken for the coefficient of 
expansion of the glass used, but an error of 20 per cent. (0*000030 
instead of 0*000025) would only cause an error of 2° or 3° in the 
boiling point found. The coefficient was carefully determined for 
the glass of which the bulbs were made, A bulb of about 4 c.c. 
capacity was weighed, then filled with boiled mercury and boiled out 
several times, cooled, placed in water at a slightly higher temperature, 
th weighed, hung over boiling water, and weighed again. The coeffi- 
cient of expansion, was calculated from the equation 

1 -{- %0\ 1 Hh citi 

1 “f* ^2^2 1 -j- 

where Wi = weight of mercury filling bulb at 

W'l ~ 55 5 , ,, ^3 . 

a ?= coefficient of absolute expansion of 
mercury between 0° and tz. 

The bulb was also hung over boiling mercury and weighed again. 

The data and results are : — 



Temperature. 

"Weight. 


Bulb 

+ air, 

. . 

3 *1795 gram 

_ 


+ mercury i 

19*7'^ 

53 ' 2503 ,j 

— 


+ )> 

99*4 

52 -6440 „ 

0*000027 


+ )) 

358*2 

50 *6754 „ 

— 


+ jj . * . • 

)> 

50 *7120 „ 

— 


+ j) • • •• 

» 

50 *6820 „ 

! 0*000028 


The boiling points were found to be not far from 700°, and ^ was 
therefore taken as 0'00003, assuming its value to increase regularly 
wdth rise of temperature. The difference in the weights at 358^ was 
due to traces of air which remained in the bulb ; the highest number 
was taken as correct. 

Eemarhs . — The results given by sodium agree much better than 
those obtained =f or potassium. The reason probably is that a . much 
smaller quantity of potassium was used than of sodium,* further, it 
' boiled away, and more lumps had to he thrown into the ball, so that 
in this case the method is very much the same as if one threw a lump 
of ice into a hot vessel and immediately tried to find the boiling point 
of'water, : • ' * . ' , 

' VOL.,UT. ' . ' 2. B, _ 
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XXXVII . — aui-Diacetyl^entane and (scco-BiheMzoylpentane. 

Bj Stanldt Kippma, Ph.D., D.Sc., and W. H. Peekin, Jun., Ph.B. 

Uhdee tlie influence of dehydrating agents, acetone readily undergoes 
condensation with formation of mesityl oxide, phorone, and other 
substances. The reaction in the case of mesityl oxide is represented 
by the equation — , 

CHa-CO-CHa _ CHs-CO'O 
CHa-CO-OHs CHs-C-CHg 

Furthermore, when acetone is treated with certain reducing agents 
it yields pinaeone, thus : — 

c|>0O + CO<®g + H. = CH.>0(0E).C(0H)<g|. 

In each of these reactions, 2 mols. of acetone take part, the result- 
ing compounds being formed by the direct union of two carbon-atoms, 
one from each molecule. 

In studying these curious reactions, it seemed poss ible that, starting 
with diketones of the formula R*CO*CH2’[CH2]«‘CH2*C6*Il, and sub- 
jecting them to similar treatment, the condensation might he confined 
to one molecule. 

Thus, under the influence of dehydrating agents, the change would 
be — 

R‘CO*OH2-[CH2],pOH2*CO‘E - H 2 O = 

CHft*[CHS%0O*E, 

whereas a reduction analogous to the formation of pinaeone from 
acetone would take the following course : — 

E-CO‘CH2iCH2],.*OH2-CO-R .-f = E*C(OH) CCOH)-E' 

CH2<OH2>p6h2 

With, the object of testing this hypothesis, we have prepared 
a£«j-diacetylpentane, CH3'CO’[0H2]5’0O*CH3, aw-dibenzoylpentane, 
C6Hg*CO*[CH2]&"CO*C6H5, and aoj-diacetyibutane, 

CH 3 *C 0 ‘[CH 2 ] 4 -C 0 *CH 3 , 

and have nearly completed our experiments on the behaviour of these* 
compounds towards dehydrating and reducing agents. In the present 
paper, we describe the , preparation and properties of ' ^^w-diacetyl- 
pentane and the corresponding dibenzoyl-compo and, and give also a 
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sliort account of several less important substances ■wbicb have been 
obtained in tbe course of tbis investigation. 

Preparation of Ethyl MethyldeliydroJiexoneoarboxylate and Acetobutyl 

Bromide, 

In previous researcbes in -wbicb etbyl metbyldebydi’obexonecar- 
boxylate bas been employed, tbis substance was always prepared by 
treating 2 mols. of etbyl acetoacetate with 2 mols. of sodium etbylate 
and 1 mol. of trimetbylene bromide, tbus : — 

20H3*CO‘CH]Sra-COOC2H5 b = 

_j_ cHs-GO-OH^-COOC^Hs -f 2NaBi-. 

CHj-CHs 

Tbe objection to tbis method is, that one-balf of tbe etbyl aceto- 
acetate is regenerated, and tbis on subsequent fractionating can be 
separated only very partially from tbe etbyl metbyldebydrobexone- 
carboxylate, and is tbus pi*actioally wasted. 

As it was necessary for us to employ large quantities of tbis sub- 
stance, we have made a number of experiments with a view to 
improve tbe method of preparation. As tbe result of these we find 
tbe following process to give tbe best results : — 

130 grams of etbyl acetoacetate are added in small quantities at a 
time to a cold solution of 23 grams of sodium in 250 gi*ams of absolute 
alcohol, care being taken that the temperature of tbe mixture does 
not luse above 40°; 202 — 205 grams of trimetbylene bromide are now 
added, and tbe whole heated to boiling in a water-bath, in a flask con- 
nected with a reflux apparatus. As soon as tbe solution begins to 
boil, tbe separation of sodium bromide commences and a vigorous 
reaction sets in, the beat evolved being sufficient to keep tbe whole 
boiling for a considerable time. 

After beaming for about hours, the product is well cooled and 
gradually mixed with a further quantity of 23 grams of sodium in 
250 grams of absolute alcohol : tbe same precautions as to temperature 
being observed as in tbe first instance. Tbe contents of tbe flask are 
again heated in the water-bath, when a further separation of sodium 
bromide occurs. After boiling for about an hour tbe alcohol is dis- 
tilled off, the residue mixed with water, the product extracted twice 
with a large quantity of ether, and tbe ethereal solution washed, dried 
over calcium chloride, and evaporated. Tbe oily product, which 
should weigh from 155 to 160 grams, is distilled at the ordinary 
pressure, and the following fractions collected : — 


'2 'A 2 



KIPPING AND PEEKIN: aw-BIACETYLPENTANE 


332 


80—200° = about 15 grams. 

200 — 240 = 128— 133 grams. 

Residue = about 10 grams. 

The thermometer rises rapidly to 200°, only small quantities of 
aleoiiol, ether, and a little unchanged tri methylene bromide passing 
over below this temperature, a proof that practically the whole of the 
ethyl acetoacetate had been converted into ethyl methjldehydrohexoiie- 
carboxylate. 

The fraction 200 — 240° is an almost colourless oil, which consists, 
in spite of the wide range of temperature, of nearly pure ethyl 
111 ethyldehydrohexonecarboxy late, the yield of which is generally 83 
to per cent, of the theoretical, and in some cases, with very careful 
working, as much as 90 per cent, has been obtained. Its formation by 
this new method is represented by the equations — 

(1.) CH3^00-CH]sra-0000,H5 + C^HeBr, = 

CHs-CO'CH’OOOCsH 

(2.) CHa’C(OR‘a):C*COOC2H5 CHg-CKirriiC-COOC^Hs 

BrCH.-CH-CH, = 0< >CH.+ mBr. 

OJLl2*~Oij.3 

The high boiling residue left in the retort is probably the product 
of the action of 2 mols. of ethyl acetoacetate on 1 mol. of trimethylene 
bromide. It is at present under investigation. 

Acetohdyl Bromide, CHa-CO-CB/CHa-Ca/CB.Br. 

In preparing acetobutyl bromide, the fractionated ethylic methyl- 
dehydrohexonecarhoxylate is dissolved in about three timcwS its volume 
of a saturated solution of hydrogen bromide (sp. gr. about 1*7), and 
the mixture allowed to stand for 24 hours. The whole is then poured 
into a large volume of cold water and the precipitated oil separated. 
The solution still contains a considerable quantity of the bromide, 
which can be completely extracted witli ether if the solution is first 
neutralised with soda. The separated oil and the ethereal solution 
are mixed together, washed with dilute sodium carbonate solution, 
dried over calcium chloride, and the ether distilled off. 

The acetobutyl bromide is thus obtained as a brownish oil, the 
yield of the crude product being about 86 per cent, of the theoretical. 
The crude bromide is now fractioned under diminished pressure, when 
the greater portion distils at a constant temperature (under 150 mm. 
at 155— 160°;' under 90 mm. at 135 — 137°), leaving as a residue a 
dark-brown oil, amounting to about 16 to 20 per cent, of the whole. 



AND aa)-DIBENZOYLPENTANE* 


3:^3 


Mthyl aw-Biacetylca'proate. 

When acetobutyl bromide is warmed witb an • alcoholic solution of 
ethyl sodacetoacetate, sodium bromide separates, and ethyl 
acetyicaproate is formed, thus: — 

CHa-OO-CHNa-COOC^Hs 4- CHs'CO-CHo-OHs-CH.-CHsBr 
^ CHa-OO-CH-COOC.Hs 
- 6 h2-CH./0H.2-CH2-00-CH, 

In preparing this substance, 80 grams of ethylic acetoacetate were 
dissolved in a solution of 14 grams of sodium in 150 grains of abso- 
lute alcohol, 110 grams of acetobutyl bromide added, and the whole 
heated on a water-bath in a flask connected with a reflux condenser. 
As soon as the mixture came to the boiling point, sodium bromide 
began to separate, and in a very short time the reaction was at an 
end. The alcohol was distilled off, the residue mixed with water, the 
product extracted twice with ether, the ethereal solution washed with 
water, dried over calcium chloride, and the ether evaporated. 

The thick, oily residue, which weighed 144 grams, was readily 
purified by fractionation under reduced pressure. 

The pui^e substance boiling at 238 — 242*^ (200 mm. pressure) gave 
the following result on analysis : — 

0T435 gram substance gave 0*3333 gram CO 2 and 0*1174 gram H^O. 

Calculated for 

Oi2n2o04. Found, 


C 63*16 per cent. 63*34 per cent. 

H 8*77 „ 9*09 „ 

0 28*07 „ 27*57 


Ethyl <xi«^-diacetylcaproate is a thick, colourless oil, having a faint 
odour. It is almost insoluble in water, but readily miscible with 
Cither and alcohol. 

Hydrolysis of Ethyl ccoj-BiacBiylcafroaie, 

The action of caustic potash on ethyl diace tylcaproate may take 
place in one of the following three ways, according to the conditions 
of the experiment : — 

1st. When the etheral salt is mixed with an excess of a solution of 
strong potash in methyl alcohol and allowed to stand in the cold, 
aw-diacetylcaproic acid is foi^med, thus 

CH,*C0-CH-C0GC2H5 ' CHa-CO-CH-COOK ,, 

0H,-C0*[CHJ«*CH2 = CH2-CO*[eH>CH, 

. ' ,+ KOH ' , ; , 4- C2H,*0H, 
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•2ndly. When the ethereal salt is hydrolysed by boiling with dilate 
alcoholic potash, aai-diaoetylpentane is formed, thus : 

CHs-CO-CH-OOOCjHs CHyCO-OHa 

CHa-GOiCHsls-CHa + 2KOH = CHs-COiCHsls-CHi, 

a<i>“r>iacetylpentane. 

+ K,CO» + OsHs-OH. 


3rdly. When the hydrolysis takes place in the presence of a large 
excess of boiling alcoholic^ potash, besides aoi-diacetylpentane, 
w-acetylcaproic acid is formed, thus : — 


CHs-OO-CH-COOCA 

CH,tCO-[CH3]3-CH, 


+ 2KOH = GHs-OOOK + C2H5OH 
+ GH3-C0-[CH2]5-G00K. 

Potassium w-acetylcaproate. 


. , GHs-GO-CH-COOH 

aus-Diacefylcaproic Acid, ^ r/~irr i Ao- 

V j!l 3 * O U * L O Jtla J 3 '* O jti2 

This acid is prepared bj dissolving the crude efcliereal salt in an 
excess of a cold saturated solution of pure potash in methyl alcohol, 
and allowing the mixture to stand for 24 hours. The resulting 
slightly brownish solution is placed over sulphuric acid in a vacuum 
until nearly all the alcohol has evaporated, the residue dissolved iti 
water and repeatedly extracted with ether to remove traces of 
diacetjlpentane which are invariably formed during the reaction. 
The alkaline solution is carefully acidified with dilute sulphuric acid, 
the clear liquid extracted several times with pure ether, the ethereal 
extract dried over calcium chloride and evaporated at a low teni*' 
perature on a water-bath. The resulting slightly yellowish oil, after 
tlie removal of the last traces of ether, ponsists of nearly pure 
O£w-diacetylcaproic acid, as the following analysis shows 

0’1769 gram substance gave 0'3886 gram CO^and 0T326 gram 


B/). 

Calcxilated for 

CioHigO^. Foimd. 

0 60*00 per cent. 59*91 per cent. 

H 8-00 „ 8*33 

0 32*00 „ 31*76 


Diaeetylcaproic acid is miscible with water' in all proportions, the 
fiolutio'n reacting strongly acid ; the addition of a ' drop of ferric 
chloride to this solution produces a slight brownish- violet coloration/ 
.If a s'mali quantity of the acid is gently heated in a,teat4nbe, car- 
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"bonic anbydride is evolved, and the resulting oil, on distillation, 
solidifies on the cooler portions of the tube to colourless plates con- 
sisting of pure <xw-diacetylpentane : — 

CHa-CO-CH-OOOH _ CH3*C0“0H2 

OHrCO-[CH«.>CH2 “ CH3-CO-[CH,]3-6 h3 

auj-Diaeetjlcaproic acid. a<w-Diacetylpentane. 

The salts of diacetylcaproic acid are mostly readily soluble in water 
and difficult to prepare in a pure condition. The silver salt is a 
colourless, seemingly amorphous compound, readily soluble in cold 
water. In an aqueons solution of the ammonium salt, ferric chloride 
produces a light brown precipitate, which is quickly decomposed on 
heating; lead acetate gives no precipitate in dilute solutions, but 
copper sulphate produces a light green precipitate readily soluble in 
warm water. Mercuric nitrate gives a white precipitate which 
quickly dissolves when the solution is warmed. 

aw^maceiyl^entane, CHa-CO-CHs^CHa-CHs-OHa'CO-CH^, 

, In the first attempts at preparing this diketone, ethyl aoj-diacetyl- 
caproate (1 mol.) was mixed in the cold with a dilute solution 
of potash (2 mols.) in methyl alcohol, and after standing for 
two days a further quantity of potash (4 mols.) was added, and the 
mixture boiled for six hours. After distilling offi the alcohol, the 
1 ‘esidue was dissolved in water, the product extracted with ether, the 
ethereal solution dried over calcium chloride and evaporated, A slightly 
yellowish oil was obtained containing, besides diacetylpentane, a second 
substance which is with difficulty separated hy fractional distillation. 
It could be removed, however, by shaking with sodium hydrogen 
sulphite solution, collecting the solid double compound with diacetyl- 
peiitane which is formed, washing this with ether, and decomposing 
with sodinm carbonate. In this way a beautiful crystalline substance 
was obtained which gave the following numbers on analysis : — 

0T528 gram substance gave 0^3890 gram 00^ and 0T435 gram 
H.O.. ; 

Calculated for 

CgHjeGo. Tound. 


C 69’23 per cent. 69*4 per cent. 

H .. 10*26 „ 10*4 „ 

0.... 20*51 „ 20*2 


As this process was very inconvenient for the preparation of large 
quantities of this substance, experiments were made with the object 
of improving the yield, and as a result the following method was 
found to give the largest quantity of pure diketone. 
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Ratlaer more tlian tlie calculated quantity of potash required for 
hydrolysis (2 mols.) is dissolved in a little methyl alcohol^ with the 
addition of a few drops of water ; about one third of this solution is 
mixed with the ethyl diaoetylcaproate and the mixture heated io 
boiling* on the water- bath, in a flask connected with a reflux ap- 
paratus, for about five minutes, during which operation a quantity of 
potassic carbonate separates. Another third of the alcoholic potash 
is now added and the heating continued. In about 10 minutes the 
remainder of the potash is poured in, the alcohol at once distilled off 
and the residue mixed with water. 

The product is extracted two or three times with ether, the extract 
dried over calcium chloride, and the ether evaporated. In this way an 
almost colourless residue is obtained which may readily be purified 
by fractionation under reduced pressure. 

Tbe approximate yield of tbe crude substance is 50 — 52 grains 
from 100 grams ethyl diaoetylcaproate. This oil on fx*actioning behaves, 
somewhat curiously. Thus, under a pressure of 300 mm. the ther- 
mometer rises rapidly to 170*^, between which temperature and 190° 
about 5 per cent, distils, as a colourless oil which on cooling shows 
no signs of solidifying. The distillate between 190° and 219® solidi- 
fies entirely, and forms about 90 percent, of the whole, and on several 
occasions it was noticed that although the substance gave good 
numbers on analysis it still possessed no constant boiling point. In 
order if possible to settle this point, the pure solid substance was 
refractioned under 240 mm. pressure without, however, any vary 
definite boiling point being noticed. In fractioning large quantities, 
the nearest approach to a constant boiling point has been 212 — 215® 
(300 mm.), and 175-»178° (130 mm.). 

An, analysis of the substance fractioned in this way gave the follow- 
ing numbers : — 

01725 gram substance gave 0*4367 gram COa and 01617 gram 

HftO. 

Calculated for 

OgHigOg. Fouad. 


0 69-23 per cent. 69-04 per cent. 

H 10-26 „ 10-41 

0 20-31 „ 20-55 


aa-Biacetylpentane, purified by -washing with ether on a porous 
plate, melts at about 48—49°. It is readily soluble in cold ether, 
alcohol, acetone, chloroform, and warm light petroleum. Small 
particles thrown on to water move abont rapidly with a rotatory 
motion, and gradually dissolve; but separate again on the addition 
of potassic carbonate. When shaken for some time with a saturated 
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solntion of hydrogen sodium sulphite, diacetylpentaiie gradually com- 
bines with it to form a solid, semiorystalline substance which was not 
analysed. This double compound is soluble in cold water, but when 
heated with water or treated with acids, the diketone separates as an 
oil which readily solidifies on cooling. 

Diacetylpentane dissolves in a concentrated aqueous solution of 
hydrogen bromide, and on boilipg and adding water a heavy oil is 
precipitated which smells strongly of peppermint ; this is at present 
under investigation. The diketone dissolves very readily and ap- 
parently without decomposition in concentrated nitric acid, but on 
heating nitrous fumes are evolved, and considerable quantities of an 
acid, apparently oxalic acid, is formed. The solution of diacetyl- 
pentane in chloroform absorbs bromine very rapidly, with evolution of 
streams of hydrogen bromide. After adding the bromine till a per- 
manent coloration was produced, the solution was allowed to evapo- 
rate spontaneously ; an oily bromide remained w’hich did not 
solidify even after long standing and was therefore not analysed. 
aw-Diacetyl pentane dissolves in concentrated sulphuric acid witli 
evolution of heat and formation of a colourless oil which has the 
composition C 9 H 14 O. This substance, which is also formed when the 
diketone is boiled with alcoholic potash, is of considerable interest, 
and will be fully described in a subsequent paper. The behaviour of 
diacetylpentane towards reducing agents is also being carefully in- 
vestigated, and we hope soon to be able to communicate the i*esults of 
these investigations to the Society. 

aw-Biacetylpentanedioxime^ OHa^C (KOH) • [CHaJs'C (2l7 OH) ‘OHs. 

Before proceeding any further with the investigation of the di- 
acetylpentane it was thought necessary to prove its constitution by 
the preparation of a dioxime. This substance is readily obtained by 
treating the diketone in dilute alcoholic solution with a slight excess 
of hydroxylamine hydrochloride and potassic carbonate. After 
standing for two days at the ordinary temperature, water was added, 
the clear solution extracted with ether,, the extract washed with 
water, dried over calcium chloride, and the ether evaporated. Tbe 
resulting colourless viscid oil was placed over sulphuric acid under 
diminished pressure, to crystallise. The crystalline cake thus ob- 
tained was spread on a porous plate to remove ti’aces of oily mother- 
liquor, and further purified bj recrystallisation from a mixture of 
benzene and light petroleum. 

The analysis gave the following results 

I. 0T770 gram substance gave 0*1582 gram HaO and 0*3764 gimm 
CO,. 
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II. 0'1745 gx-am substance gave 23*3 e.c. N at 16 and /52 mm- 

Poiaid, 

Calculated for 

CgHism. I 1^- 


C 58*06 p. c, 57*99 — p. c. 

H 9*68 „ 9*92 — ,, 

N 15*05 j, 15*34 „ 

0 17*21 „ -- 


Diacetylpentanedioxime separates from a mixture of boiling ben7^one 
and light petroleum, on cooling*, in the form of a crystalline powder. 
From water, in which it is moderately soluble, it separates in colour- 
less moss-like crystals, melting at 84—85°. It is readily soluble in 
cold acetone, glacial acetic acid, methyl alcohol, and in warm benzene 
and ethyl acetate, but only sparingly soluble iu boiling and almost 
insoluble in cold light petroleum. It dissolves freely in cold dilute 
soda and in concentrated sulphuric acid, forming colouxdess solutions. 
When heated in small quantity in a test-tube, it distils with very 
slight decomposition in the form of a yellowish oil, which quickly 
solidifies. 

c^^Acetyhaproic Acid, CH3*0O*OH3-CH2*GH2’CH,‘0H,‘COOH. 

This acid is formed, together with atu-diacetylpeutaue, when ethyl 
acy-diacetylcaproate is hydrolysed, as described above, with boiling 
methyl alcoholic potash, and remains as potassium salt when the 
diketone is extracted wdth ether. 

To isolate the acid, the alkaline solution is acidified, extracted 
about 10 times with ether, the etliereal solution dried over calcium 
chloride, and the ether evaporated. A brown soar-smelling oil is 
obtained, the quantity of which varies accordixxg to the strmigtli of 
the potash employed. The purification of the crude acid is attended 
with very considerable loss, as the salts are mostly i^eadily Bohible in 
vrater, and the acid, when very impure, is almost entirely decompoaod 
when distilled under diminished pressure. ' Attempts to purify the 
acid by means of the' ethyl salt were' also unsuccessful, as whan 
hydrogen chloride is passed into an alcoholic solution of the acid the 
mixture darkens mpidly, and the product seems to consist of sonxe 
complicated condensation-compounds containing chlorine. 

The acid was obtained in a pure state as follows : — The crude oil is 
dissolved in excess of boiling baryta, a stream of carbonic anhydride 
passed through the hot solution, and, after filtering, the solution is 
acidified and extracted 8 to 10 times with ether. The almost eplour- 
leas oil which remains, when the ether, is distilled, is again '''dissolved 
in boiling baryta, and the process repeated.'/ 'The^ 'add viS;: 'thus 
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obtained in tlie form of a colourless oil, wKich, IioweTer, as was 
sliown by analysis, still contains a large quantity of some compound 
richer in carbon. It is dissolved in concentrated ammonia, the 
solution evaporated to dryness at the ordinary temperature, and the 
residual brownish ammoninm salt kept for some time on a porous 
plate to free it from oily impurities. The colourless salt is dissolved 
in water, the acidified solution extracted with pure ether, the extract 
dried over calcium chloride, and evaporated. Acetylcaproic acid 
remains as a oolonrless oil, which immediately solidifies to a mass of 
colourless crystalline plates, melting at 29 — 30°, and readily soluble 
in water. This acid has also been obtained by one of ns, in conjunc- 
tion with Dr. Colman, by treating ethyl malonate and sodium 
ethoxide with acetobutyl bromide, hydrolysing the ethereal salt, and 
distilling the resnlting bibasic acid. 

The salt, GH 3 *CO‘’[Cfl 2 ] 5 *COOAg, prepared by precipitating 

a neutral aqueous solution of the ammoninm salt with silver nitrate, 
crystallises from boiling water, in which it is very readily soluble, in 
colourless plates, and, after drying over sulphuiic acid, it was 
analysed with the following results 

0'2430 gram of the salt gave 0*0985 gram of silver. 

Calculated for 

CaHisOsAg. Found. 

Ag 40*68 per cent. 40*53 per cent. 

Action of Alcoholic Ammonia on Bihyl xw-Diacetylcaproate. 

The first attempts to prepare large quantities of pure diacetyl- 
pentane were not attended with much success, and it was thought 
expedient to try and purify the crude ethyl diacetylcaproate by con- 
verting it into a ci 7 stalline ammonia compound, analogous to that 
obtained in the case of ethyl diacetyladipate. 

The ethereal salt (42 grams) was therefore dissolved in 8 — 10 
volumes of absolute alcohol, the solution saturated with anhydrous 
ammonia at the ordinary temperature, and kept for about two days. 
The solution was again saturated with ammonia, and after keeping 
for three days the alcohol was evaporated over sulphuric acid. A 
considerable quantity (6 grams) of a oiystalline compound gradually 
sepai^ates from the solution. The crystals were filtered from the 
mother-liquor, spread on a plate to'’ free them from adherent oil, and 
then boiled with a mixture of ethyl acetate and methyl alcohol in- 
sufficient to dissolve more than about half the whole. The residue 
was completely dissolved in a mixture of ethyl acetate and methyl 
alcohol, and the crystalline compound which separated on cooling, 
recrystalHsed from methyl ;alcohel^l;;,;^;^eon^pound, OwHisOaN,, is thus' 
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obtained in -compact colourless crystals, wbiob, after drying over 
sulpliurie acid, gave tbe following results on analysis : — 

I. 0*1648 gram of substance gave 0*3994 gram CO 2 and 
0*1280 gram H^O. 

II. 0*0917 gram substance gave 5*95 c.c. N at 12° and 750 iiini. 


C 

H 

IN 

0 


Calculated for 
C10H15O2N. 

66*3 p- c. 


*3 

*7 

7*7 


Pound. 



8*6 - „ 
7*6 „ 


This substance, as will be shown hereafter, is most pi'obably 
dehydrodiacetylcapronamide, and has the constitution — 

CH,-CO-CH,-CHo/GH2-CHj-G<qq®>WH. 


• It separates from cold methyl alcohol in large compact crystals, 
which have been very kindly measured by Professor Haushofer, who 
gives the following account of his observations : — 

Crystalline form monoclinic, 

a:h:c^ 0*7487 : 1 : 0*3997. 

= 79° 11'. 

Plates or small prisms of the combination coPco(lOO) = a, 
coPcxd(OIO) = 5, ~Poc(101) = r,Poo(101) =; cx)P(llO) = p, very 
small, occurring seldom and difficult to measure; 2Pco(021) = q. 



Observed. 

Calculated. 

a : »• = C100)(101) = 

126° 

18' 



a : s = (100)(10i) = 

109 

26 

— 


ffl : p = a00)(110) = 

126 

20 

— 


r:s'= (101)(I0I) = 

124 

19 

124° 

16' 

r : s r= (101)(10l) = 

55 

49 

55 

44 

q-.s'= (021)(101) = approx. 

133 


132 

48 

q:r= (021) (101) = „ 

136 


135 

14 
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The plane of tiie optical axes is the plane of symmetry ; one axis 
meets the surface u, the other sui’face &*, both apparently near the 
edge ajs. 

Dehydrodiacetylcapronamide melts at 233 — 235" with previous 
softening and slight decomposition, and when heated in small quan- 
tities at a higher temperature, it is decomposed with evolution of 
ammonia, or some volatile base. It is readily soluble in cold glacial 
acetic acid and in mineral acids, and moderately soluble in hot methyl 
alcohol and ethyl acetate, but only sparingly in cold benzene, and 
almost insolnble in boiling acetone. When boiled with water it 
gradually dissolves, and is pax'tially converted into diacetylcapron- 
amide, which is much more readily soluble ; on cooling, a considerable 
quantity of the dehydro- compound separates immediately in beautiful, 
short, thick, transparent plates, and the filtrate contaius the amide,- 
which separates slowly in flat, transparent, eifflo rescent plates, when the 
solution is allowed to evaporate at the ordinary temperature. It is 
slowly decomposed when boiled with soda, considerable quantities of 
ammonia being evolved, and the characteristic peppermint smell of 
the compound C 9 H 14 O being distinctly perceptible. 

The constitution of this compound seems to be proved by the 
following experiments :■ — 

(>1.) It yields an acetyl-derivative and a nitroso-oomponnd. 

(2.) It is readily hydrolysed by cold alcoholic potash, being con- 
vicrted into aw-diacetylcaproio acid. 

(3.) When boiled with water, it takes up 1 nioL II 2 O, yielding 
diacetylcapronamide. 


Acetyldehydrodiacetylcapronamide^ CHa’CO* [CH2]4'C^0q^> INAc. 

When dehydrodiacetylcapronamide is boiled with excess of acetic 
anhydride for about four hours, it is converted into an acetyl-derivative. 
To isolate the product, the acetic anhydride is partially removed by 
distillation, the residue mixed with water, and after keeping for some 
time the whole extracted two or three times with ether. The ethereal 
solution is w’-ashed with water and sodium carbonate solution until 
free from acetic acid, dried over calcium chloride, and the ether evapo- 
rated. 

Acetyldehydrodiacetylcapronamide remains as an almost colourless 
oil, and as it could not be obtained in a crystalline condition, the 
crude product was kept over sulphuric acid for about two days and 
then analysed, with the following results 

' 0T535 gram of substance', gave 0*36'85'.gram GO 2 and 0’i070 gram 
. HA 
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Calculated for 

Ci2Hi; 0,N. Pound. 


Q 64*57 per cent. 63*70 per cent. 

H 7*62 „ 7*74 „ 

ISr. 6 * 28 , „ — 

0 21*53 „ — 


A nitroso-componnd was prepared, in small quantity, by treating a 
cold dilute hydrochloric acid solution of dehydrodiacetylcapronaxEide 
with the calculated quantity of sodium nitrite, and extracting the 
product with ether. A colourless oil was obtained; it dissolved in 
soda with a transient yellow coloration, but owing to the small quan- 
tity at our disposal it was not analysed. 

Dehydrodiacetylcapron amide is decomposed by a cold concentrated 
solution of alcoholic potash, yielding ammonia and diace tylcaproic 
acid. A small quantity of the dehydro-compound was dissolved in 
cold methyl alcoholic potash, the solution kept for two days, and the 
alcohol evaporated at the ordinary temperature. The residue was 
dissolved in water, the solution extracted with efcher to remove any 
diacetylpentane which might have been formed, then acidified with 
dilute sulphuric acid, and the acid extracted with pure ether. A 
colourless oil remained when the dried ethereal solution was evapo- 
rated, and the crude product, after keeping for 24 hours over 
suiphuric acid, was analysed with the following results : — 

0*1703 gram of substance gave 0'3748 gram OO 2 and 0*1288 gram 
H3O. 

Calculated for 

C10H16O4. Found. 

C 60*0 per cent. 60*0 per cent. 

H 8*0 „ 8*4 

0 32*0 „ 31*6 „ 

That this acid is in reality diacetylcaproic acid is further proved 
by the following experiments : — ^Vhen heated at about 100 ®, rapid 
evolution of carbonic anhydride occurs, and on heating more strongly 
the whole distils in the form of a colourless oil, and quickly solidifies. 
The solid distillate was found to be 'identical with diacetylpentane, 
and, like the last-named compound, on boiling with potash it give® 
out a strong smell of peppermint, due to the formation of the com- 
pound O 9 H 14 O. When the dehydro- compound is boiled with water, 
it is converted into diace tyloapronamide. 

aw^BiaGetylcaprommide, OH3-CO*[eH2]rCH(COMe)*GONB[3. 

This amide is most probably formed, together with its dehydro- 
derivative, , when ethyl diaeetylcaproate is treated with' alcoholic 
ammonia as described above ; bnt as the two compounds show great 
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similarity in tlieir bebavioiir towards most solventSj they cannofc 
easily be separated by fractional crystallisation. The amide is best 
prepared in a pure state by boiling the dehydro-componnd for some 
time with water, separating the unchanged dehydrodiacetylcapron- 
amide which crystallises from the solution on cooling, and allowing 
the solution to evaporate at the ordinary temperature. Diacetyh 
capronamide separates slowly in long, thick, transparent needles, or 
in flat, transparent, oblong plates containing 2 mols. of water of 
crystallisation. It loses its water when kept over sulphuric acid, and 
two determinations, made with different samples, gave the following 
results : — 

I. 0*6219 gram of substance, dried between blotting-paper, lost 
0*0944 gram over sulphuric acid. 

II. 0*6193 gram substance, dried for a short time on a porous plate, 
lost 0*0995 gram over sulphuric acid. 


Found. 


Calculated for f ^ ^ 

C10H17O3N -f 2H2O. I. 11 . 

H 20 16*3 p.c. 15*18 16*04 p.c. 

The anhydrous substance was analysed and gave the following 
results : — 


0*1744 gram substance gave 0*3871 gi'am CO 3 and 0*1414 gram 
H2O. 

Calculated for 

C10H17O3N. Found. 

0 60*30 per cent. 60*53 per cent. 


H 8*54 „ 9*0 

hi 7*03 „ — 


Diacetyloapronamide crystallises from dilute methyl alcohol in flat, 
transparent plates which effloresce, becoming opaque and very brittle 
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oa exposure to the air. Some of these crystals were laeasiireci with 
a microscope provided witli a graduated circle, and the observations 
made with one very well-defined crystal are given below. 

Diacetylcaproiianiide has no well-defined melting point, as when 
heated to about 200° it begins to soften, and does not melt completely 
until 228°. It is readily soluble in cold methyl alcohol and in glacial 
acetic acid, but only moderately so in cold ethyl alcohol or water, 
and very sparingly in benssene, chloroform, ether, and acetone. It 
dissolves freely in warm, concentrated sulphuric acid, and is not pre- 
cipitated when the solution is diluted; when boiled with soda, am- 
monia is evolved, and the characteristic smell of the compound 
G9H14O is perceptible. 

In studying the formation of dehydrodiacetylcapronamide from 
diace tylcaproiianiide, it is evident that the former substance may 
have either of the following formnlse 

T. n. 

CH3-CO-[OHj]4-CH<g^®>N CH3-00-[CH3 ]i-C<^^®>NH. 

The formation of a substance represented by Formula I is easily 
understood from the fallowing equation : — 

CO‘Me 

CHa-CO-COHJi-CH-GO-NHs-HjO = 

Biacetylcapr oiiamide. 

In the case of Formula II it is necessary to suppose that diacetyl- 
eapronamide is first converted into its labile modification. The sub- 
sequent elimination of water taking place thus : — 

C(OH)Me 

CH.,-CO-[CHJi-C-CO-NH3 -H.0 = OH,-CO-[CH,],-C<_^55;>NH. 

Biace tylcaprormmide (labile form). 

That Formula II represents the constitution of dehyilrodiaectyl- 
capronamide is proved by the fact that this substance yields an acotyl- 
and a nitroso-oonipound, and that on hydrolysis it is converted into 
diaoetylcaproie acid. 

The oily mother-liquors from which dehydrodiacetylcapronamide 
crystallises, were kept for a long time over sulphuric acid, but no 
further separation of crystals took place. The oil was therefore 
distilled under diminished pressure; con.siderable decomposition 
occurred, large quantities of ammonia and other gases being evolved, 
and a yellow oil colleoted in the receiver. The distillate was then 
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snbmifctecl to fractional distillation, but again considerable decora- 
position took place, and the resulting oily product seemed to consist 
of a mixture of several compounds, the separation of which has not 
yet been attempted . 


In the course of our experiments on the behaviour of diacetyl- 
pentane towards dehydrating agents, a compound was obtained, the 
formation of which from the diketone might possibly be due to 
internal change in one of the — CHrCO — groups. At an early stage 
of this investigation it was deemed important to prepare a diketone 
analogous to diacetylpentane in which methyl was substituted for one 
of the hydrogen atoms in one of the — CH^'CO — groups. Such a 
diketone should be obtained by treating the sodium compound of 
ethyl methylacetoacetate with acetobntyi bromide and hydrolysing 
the resulting ethyl c^-methyl-afo-diacetylcaproate ; thus : 


(1) OavOO*CNa(CH3)*OOOC2H5 + CHs-CO-CHo-CH.-CHs-CH^Br 
CHyCO*C(CH3)-COOC3H, 

= CH,-C0-[CH3]3-CH., + 

CH3-CO-C(CH3)-COOC3Hs 
CH„-CO-[GHj3-CH. + 

= CH3-C0-[CH3]4-CH(CH3)-00-CH;, + KoCOa + OaHs-OH. 


We append a brief account of the experiments which were carried 
out with, this object. 

Ethyl yhccoj-Diaceiylcaproate^ 

CH3-CO*C(CH3)-OOOCA 

OH:vCO*[OHj3*CH3. 

In preparing this substance, ethyl methylacetoacetate (32 grams) 
was gradually added to a cold solution of sodium (5*1 grains^ in abso- 
lute alcohol (60 grams), acetobutyl bromide (40 grams) poured in, 
and the whole healed to boiling for about three hours. The alcohol 
was then distilled off, the residue mixed with water, and extracted 
several times 'with ether, the extract dried over' calcium chloride, and 
the ether distilled' off. The residual oil (57 grains) on fractioning 
under reduced pressure' (220 mm.) separated into two portions boiling 
109—205^ and 205—270® respectively. The, higher boiling fraction 
was again distilled, and the ‘portion 'boiling at 255- — 260® analysed 
:with thC' following results 

' ;; 'VOL'^mv.' ' ,, .■ ; ',2 o, ' 
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Calculated for 

Ci;{ir. 2204 . Pound. 


C 64*46 per cent. 64*94 per cent. 

H 9*09 „ 9*41 

0 26*45 „ 25*65 


Etliyl ix-inetliyl-fliiw-diacetylcaproate is a colourless oil possessing a 
faint odour. It is insoluble or nearly insoluble in watei*, but mixes 
with alcohol and ether in all proportions. 


CHa'CO*[CH2]4’OHAie*00*OH3. 

In preparing this substance, 18 grams of the ethereal salt were 
mixed wdth a solution of 10 grams of pure potash in alcohol and 
heated for a short time on a %vater-hath. The decomposition set in 
almost immediately — much potassic carbonate separating out. After 
boiling for about an hour, the alcohol was distilled oh:, tlie residue 
mixed with water, and the alkaline product extracted two or three 
times' with ether. The ethereal solution after drying over calcitxm 
chloride and evaporating, deposited a quantity of an almost colour- 
less oil which on repeated distillation under diminished pressure 
(350 mm.), boiled fairly constantly at 232 — 235°. This fraction was 
analysed with the following results : — 

0*1705 gram substance gave 0*4400 gram CO 3 and 0*1632 gram. 
HoO. 

Calculated for 

CioHisO.. Found. ' 


C ....... . 70*59 per cent. 70*38 per cent. 

H 10*59 „ 10*64 

0 18*82 „ 18*98 „ 


£K-Methyl-i%a>diaoetylpentane is a colourless, mobile oil, wliich even 
after long standing shows no signs of crystallisation ; as it lias 
frequently been noticed that methyl- derivatives of sulistances (jon- 
tainiiig normal chains melt at a lower tempex’ature than the substances 
themselves, methyldiacetylpentane might be expected to bo an oil 
at the ordinary temperature. The diketone dissolves in a saturated 
solution of sodium hydrogen sulphite, and is reprecipitated on adding 
potassic carbonate, but no crystalline double compound wns formed, 
as in the case of diacetylpentane. 

The alkaline solution, from which the diketone was separated by 
extraction with ether, contains considerable quantities of an oily 
acid, probably <z-methyl-&;-racetylcaproic acid. 
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Diheiizoylpentane, 

The results of experiments on the behaviour of diacefcylpentane 
towards dehydrating agents made it necessary to determine whether 
either of the methyl-groups in this substance took part in the forma- 
tion. of the compound CyHuO, which has been referred to above. If 
a diketone analogous to diacetylpentane, but containing two phenyl- 
groups in place of the methyl radicles, was treated with dehydrating 
agents under the same conditions as those employed in the case of 
diacetylpentane, the results might be of considerable value in ascer- 
taining the constitution of the compound C 9 H 14 O. 

With this view we treated henzoylbutyi bromide with ethyl sodo^ 
benzoylacetate in alcoholic solution, and obtained ethyl ^tw-dibenzoyb 
caproate, the reaction taking place in accordance with the 
equation — 

CeHyOO-CH.rCHa-OHa-OH.Br -f GeHs-CO-OHNa-COOEt = 

GaH 5 - 0 O- 0 H 3 -CH 2 -Cft-CH 2 'CH(COPh)*COOEt + IlaBr. 

When this ethereal salt is hydi’olysed with alcoholic potash, it yields 
a^y-dibenzoylpentane, potassium w-benzoylcaproate, potassium, ben- 
zoate, and potassium cai*bonate — 

C6H5-CO-[CH2]4*CH(COPh)*COOEt + 2KOH = 

CeHs-OO-CCHsls-CO-OeHs -f K2OO3 -f OaHyOH and 

aH5-CO-[CHj4-OH(COPh)*COOBt + 2KOH = 

CoH 5*GO-[CHJ,-COOK + GsHs-COOK + G2H,‘OH. 

The bonzoylbutyl bromide employed in these experiments was pre- 
pared by treatiiigphenyldehydrohexone with concentrated hydrohromic 
acid, as has been previously described by one of us (Trans., 1887, 
732). The crystalline product is dissolved in ether, the solution 
washed with- dilute sodium carbonate solution until free from hydro - 
bromic acid, dried over calcium chloride, and the ether evaporated. 
The benzCyibutyl bromide is thus obtained almost pexTectly pure and 
quite colourless, and can be directly employed for the preparation of 
ethyl dibenzoylcaproate. 

Mthyl aiv-Dihemoylcaproate, 06H§‘CO*[GH2]4‘OH(COPh)*OOOEt. 

To a solution of 2*8 grams of sodium in absolute alcohol 24 grams 
of ethyl benzoylacetate are gradually added, care being taken to 
'keep the temperature below 40®; .a slightly warm alcoholic solution 
of 28*8 grams of benzoylbutyl bromide is then poured in, and .the 

' ''' '2 c 2," 



348 


KIPPING AND PERKIN: aoJ-DIAGETYLPENTANE 


mixture iieatecl ob tlie watcr-batli with reflux couclenser. Just Jis 
tlie alcoliol begins to boil, the separation of soclmm. bromide coni- 
metices, and after beating for about two Lours the reaction is at an end. 
The alcohol is removed by distillation, the residue mixed with water., 
tbe product extracted with ether, and the ethereal solntion dried and 
evaporated. Ethyl dibenzoyl cap roate (about 42 grams) remains as a 
yellowish oil, and it' the substances employed in the reaction are care-' 
fully weighed, the product is almost perfectly pure, as is shown by 
the following analysis, made with a sample which had been kept foi' 
a few days over snlphurie acid : — 

0*1738 gram substance gave 0*4762 gram COg and 0*1112 gram HgO. 


C 

H 

0 


Calculated for 


C00H24O4. 

75*0 per cent. 


18*2 


5 ) 


Pound. 

74*7 percent. 

M » 

18-2 „ 


It is a thick, yellowish oil, with an aromatic odour, and insoluble in- 
water; even when kept for some weeks, it showed no signs of solidi- 
fying. When boiled with alcoholic potash, it is qnickly hydrolysed 
and decomposed in accordance with the above equations. 


aw -JJih enzoy Ipentane^ OeHg* C 0 • [ CHg] 5 * 0 0 • Calif, . 

This diketone is best prepared from the ethereal salt by a method 
similar to that employed in the preparation of diacetylpoiitano. Tlie 
crude ethyl dibenzoylcaproate (20 grams) is boiled for a short time 
with a solution of potash in methyl alcohol (= li> grams KOH), this 
being added in small portions at a time as already described. Tbe 
alcohol is distilled off, the residue treated with water to dissolve thc^ 
sodium bi’omide, the oil extracted with ether, and the eiluvreal solu- 
tion dried and evaqiorated. The diketone (14 grams) remains in tin' 
form of a tliiek, yellow oil, which quickly solidifies on cooling ; after 
spreading on a porous plate, to remove impurities, it was recry stab 
lised from liot, dilute methyl alcohol, di-ied over sulphuric acid, and 
analysed. 

'0*1736 gram of substance gave 0*5347 gram CO 2 and 0*1150 gram 
H 2 O. 

Calculated for 

, , O 19 H 20 O 3 . .Pound. ' , . ' 

0; . , . 81*43 per cent. ''81*20 per' cent. ' — 

, ’ 7*14 „ ■ '7*11 ,„, 

11*43' „ ' y, 11*69'' .w:;;;, 
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^Jjiitj-Dibenzojlpeiitaiie crystallises from dilute m ‘tlsyl alooliol in 
iongj colourless needles, melts at 67 — GS'^, and when lieated in small 
quantities under tlie ordinary pressure it distils at a temperature 
above 300^ with only very slight decomposition. It is very readily 
soluble in cold acetone, but is precipitated in microscopic needles on 
adding water; it dissolves freely in cold benzene and ether, but is 
only moderately soluble in cold alcohol and seemingly insoluble in 
hot or cold water. It is readily soluble in warm, light petroleum 
(70 — 90°), and on cooling it separates from the solution almost com- 
pletely in very slender needles. 

Experiments on the behaviour of this diketone towards reducing 
and dehydrating agents are in progress. 


-Dihemoy Ipenianedioxime, CeHs'C (NTOH) • [CH-Js’C (F OH)'CoH5. 

The dioxime was prepared by treating tbe diketone in alcoholic 
solution with hydroxylamine hydrochloride and a large excess of 
potash as recommended by Auwers (Ber,, 22, 604). After keep- 
ing for two days the alcohol was distilled of!:, the residue mixed with 
water, and the solid substance which was precipitated separated by 
filtration and dried on a porous plate. It was then boiled with a 
small quantity of benzene to remove any unchanged diketoue, the 
residue recrystallised from methyl alcohol,, and dried at 100°. A 
nitrogen determination was made with the following result : — 

0T701 gram substance gave 13*4 c.c. of nitrogen measured at 15° 
and 736 mm. 

. Calculated for 

C19H2AF2. Eounch 

F 9*03 per cent. 9*23 per cent. 

It crystallises from boiling methyl alcohol in small, glistening needles, 
melts at 175 — 176°, and is readily soluble in hot acetone and glacial 
acetic acid, bxit only very sparingly in boiling benzene, from which it 
separates in the form of a crystalline powder. It is very sparingly 
soluble in potash, but dissolves moderately easily in concentoted 
hydrochloric acid, yielding a colourless solution from which it is 
precipitated on addixig water. 

The alkaline filtrate fx’om the dioxime, on^ acidifying with dilute 
sulphuric acid, gave a small quantity of 'a colourless substance which, 
after recrystallising from methyl alcohol, melted at 168 — -169° witli 
previous softening, and consisted probably of slightly impure 
dioxime. ' i , 
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o^-BenzoylcaprQic Acid, OcH5*CO*[CH3]r/COOI:T. 

Tke alkaline solntions from wliicli <se(t^*clilbeiiz;oylpentane liad keen 
extracted as described above contain potassium w-benzoylcaproate and 
potassium benzoate. Tke free acids are precipitated on adding dil iito 
siilplinric acid as an oil, -wMcli soon solidifies and can be separated 
by filtration. Tlie quantity of the crude product obtained depends 
on tbe concentration of the alcoholic potash employed. In one 
experiment 20 grams of tbe ethereal salt was hydrolysed with an 
alcoholic solution of 10 grams of potash, and the crude acid mixture 
weighed 2 grams ; in another experiment 40 grams of ethyl dibeiizoyl- 
caproate were treated with 40 grams of potash in methyl alcoholic 
solution and 12 grams of crude acids were obtained. 

In order to remove the benzoic acid, the mixture (7 grams) is 
heated on a watch-glass at lOO"" until the weight becomes constant, 
which is the case after about 10 hours, and the residue (4‘5 grams) 
recrystallised twice from light petroleum. The pure compound 
melted at 81 — 82°, and gave the following i*esults on analysis 

0T449 gram substance gave 0*3773 gram OO3 and 0*0986 gram 

H2O/ 

Calculated for 

Cj^HisOs, Pound. 


C 70*90 per cent. 71*01 per cent. 

H 7*27 „ 7*56 

O 21*83 „ 21*43 


fio-Benzoylcaproic acid crystallises from boiling light petroleum in 
long, glistening, transparent, plates and from boiling water, in which 
it is only sparingly soluble, in slender, microscopic needles. It is very 
readily soluble in cold methyl alcohol, ethyl alcohol, ethyl acetate, 
and benzene, but only moderately soluble in boiling light petroleum, 
and almost insoluble in the cold. 

The silver salt was prepared by precipitating a neutral, aqueous 
solution of the ammonium salt with silver nitrate, washing the preci- 
pitate with cold watei’, and drying over sulphuric acid. Analysis 

0*3604 gram of the salt gave 0*1186 gram of silver. 

Calculated for 

CisHisOsAg. Pound. 

Ag 32*97 per cent. 32*91 per cent. 

is a colourless, seemingly amorphous compound, very sparingly 
soluble in boiling water, which does not darken on' exposure to light; 
when heated, it turns a beautiful peacock-green. 
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Tbe cadmizim salt, prepared by treating an aqueous solution of tbe 
ammoniuia salt with cadmium chloride, separates from hot water in 
colourless microscopic needles. Mercuric nitrate produces in aqueous 
solutions of the ammonium salt a colourless, docculent precipitate 
which is soluble in boiling water. Lead acetate gives a white, 
amoi*phous precipitate, copper sulphate a bluish-green precipitate, 
and ferric chloride a flesh-coloured precipitate. The barium salt and 
the calcium salt are granular, crystalline compounds readily soluble 
in liot water. 


Oxwie of 'u}-Be'moylcaproic Acid^ C 6 H 5 *C(FOH)*[CH 2 ] 5 -COOH. 

w-Benzoylcaproic acid, dissolved in alcohol, was treated with 
hydroxylamine hydrochloride and a large excess of potash, and the 
solution kept for two days at the ordinary temperature. The alcohol 
was then partially distilled, the residue mixed with water, acidified 
with dilute hydrochloric acid, and the precipitated oil extracted with 
ether; the ethereal solution was washed once or twice with dilute 
hydrochloric acid, and then with water, dried, and the ether evapo- 
rated. The oxime remained as a yellowish oil, which, when kept 
over sulphuric acid under diminished pressure, gradually solidified. 
It was spread on a porous plate, washed with a little light petroleum, 
dissolved in cold benzene, and precijpitated from the solution with 
light petroleum. 

The oxime of benzoylcaproic acid is thus obtained in colourless, 
microscopic needles melting at about 75°. A nitrogen determination 
gave the following results : — 

0T996 gram substance gave 10*25 c.c. N at 14° and 740 mm. 

Calculated for 

Oi 3 Hi 703 N. Eound. 

IST 5*96 per cent. 5*88 per cent. 

It is very readily soluble in ether and cold benzene, but only 
sparingly in hot water, and almost insoluble in cold light petroleum. 
It dissolves freely in caustic alkalis and in concentrated hydrochloric 
acid, bnt it is partially reprecipitated when the acid solution is 
diluted. 
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By Hakol!) G. Colman, M.Sc., Pii.I),, and W. H. Perkin, Junr. 

Ilv a previoas coniniiiiiicatioii to tlie Society (Tmiw., 1887, 61, 702), 
it was sliown by one ol: ixs tliat acetobntyl alcoliol, obtained by boiling 
inetliylcleLjdroliGXonecarboxylic acid Avitb water, differs very widdy 
from tbe substance of that name obtained by Lipp (Per., 1885, 3280) 
by boiling etbylic w-bromopropylacetoacetate with dilate bydrocliloric 
acid, tlie boiling point of tlie former being 227°, wliereas the latter 
product distilled at 154 — 155°, a dilference of 70°. 

In a paper published some time since 1888, 2138), On the 
Action of Sodium on Btliylic Monocliloracetate,” Blttig and Krlen- 
bacli, in describing a substance boiling at 128°,iwHch they supposed 
to be acetoisopropyl alcobol, took occasion to state that the acetobntyl 
and acetopropyl alcohols previously described by us could not possi- 
bly have the constitution assigned to them — owing to their syrupy 
consistency and high boiling points — and that the description given 
by Lipp of his acetobntyl alcohol agreed much better with the proper- 
ties such a substance might be expected to possess. In a later paper 
(Ber,^ 1888, 2647), these chemists discovered that their compound 
was not acetoisopropyl alcohol, but was simply acetol ethyl ether, 
OH/00*OH,-0*02H5. 

As, however, in spite of this, they did not withdraw their previous 
remarks on the nature of acetopropyl and acetobntyl alcohols, and 
as we have extensively nsed these substances in the synthesis of ring- 
derivatives, and drawn important theoretical conclusions from the 
results obtained, we have thought it necessary to again care fully 
examine these alcohols with a view -to 'further .establishing their 
identity. 

If the question of the pinbable properties of such a substance as 
acetobntyl alcohol, CHa’' 00 *[OHa];rOH 2 *OH, IkS carefully examined, it 
is soon apparent that a compound of this formula should be a tliiek 
oil boiling considerably above 200°. 

Taking into account a lai*ge 'number of cases, it is found tliat the 
usual result of displacing one hydrogen- atom in an organic substance 
'(boiling* between 100° and 130 °) by the group CHa'OO, is to raise the 
boiling point of that substance some 100° to 120°. 

Fow, taking normal butyl alcohol (b. p. 118°) as a basis, and 'Sub- 
stituting OHa^CO for one hydrogen-atom, we find that the calculated 
;boiling point ' of acetobntyl alcohol lies between 218° and , '2S8°, 
■'"'whilst, tke boiling point observed .was , 227 °. ^ Again,' aoetobutyl,,,, alco-, 
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iioi would 5 in its pliysical properties, Lear considerable resemblance 
to tlie class of glycols, and this is borne out by tlie fact that these 
compounds, and particularly the higher numbers, are thick, oily 
liquids boiling at high tempei’atnres. 

In the original investigation of acetobutyi alcohol (Trans., 1887, 51, 
717 — 725) the following attempts were made to pro\"e its constitu- 
tion. 

The ketonic nature of the substance was demonstrated by the fact 
that it combined with plienylhydrazine — the fact that it was also an 
alcohol was showm by its being converted into acetobutyi bromide on 
treatment with aqueous hydrobromic acid. The portion of the 
carbonyl-group in relation to the alcohol -group was shown by the 
behaviour of acetobutyi alcohol on oxidation, when it decomposed 
first into acetobutyric acid and then, under the infiuence of an excess 
of oxidising* agent, into acetic acid and succinic acid : — 

(1.) GHyCO-[CHo]yOH2'OH + 02 = OHyCO'CCBJyCOOH + HsO. 
(2.) CHyCOiCHsjyCHs’OH + 50 = CHs-COOH + 

COOH-CHo-CHo-COOH + H 2 O. 

The constitution of acetobutyi alcohol is also clearly demonstrated by 
the reduction of acetobutyi bromide to metbyi butyl ketone by means 
of zinc and acetic acid : — 

OHyOO*[CH 2 ] 3 *CH 2 Br + H = OHa-CO-CCH-JyCH^ + HBr. 

The constitution of acotopropyl alcohol was proved by the fact that 
this substance on oxidation yields levulinic acid, thus : — 

OH;rCO'OH2‘CH.yOK/OH + O 2 = CHyOO-GH/CHs-OOOH + H^O. 

Ifittig, how’'ever, does not consider this a proof of the constitution of 
this alcohol (B€7\, 21,' 2139). 

In ordei*, if possible, to bring further proof of the constitution of 
these two important ketone alcohols, specimens of each were prepared 
and purified with the greatest care, and them magnetic rotation 
determined by Dr. W. H. Perkin, , sour. The , numbers obtained 
showed clearly that these substances had the constitution assigned to 
them, and that they were two members of a homologous series, the 
difference for CHg being found as 0*958 instead of 1*023. 

These proofs of the constitution of the acetopropy 1 and acetobutyi 
alcohols being so satisfactory, all that remained to be done was to 
examine into the nature of the substance described by Lipp as aceto- 
butjl alcohol, 'and to determine ,in what 'respects this substance 
differed from -'the acetobutyi , alcohol ': obtained by Boiling methyl- 
dehydrohexanecarboxylio acid 'with w^ter. 
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TLe lijdrolysis of efcliylic fit;-propylacetoacetato by iiieajiH oi; liyiJro- 
cbloric acid was therefore carried out accorditig to bipp’f^ diroctiVviis^ 
.and as a result an oil was obtained which, on analysis, j>‘ave niinibers 
agreeing approximately with, those required for acetobidiyi aicolud, 
and which distilled apparently at 154—155®. Subsequent experinumls 
showed, however, that this temperature, instead oi: being tlic boiling 
point, was in reality the decomposing* point of the alcohol : the I’eawon 
for this being*, that the sliglitest trace of impurity is sufllcieni^ to 
pre\^ent acetobutyi alcohol from distilling without the most rapid 
decomposition into its anhydride (methyldehydrohexone) and water, 
the thermometer remaining constant at 154 — 155®. 

Lipp’s acetobutyi alcohol, when not too impure, can bo distilled 
with slight decomposition under reduced pressure ; the boiling poinu 
noticed in two cases being 157® nnder 100 mm. pressure and 171® 
under 177 mm. pressure ; on distilling acetobutyi alcohol from, 
metliyidehydrohexonecarhoxylic acid nnder the same conditions, 
almost identical boiling points were noticed. 

Pure acetobutyi alcohol was obtained from Lipp’s crude product 
by distilling with steam, fi’actioning the methyldehydrohexone thu» 
obtained, and treating it with water. In this way a thick oil was 
obtained which distilled under ordinary pressure at 225 — 227®, and 
was in every respect identical with the acetobutyi alcohol from 
methyldehydrohexoneoarboxylic acid. 

These and other experiments, an account of which will be given 
later on, prove conclusively that acetobutyi alcohol when pure boils 
at 225 — 227°, and not at 154 — 155® as stated by Lipp. Acetopropyl 
alcobol behaves in every respect, physically as well as chenaically, as 
the lower homologue of acetobutyi alcohol, and as this substance 
gives ievulinic acid on oxidation, no f uidher experiments in proof of 
its constitution are necessary. 


Fre^paration of Acetobutyi Alcohol by Method. 

In repeating Lipp’s experiments, his instructions, as given in the 
Benchte, 18, 3275, were followed exactly, with the one exception that 
instead of 80 grams of trimethylene bromide 50 only were taken, the 
former number being evidently a misprint, as is clearly seen from the 
fact that Lipp mentions that he uses 1 moL of trimethylene bromide 
to 1 mol. of ethylic sodacetoacetate. 

The oil obtained by the addition of water to the product of the 
reaction was washed with caustic potash solution, and then with 
water, and dried over potassic carbonate. This crude ethylic bromo- 
propyl acetoacetate weighed from 55 to 60 grams ,• it contained as 
imparity considerable quantities, of trimethylene 'bromide and some 
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etliyl metliylcleliydroliesonecarboxylate, besides small quantities of 
etliylic acetoacetate. This oil was now digested wdtli hydrochloric 
acid, the same quantities being used as given by Lipp, the product 
separated from the unchanged trimethylene bromide (about 20 grams), 
and about one-fifth of the water distilled off. The solution was then 
saturated with potassic carbonate, and the oily layer which separated 
dried over potassic carbonate, and allowed to stand for three or four 
days over sulphuric acid in a yacuum as Lipp directs, and then 
analysed. 

Two different samples gave the following numbers : — 

I. 0*1545 gram substance gave 0‘1390 gram HoO and 0*8380 gram 
CO,. 

II. 0*2340 gram substance gave 0*2090 gram H 2 O and 0*5150 gram 
CO,. 

Eoimd. 

Calculated foi' ^ 

CHa-CO'CHs-CHo-CHa-CHa-OH. I. II. 

0 ..... . 62*06 V c. 59*67 60*02 p. c. 


H ..... . 10*35 „ 10*00 9*92 „ 

0 27*59 „ 30*33 30*06 „ 


An examination of this oil showed that it contained, besides other 
impnrities, small quantities of bromine. On submitting it to fractional 
distillation under the ordinary pi'essnre, the thermometer rises rapidly 
to 150°, at which temperature vigorous decomposition sets in, and 
between 150 — 160"^ almost the whole distils over, fche distillate con- 
sisting of two layers, the upper one being a mixture of methyl- 
dehydrohexone with acetobutyl alcohol, and the lower one acetobutyl 
alcohol and water. The boiling point, 154 — 155° (718 mm.), given by 
Lipp is, therefore, evidently the decomposition point of this crude 
alcohol into water and its anhydride metliyldehydrohexone. These 
recombine to some extent in the receiver, and probably almost entirely 
on standing. 

A very carefully prepared sample of Lipp’s product was now 
fractioned under reduced pressure (100 mm.), when it was found to 
boil fairly constantly at 157° with very little decomposition. An 
analysis of this preparation gave the following result : — 

0*1335 gram substance gaYe 0*1260 gram H 2 O and 0*3015 gram 

CO2. 

Calculated for 

CeHiaO,. Hound. 


C ........ 62*06 per cent. 61*59 per cent. 

H ........ ' 10*35 „ 10*49 ' ' 


0 27*50' ' 27*92' 
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Even after distillation in. a vacuum, tliis alcoliol is far from pure, 
and attempts to I’ef ruction tho product invariably lead to its decoin- 
posing into anhydride and water even under very low pinissures sucli 
as 20 — mm., and, curiously enougli, altliougli tills substance was 
prepared a great number of times, it was only on two occasions 
found posssible to distil it at all. 

An attempt was next made to purify tbis crude substance by dis- 
tillation in a current of steam. About 30 grams of tlie crude oil 
were taken, and tbe distillate containing a quantity of oil in sus- 
pension was extracted with ether. The ethereal solution was dried 
carefully over carbonate of potash, the ether distilled off, and tho 
resulting oil distilled. Almost the whole passed over between 105"* and 
111°, and on re-fractioning a beautifully colourless oil was obtained 
boiling constantly at 109°, and consisting of pure metliyidebydro- 
hexone, as the following analysis shows : — 

0'2100 gram substance gave 0T947 gram HyO and 0'5638 gram 

COs. 

Calenlaced for O^HioO, Found. 


0 ........ 73'46 per cent. 73'21 per cent. 

H ........ 10-20 „ 10*29 

0 16*33 „ 16*50 

When shaken with a considerable quantity of distilled water and 
allowed to stand for some days, this oil completely dissolves forming 
acetobutyl alcohol. On saturating the solution wdth carbonate of 


potash, extracting with ether, drying very thoroughly over carbonate 
of potash, and evaporating, a colourless oil was obtained which 
under the ordinary pressure distilled without decomposition between 
225-— -227°, and gave the following numbers on analysis, showing that 
it was pure acetobutyl alcohol. 

0*1604 gram substance gave 0*1538 gram 11^0 and 0*3657 gram 
CO,. , 

■ Cakndiitrd for Fouud. 


0 62*06 per cent. 62*17 per cent. 

H ........ 10*35 „ 10*65' „ 

O' 27*59 „ , 27*18' , „ 


On careful examination, this snbstance was found to be identical 
in all respects with the acetobutyl alcohol previously obtained by one 
of us (Trans., 51, 716— 720) by boiling methyldehydrohexonecarb- 
.oxylio acid with water — 

„ , CHs*C'0--0H. OHyCO , 

, rQ0IJ-C-0H,'OH, ® CH^-CHs-OHa-OHs’OH ^ 
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The decomposition represented hj this equation is not only a quanti- 
tative one, but the acetobutyi alcohol obtained is so pure that wlien 
perfectly dry it distils at once at 227° with the merest trace of decom- 
position, the resulting* product being* almost free from smell. 

The camphoric odonr which Lipp ascribes to his product is due to 
various impurities, and particularly to methyl dehydrohexone, the 
presence of this substance would also explain the mobility of Lipp’s 
alcohol. 


Acetopropyl Alcohol, CH3*CO*CH2*CH2‘CH2*OH, and Acetoprojpyl 
Bromide, CHa-CO-OHo-CHs-CK.Br. 


The acetopropyl alcohol used in the following experiments was 
prepared according* to a method previously described (Trans., 1887, 
51, 829), which consists in boiling acetyltrimethylenecarboxylic acid 
with water until the evolution of carbon dioxide ceased, saturating 
the liquid with potassio carbonate, and extracting with ether. The 
product obtained boiled constantly at 144 — 145° (100 mm.), and 
possessed all the properties previously assigned to it. 

To prepare acetopropyl bromide, the alcohol was mixed with a 
saturated aqueous solution of hydrogen bromide, and the liquid 
heated on a water-bath for one hour. The product was poured into 
water, the excess of hydrogen bromide neutralised with soclio 
carbonate, and the bromide repeatedly extracted with ether, the 
ethereal solution evaporated, and the I’esulting oil fractioned under a 
pressure of 90 mm. Almost the whole of it distilled at 115 — 120°, 
a little hydrogen bromide being eliminated, as is also tlic case in the 
distillation of acetobutyi bromide ; owing to this decomposition, the 
bromine determinations made with a pi*oduct boiling constantly at 
118° (90 mm.) came a little too low. 

I. 0-1548 gram substance gave 0TG87 gram AgBr. 

II. 0*1807 gram substance gave 0*1973 gram AgBr. 

III. 0-2350 gram substance gave ■ 0*2480 gram AgBr and 0*0050 
gram Ag. , 


Calculated for 

• OH3*CO‘CH2*CH2-OH2Br. 

Br 48*48 p. c. 


Found. 

^ A ^ 

I. II. III. 

46*37 ' • 46*42 46*48 p. c. 


When freshly distilled, acetopropyl bromide' is a colourless mobile 
liquid, which has a penetrating odour' closely resembling that of 
acetobutyi bromide. On standing, it rapidly becomes dark coloured, 
especially when acted on by light. . y' . 

Acetopropyl bromide is 'remarkable for the 'ease with which it 
decomposes with elimination 'of „ hydrogen ^bromidov Experiments 
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made on the action of sodic ethylate and ctliyliosodiomalooate on tlii« 
bromide invariably resulted in the ibrmatioii of a etliereal oil 

boiling at 113°, which appears to he identical with acetyltrirnethyleno 
(Trans., 1887, 51, 832). In that case, it would seem that the 
ciliniinatioii of hydrogen bromide took -place according to the ctiinr- 
tion — 


ClhrCO-CH.-ChL/CHsBr = 


GH,;CO-GH 

GHs 


>0H, + HBr. 


As we -were on the point of forwarding this papei’ for piiblicatioii, 
we received the last number of the Benchte, containing an article by 
Lipp on acetoxmopyl alcohol (Ber,, 22, 1196). 

In this article Lipp describes a repetition of the experiments made 
some time since by Freer and Perkin (Traxis., 1887, 51, 834 — 835) on 
the action of hydrogen chloride on ethylic <iJ-broxnethyIacetoacetate, 
Ms results confirming in every particular those previously obtainod. 
On account of the comparatively high temperature at wliich 
acetopropyl alcohol boils, Lipp states in a footnote (p. 1198) that the 
boiling point of acetobutyl alcohol previously given by him, is pro- 
bably the decomposition point of this substance, a view which agrees 
with that deduced by us from the results of the experiments described 
in our present paper. Lipp then proceeds to describe the preparation 
of acetopropyl alcohol by the hydrolysis of the crude product of the 
action of ethylene bromide on ethylic sodacetoacetate (ethylic 
w-bromethylacetoacetate), and gives in detail the conversion of this 
alcohol into levulinic acid by oxidation. These reactions have already 
been carefully studied by Freer and Perkin (Trans., 1887, 51, 834) 
and by Oolman and Perkin (1888, 53, 189 — 190). Lipp also prepared 
<t)-bromopropyi metbyl ketone (acetopropyl bromide) by treating 
acetopropyl alcohol with hydrogen bromido, and his description of 
this substance agrees in every respect with that given by us in this 
paper. ' 

In this interesting paper on acetobutyl alcohol, Lipp has unfortu- 
nately based his criticisms of the results previously obtained by us on 
short and very incomplete abstracts of our papers which have from 
time to time appeared in the GhemiscJies OentralhlaM^ and ho has 
thus been led to make a number of experiments which otherwise? 
would have been unnecessary. ' 

To this cause is also to be attributed the statement tliat he makes that 
we never prepared acetopropylaleohol in a pure condition, and that 
we obtained it only as a very thick, unstable oil, which decomposed on 
distillation. On referring to our original papers {loo, it will be 
YoundYhat every pains was taken to get this substance in an especially 
pure' condition, in' order to allow of its magnetic rotation being deter- 
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rained, and, as a result, a beantifal product was obtained, boiling con- 
stantly at 144 — 145® (100 mm. pressure), and this, as tbe analytical 
numbers, as well as those obtained in the determination of its magnetic 
rotation show, must have been very pure indeed. Both acetopropyl 
alcohol and acetobutyl alcohol have been prepared by us in very large 
quantities for nse in various synthetical experiments, and experience 
has shown that these substances are very readily obtained in a state 
of purity by boiling acetyltrimetbylene- and methyldehydrohexone- 
carboxylic acids with water, whereas the prodncts obtained by the 
liydrolysis of ethylic w-bromethyl- and bromopropyl-acetoacetates are 
invariably very crude and difficult to purify. A criticism of the 
remarks which Lipp makes, at the conclusion of his article, as to the 
constitution of ethylic acetyltrimetbylene carboxylate, will form the 
subject of a future paper. 


XXXIX . — An Improved Soxhlet JEJxtractor, and Apparatus for Distilling 

in a Vacuum, 

By J. Lewkowitsch, Ph.D. 

(1.) An Improved Soxhlet Extractor, 

When using the ordinary form of Soxhlet extractor, there is always 
a doubt as to the exact time when the substance is completely 
extracted, unless the whole apparatus is taken to pieces, and a test 
made by putting a fresh supply of the solvent into the extractor. 
As a rule, therefore, the extraction lasts far longer than is necessary, 
and this involves not only loss of time but also of the volatile* 
solvent. To avoid this, I use a Soxhlet extractor’, fitted up with a 
test tap in the syphon-tube as shown in Fig. 1 j this allows a few 
drops of the solvent to be drawn ofE at any time to see whether it 
contains any of the substance to be extracted. 

(2.) Flash for Distilling Frothing Liquids in a Vacuufn, 

On distilling frothing liquids in a vacuum, it has always been 
found useful to allow a very small quantity of air or of an indi^erent 
gas to pass through the liquid by means of a finely-drawn tube, 
reaching nearly the bottom of the distilling-flask. , When the quan- 
tity of the substance is' small, and a small distilling-flask has ' to be 
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used, it will be found almost impossible to insert at tlio same tune 
both a tube of this kind and a thermometer. In, this case, I find n 
distilling-fiask of the form of Fig. 2 -vexy convenient. 



(3.) A^i Ada/pter for Fractional Distillation in a Vacuum* 

Numerous pieces of apparatus for this purpose have lately been 
described, most of which are very complicated, and, therefore, out of 
the question in a laboratory, where fractional distillation in a vacuum 
has to be performed daily. I recommend, therefore, in cases when* 
a vaquum-pipe with several taps is available (or a second water 
iiiJeArtor-purnp) an adapter like that shown in Fig. 3. The tube a is 
'^connected with a Liebig condense!*, and h and o, by means of iiid.ia- 
riibber tuhixig, with two taps of the vacuum-pipe. On starting, the 
distiiiiiig-flask, tiie adapter and the Erlenmejer flask arc exhausted 
tln^ough h and the stopcock d being open. When the first fraction is 
collected, the tap d is closed, whereby the Erlenmejer flask is shut off 
from the vacuum-pipe h, and it is then filled with air by dLscoiinocting 
tlie india-rubber tubing from c* The Erlenmejer Hask can now^ easily 
be taken oS, and emptied or replaced by another, while tbe distillation 
is carried on without interruption. When the Erlenmejer flauk is 
fitted on 'again, it is exhausted at c as before, the tap d opened, and 
the second fraction collected. I have used this adapter for some jears, 

' and 'fou-ud it work most satisfactoril j. 
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XL. — On a Method of Investigating the Dissolution of Metals in 

Acids^ 

Bj V. H. ViLEY, M.A., the University Museum, Oxford, 
Introduction, 

In recent years, various accounts have been published on the dissolu- 
tion of metals in acids as a result of a chemical change. Thus 
Kajander in Bull, Soc. Ohim, [2], 34, 325 (an abstract from a Kussiau 
communication), has determined the relation between the weights of 
magnesium dissolved per unit time, and the concentration of the acids 
used, as also the variation pi^oduced by the addition to the acid of 
foreign salts and liquids. Thorpe (Trans., 1882, 287) has studied 
the reduction of ferric salts in acid solutions by various metals. 
Divers (Trans.,' 1885, 598) has ascertained the relative effects of 
sulphuric and nitric acids, taken separately and together on metallic 
Kino.' More recently, Spring^ and van Aubel (^Ann, BMm. PJifs, [0], 

; ' TOU'LY. ' , , ' ^ ^ ^ ' ^2 J} 
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11, 505) conducted some elaborate experiments on the intoraction of 
KHic, eontainii^^ a small proportion of lead, witli snlplmric aaid the 
halogen acids. In most of the experiments described in these memoirs, 
a more or less regular surface of the metal has been, placed at rest 
within the dissolving acid, and either the loss in weight of tlie metai 
determined at given intervals or the timevS noted which were required 
for the evolution of a definite volume of hydrogen or other gas. 
From these experiments the observations of those familiar with, the 
preparation of hydrogen from zinc and sulphuric acid have been con- 
firmed, namely, that within certain limits the more concentrated the 
acid and tlie higher the temperature, the more rapid the solution* of 
tlie zinc. But in tlie method of experiment adopted the measured 
result is one of mixed causes, each one of which is variable at any 
moment of time, and its peculiar effect not susceptible of matli(iniati- 
cai analysis. For it is obvious that if the metal is at rest within the 
acid its measured rate of solution is dependent, inter alia, not OTily 
upon the surface exposed and the local rise of temperature due to the 
chemical reaction, but also upon the rate of diffuvsion of the metfdlic 
salt formed in the acid liquid, the actual disengagement of the gas- 
bubbles from the surface of the metal, and the rate of removal by 
these bubbles of the concentrated salt solution in the immediate 
vicinity of the metal. Thus if a cylinder of zinc be placed in dilute 
sulphuric acid, it is a common matter of observation that at first 
the bubbles of hydrogen gas persistently cling to the metallic sur- 
face, but subsequently are more readily removed owing to the fornia- 
tion of points on the surface due to the production of local eloctric 
circuits. In another paper (Phil. Tracis., 1888, A, 285), I Iwvvo rev 
marked that the increase in the rate of evolution of hydrogen from 
zinc and dilute sulphuric acid caused by the reduction o! the supc.r- 
incumbent pressure, can partly bo explained by the fortnation of 
larger bubbles of gas, whereby the solution of the zinc snlphato is 
more readily removed. Again, though as is well known, zinc under 
the same conditions dissolves more readily in dilute hydrochloric 
than in sulplmric acid containing the same .quantity of replaceable 
hydrogen per unit volume, yet it is possible that this, result may bo 
due torflie greater diffusibility, of zinc , chloride in 'hydrochloric add 
than of zinc sulphate in sulphuric acid. Spring and van Aubel in 
their ' experiments either kept the surface of the metal constant or 
allowed for its variation, but the results of others, obtained with 
sheets of metal, are comparatively valueless in that the actual suifface 
owing to; inequalities ' may vary within almost infinite limits. To 

* Hero and throughout this pajier the word solution'^ will be used, it being 
understood to imply solution as a result of chemical change^ between the, metd and 
the acid,, ' 
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avoid some of tie above difficulties, attempts were made to devise a 
metbod wbicli could be applied to measure the rate of solution of 
metals iu acids under such conditions that not only fresh surfaces 
of a regular geometric figure of the metal are continually being 
exposed, but also the products of the change, whether gas or metallic 
salt, are continually being removed from the vicinity of the dissolving 
metal. An outline of the research has already been indicated in this 
Journal (Abstr., 1888, 104}. 


Ap]^arat‘us. 

The first appai’atus used consisted of two watch-glasses (Fig. 1) 
placed one above the other in opposite positions, so that the upper one 
presented from above a concave, the lower a convex surface. These 

Fia. 1. 



glasses were wired to one another, as also to a hollow glass bulb by 
means of which they were floated under the surface of the acid liquid 
contained iu a beaker. The liquid was kept stirred by a ciiri’ent of 
carbonic acid produced in a Kipp’s apparatus and washed by bubbling 
through a Wolfl’s bottle containing water; thence it 'passed into a 
piece of quill glass tubing bent twice at right angles, and ending in a 
small thistle-fanneh The horizontal and lower vertical limb of the 
tube were of such lengths and the containing beaker of such a dimen- 
sion that each babble of the gas as it issued from the thistle-funnel 
struck the lower of the two watch-glasses on one side, and thus in 
passing by tilted the whole arrangement of glasses and, bulb. The'' 

■ '' 2''i> 2' 
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down-drauglit of tlie liquid caused tlie apparatus to return to its 
former position in time for another gas-bubble to tilt it again. 
Thus the -whole of the acid liquid was continually stirred, and a 
spherical bullet of -metal on the upper of the two watch-glasses 
continually roiled about. 

The edge of the upper glass was slightly corrugated, so that the 
])ullet should not roll olf. The friction between the glass and bullet, 
together with a slight spin given by the gas-bubbles, prevented the 
bullet from rolling always on the same axis, and thus become 
spheroidal. This apparatus was devised some years ago by Mr. 
Yernon-Harcourt for experiments on the same subject. 

The beaker was placed ou an iron plate, under which was a small 
gas-dame; the variations of temperature did not exceed a few tenths 
of a degree on either side of that required. To prevent access of dust 
the beaker was covered with a glass plate provided with two holes, 
through one of which passed the thermometer, through the other the 
carbonic anhydinde tube. Experience showed that it was above all 
things necessary to pass the same number of gas-bnbb!es per 
minute. 

The apparatus described above, though simple, yet presented some 
disadvantages. Firstly, it is obvious that, assuming the impact given 
by each bubble of carbonic anhydride to be equal, a smaller bullet 
would receive a greater shock than a larger one, and as all experi- 
ments showed that the rate of solution, ccetens parlhtcs^ varied with the 
motion imparted to the hullet, the amount dissolved per unit area 
would increase with decrease of its size. This was found to be the 
case after a certain limit had been passed. Secondly, it was found 
difficult in practice to ensure the passage of the same number of gas- 
bubbles per minute. The results, however, obtained with the appa- 
ratus were sufficiently accurate to determine the relation between the 
rate of solution and the temperature, and are recorded below in 
Tables I to X. To obviate this source of error and inconvenience 
an integrating machine was devised, by means of which the bullet 
was caused to revolve round the same path the same number of 
times, whatever its diameter. The apparatus consisted essentially of 
a wooden cone 0 (Fig. 2), rotated by means of a watei^-motor ; a brass 
disc, D, worked by friction on the cone, and the former could be moved 
along a brass rod, R, provided with a scale of 200 mm., and set 
parallel to the cone ; the rod rested above and below upon guides, G, 
(}\ screwed to a wooden base-board. The lower extremity of the rod 
ended in a hollow ferrule, into which was inserted a rubber cork ; 
through this passed a' sealed piece of glass .tubing, bearing at a con- 
venient distance from 'the end of the rod, a small ffiat glass dish, 'D,^ 
about 70 'mm.„ in diameter, , with upturned edges. ■ The/dish was 
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pierced with several holes to allow the liquid to flow out continually. 
The tube and dish were set at angle of 45^ within the beaker contain- 

Fig. 2. 



ing the dissolving liquid ; the metallic bullet rested on the rim of the 
,dish. 

When the cone is rotated at an uniform rate, the rotation of the 
brass rod, as also of the glass vessel, varies with the position of 
the disc on the cone; accordingly, for any known diameter of the 
bullet tbe disc is placed at a certain mark on the graduated scale of 
the brass rod. Thus, the rotation of the rod and of tbe dish can be 
made proportional to the diameter of the ballet, so that it will be 
revolved round the same path the same number of times, whatever 
be its diameter. The glass dish was set slightly eccentrically on the 
tube to prevent the bullet from always revolving on the same axis. 
To reduce the velocity of the rotation of the water-motor, the driving 
wheel of which revolved about 1560 times per minute, a tangent 
screw (S) was interposed between it and the cone ; the rotation of a 
driving wheel connected with the screw was kept constant at 26 times 
per minute, whereby the rotation of the cone, worked by an endless 
band, was also kept constant. This apparatus was devised in outline 
by my friend Mr. T. P. Sells, of Ifew College, Oxford (to whom I 
would express my thanks)';;. it was "'Constructed, and 'improved by 'the 
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Cambridge Pbilosopliical Instrument Company. The results obiaiiied 
by its use are recorded in Tables XI to XXI. In tliese latter experi- 
ments, a fairly uniform current of carbonic anhydride was passed as 
before, and the arrangements for keeping the temperatui*© constant 
(not represented in cut) were slightly modified. 


Determination of the Surfaces of the Bullets. 

If it could be insured that a metallic bullet, initially spheiicab 
retained its form perfectly, its surface could be calculated from its 
mass and specific gravity. As, however, this was not always the case, 
it was thought to be more exact to calculate tbe area from a measure- 
ment of the axes taken in different directions; this was effected by 
means of a micrometer caliper, which measured to O'OIS mm. 

The areas coi^responding to each of the several diameters were cal- 
culated, and their mean value Aj taken. After the bullet had been 
rolled about in the acid liquid for one hour, it was removed, washed 
with distilled water, and dried at 80 — 90°; its axes were again 
measured, their corresponding areas calculated, and their mean value 
As taken. The average of the former and latter mean values, namely, 
A 4" Ao 

--k— — ? A, was taken as the mean area of the bullet during the 

"di 

course of tlie experiment. The difference between the greatest and 
least axis seldom exceeded 0*05 ram. (the difference being generally 
0 026 mm.) ; when, however, this was the case, the area was calcu- 
lated by means of the following approximate formula : — Let 2a, 26, 
be the greatest, mean, and least axis respectively, and let e be the 
eccentricity of the ah section ellipse given by (i) 6® = a®(l — ei)^ 
and e® that of the he section ellipse given by (ii) 1/ (1 —€ 3)1 
Then total surface of the ellipsoid, ei and e^, being very small ; 

(iii) A = 43rO-^l •— 
wliorein Ci and $2 are given by (i) and (ii). 


Method of 

The bullet was weighed before and after each experiment, and tlie 
loss in weight M, divided by the mean area A, was taken as the factor 
for the comparison of the results. For convenience this is' expressed 
in terms of decimilligrams dissolved per one square millimetre surface. 
To. make clear the whole course of the expeinments, all the measure- 
ments and weighings are given below in Table 1(a) and (6). 

^Throughout the various manipulations,' the' ' metallic bullet was 
''■never touched by the fingers, but only with a -pair of ^ brass pincetteSj, 
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as it is well known that the presence of a trace of grease materially 
affects the rate of solution of metals in acids. 

In the first series of experiments, such metals and acid solutions 
were used that no gas was evolved as such, as for example, zinc and 
copper in chromic acid (potassium bichromate' and vsulphuric acid). 
As the results with pure redistilled zinc were rather irregular, pure 
electrotype copper was used. Messrs. Johnson and Matthey made 
from my instructions a set of copper bullets from one rod cast from 
the purest electrotype copper, each bullet weighing about 5 grams 
and turned to 0*013 mm. Before any measurements and weighings 
were made the bullets were rolled about in a solution of chromic acid 
of similar strength to that used in the actual experiments. By this 
means any polishing material used by the workmen, as also any 
superficial coating of oxide were removed, so that the bullet at the 
commencement of the first experiment presented a surface similar to 
that in all the subsequent experiments. It was invariably found that 
this exterior coating was much less readily dissolved off than the 
I'eniainder ; this was doubtless due to a denser structure of the metal 
produced by the external pressure to which the bullets were subjected 
in the processes of turning and polishing. The same result was 
produced in a more exaggerated degree by heating the bullets for 
some time at a temperature just short of that at which they softened, 
and subsequently allowing them to cool slowly. In this preliminary 
operation about 0*25 gram was removed. After the copper bullets 
Lad been in the chromic acid solution for several hours, their surfaces 
were, with few exceptions, as smooth and regular as at the start ; the 
absence of any irregularities was at least one criterion of the homo- 
geneity of the copper. 

Bor each separate experiment, a solution of potassium biehronaate 
was made by dissolving a known weight of the crystals in water; to 
it was added a volume of diluted sulphuric acid containing a known 
weight of the acid ; the whole was then made up to one litre. The 
strength of the sulphuric acid, a considerable quantity of which was 
Tnade up at one time, was determined either by pi*ecipitation with 
barium chloride, or by titration with sodium carbonate. In the fii’st 
series of experiments, such quantities of potassium bichromate were 
used that taking the average quantity 0*33 gram of copper dissolved 
off in each experiment, the quantities of bichromate and acid should 
each be diminished by about 2 per, cent, with formation of 0*2 per 
cent, of water, if the action is supposed to be expressed by the follow- 
ing equation ; — 

3Cu -f KsOrA +' m,SOi = KS04,Gn(S0,% 4- 30uS04 + 

Thus if 59 grams of the bibhxomate and 64*4 grams of sulphuric 
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acid are taken, 2*0 per cent.' of the former acid and 2*1 per cent, of the 
latter are used up per hour, with increase of dilution of 0*022 percent. 
Thus at the end of the experiment the composition of the dissolving 
liquid did not differ materially from that at the commencement. It is 
probable that the above change takes place in two successive stages ; 
first the copper reduces the chromic acid to the sesquioxide, it being 
itself converted to the oxide ; and secondly, these metallic oxides 
dissolve in the sulphuric acid present. If the movement either of the 
bullet or of the liquid were insufficient, the temporary formation of a 
dark green coating on the metal was always observed. 

As a preliminary basis it was ohvionsly necessary to prove firstly, 
that the mass dissolved varied directly with the area, namely, that the 
valnes for AI/A nnder constant conditions of acidity and temperature 
were constant, and secondly, that nnder the same conditions two 
different bullets dissolved at the same rate. In Table I (u) are given 
(I) the weight in grams of the copper bullet at the commencement 
of each experiment, (II) its weight at the conclusion, and (III) the 
difference between (I) and (II) or the quantity dissolved off, (IV) the 
mean area calculated as explained above, aud (Y) the value of M/A 
expressed as decimilligrams dissolved off per 1 square millimetre per 
hour. In Table 1(h) are given the measurements of the axes in 
millimetues as a sample of the valuations from true sphericity ; in 
other series these measurements will be omitted. 


Mixture Tahen, 

59*0 grams potassium bichromate 1 ^ t 

^ 1 1 . . r made up to I litre. 

0-1*4! „ sulphuric acid J 

Temperature 21°. 


Table I (a). 


'Weight in grams 

Weight in grams 

Loss. 

Mean area in 

Value for 

A 

at coiuinenceinent. 

at condnsion. 

sq. mm. 

I. 4 7307 

4 -3585 

0-3722 

308 75 

IS -05 

11, 4-3585 

4 -0133 

0-3452 

293 -04 

11 -89 

III. 4-0133 

3 -6848 

0 -3285 

275 *94 

11-91 

IV. 3 -6848 

3 -3085 

0 -3103 

205 -33 

11 -92 

’V. 3 "3085 

! 3 '( 058 

0 *3027 

245 -01 

IS -21 

'VI* 3 *0658 

2 -7838 

0*2933 

227 *63 

12 *26 


Mean value for M/A 


12*05 
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Tablb I (6). 


No. 


At 


I.. 


{ 


II.. 


{ 


commence - 
ment. 


At conclusion. 


No. 


At 


10 -046 1 
10 -033 I 

10 -020 J 

9 *804 1 
9*191 I 
9 *179 j 


9 *804 I 
9*791 [ 
9-779J 

9*5501 
9*525 [ 
9*500j 



commence- 

ment. 


At conclusion. 


9*2461 
9 *220 I 
9*195] 

9*0171 
8*979 Y 
8 *941] 


9*0171 
8 *979 Y 
8 *941 J 

8*7381 
8*708 Y 
8*674j 



9*2461 
9 *220 Y 
9*1051 


VI.. 


8*7381 
8 *708 Y 
8*6741 


8*3761 
8*319 Y 
8 *2801 ' 


The results given in Table I (a) show that under the same condi- 
tions the values for the mass dissolved per unit area are constant 
within an error of +1*5 per cent,, and the measurements in Table 1(h) 
show that the differences between the greatest and least axes is seldom 
more than 1 per cent. 

In Table II tlie i*esults are given for another bullet under precisely 
the same conditions of experiment. 


Tablh II. 


Weight at com- 
mencement. 

Weight at 
conclusion. 

Loss. 

Mean area 
in mm. 

Value for 

A 

4-7649 

4 *3801 

0*3848 

309 *65 

12*43 

4*3801 

4 *0223 

0-3578 

292 *13 

12-25 

4*0223 

3 *6795 

0*3438 

276-71 

12*48 

3 *6795 

3 *3528 

0*3267 

258-9 

12*60 

3 *3528 

3 *0498 

0*3030 

242-97 

12*53 

3 *0498 

2 -7773 

0*2725 

227 -09 

12*05 


Mean value for ' 

M/A 


12*38 


The mean value for M/A obtained with the second bullet is 2*7 per cent, 
higher than the first bullet under the same conditions, an approxima- 
tion sufficiently near. The experiments recorded in Tables I and II. 
are intended only to prove the efficiency of the apparatus and the 
method of working. 
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Effects Produced by Yarution of Conditions. 


I. Temjjerature. 

To detemiine fclie effect produced by variation of temperature a 
series of experiments were conducted with the following mixture: — ■ 

r 4-1.-2 grams potassium bictromate 1 ^ 

1 32‘0 ,5 sulphuric acid J 


Table III . — Temperature 21°. 


Weiglit at com- 
mencement. 

Y'eiglit at 
conclusion. 

Loss. 

Mean area. 

Talue for 

A 

4*0318 

4*3858 

0*246 

306*12 

8*04 

4*3858 

4*1493 

0 *2365 

294*64 

8*03 

4*3493 

3 *9208 

0*2285 

283 *8 

8-06 

3 *9:^08 

3*6973 

0 *2235 

272*27 ' 

8-23 

3*6972 

3*4808 

0*2165 

261 *04 

8-30 

3*4808 

3*2006 

0 *2082 

251 *38 

8-28 


Mean value for ! 

M/A ’ 


8*16 


Table IY . — Temperaiure 81°. 


Weight at com- 
mencement. 

Weight at 
conclusion. 

Loss. 

Mean area. 

Value for 

A' 

4*7160 

4 *3998 

0 *3162 

309 *0 

10*23 

4*3998 

4-0976 

0 *3022 

294*64 

10*26 

4 *0976 

3 -8041 

0 '2928 

284*94 

10 '25 

3 *8041 

3 *5276 

0-2745 

S 266 *67 

10*30 

3 *5276 

3 *2581 

0 -2695 

253 -39 

10*64 

3 *2581 

3 0156 

0 -2465 

240*45 

10*27 

3 *0156 

2*7736 

0-2430 

228 '99 

10*61 

2 *7736 

2 *5476 

0 -2270 

216*89 

10 *47 


Mean value for ] 

M/A 


10*38 


Table Y . — Temperature 36°. 


Weight at com- 
mencement. 

Weight at 
conclusion. 

Loss. 

Mean area. 

Value of 

A 

4-6647 

4-2973 

0 -3674 

304*92 

12*05 

4-2973 

3 *9499 

0 -3474 

288*96 

12*02 

3 *9499 

3 *6199 

0*33 

273 '29 

12 -07 

3 *6199 

3*3138 

0*3061 

257 -56 

11 -89 

3 *3138 

3*0253 

0*2885 

242-29 

11-94 

„ 2*8200 

2*6553 

0*2652 

216-42 " 

12-25 


Mean value for ] 

M/A,;..., 


' , 12 ‘Q4 , 






THE DISSOLUTION OF METALS IN ACIDS. 


371 


Table YI . — Temjperature 41°. 


W eight at com- 
luencemenfc. 

Weight at 
conclueioM. 

Loss. 

Mean area. 

Value of 

A. 

4-7253 

4*3253 

0 *4002 

306 -72 

13-05 

4*3253 

3 *9523 

0-373 

290 -52 

12 -84 

3*9523 

3-5928 

0*3595 

273 *78 

13 T3 

3 *2623 

2 -9558 

0*3065 

238 *82 

12 *83 

2 *9558 

2 *6603 

0 2955 

222 T4 

13 *31 


Mean value of }/. 

r/A 


13 *03 


It will be seen that tlie difference of the value of M/A is directly 
proportional to the differences of the temperatures. This relation will 
be manifest by the figures given below : — 


Temperature. Yalue for M/A. Log M/A. 

21° 8T5 0*9114 

31 10-38 1-016 

36 12*04 1*0805 

41 13*03 1-115 


Subtracting the first logarithmic value from each of the succeeding, 
one has — 

(i) i-oifi - 0-9114 = 0*1047 = 2 X 0*0535 

(ii) 1*0804 - 0*9114 = 0*1692 = 3 x 0*0564 

(iii) 1*115 - 0-9114 = 0*2036 = 4 x 0*0519 

Thus the differences of the logarithms are practically in the ratio 
2:3:4, which is the same as that of the differences of temperature 
10 : 15 : 20. Taking then the mean of the logarithmic differences as 
0*0539, and comparing the values given in Tables lY, Y, and YI with 
that of Table III, the observed and calculated results will be as 


follows : — 


Obsorrod Talues. 

Calculated values. 

8-15 

' — 

10-38 

10*4 

12-04 

11*84 

13-03 

13-4 

The greatest difference between the observed and calculated values 

does not exceed 3 per cent., or a 

variation which might be due to the 

differences of the rates of solution of individual bullets under inden- 

tioal conditions. 


A number of other escperimentS' were made with different mixtures 
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of potassiuDa biclironaate and sulphuric acid to confirm tlie above re- 
lation between temperature and rate of solution. 

Mixture Tahen. 

f 29-0 grams potassium bichromate 1 ^ 

1 64*4 5, sulphuric acid / 

Table YII . — Temperature 21°. 


Weight at com- 
mencement. 

Weight at 
conclusion. 

Loss. 

Mean area. 

Value of 

A 

4-505 

4*2398 

0 *2652 

300*05 

8*82 

4*2398 

3-9863 

0 *2535 

289 *53 

8-76 

3 *9863 

3-7401 

0*2462 

276 '42 

8-87 

3 7401 

3 -5079 

0 •232-2 

265*9 

8-74 

3 *2703 

3 -056 

0 *2142 

242*84 

8-82 


Mean value of 1! 

' 


8*80 


Table VIII. — Mi<&fure as in Preceding Series. Temperakire 31°. 


Weight at com- 
mencement. 

Weight at 
conclusion. 

Loss. 

Mean area. 

Value for 

A 

4-7153 

4-3755 

0*3398 

308*5 

11-01 

4 *3755 

4 *0518 

0 -3237 

292 *9 

11 *05 

3 -7683 

3 *4707 

0 *2976 

260-15 

11 ‘04 

3 -4707 

3 *1848 

0*2859 

248 -85 

11 *49 

3-1848 

2*9078 

0*277 

234-85 

11*82 

2-9078 

2*6488 

0*259 

220 56 

11*75 


Mean yalue for ] 

M/A 


11 *36 


From the figures given below, it is evident that the diiferenco of the 
logarithms of the values for M/A is equal to that observed for tht> 
difference of 10° in the preceding observations : — 


Temporatoe. Taliie for M/A. Log M/A. 
2r 8*8 0*9445 

31 11^36 1*0553 


Difference. 

0*1108 = 2 X 0*0554 


Adopting the above mean value, 0*0539 for 5°, the observed and 
calculated results will be as follows : — 

OhserYed. Calculated. 

, ^ , 8*8 ' 

11*30, ' 1T28- 
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Mixture Taken. 


59*0 grams potassium bichromate 
32 '2 „ sulphuric acid 


I made up with water to 1 litre. 


Table IX. — Tem^perature 21°. 


Weight at com- 
mencement. 

Weight at 
conclusion- 

Loss. 

Mean area. 

Value for 

A 

4 *7419 

4*4945 

0 -2474 

312 *33 

7*92 

4-4945 

4-2560 

0 -2385 

301-56 

7-92 

4-256 

4 -0225 

0 -2335 

290-54 

8-04 

4 *0225 

3 -8009 

0 -2216 

279-4 

7*92 

3-8009 

3-581 

0 -2158 

266 •48 

8-10 


Value for M/A , 



7 -98 


Table X. — Mixture as in Freceding Series. Temperature dl° . 


Weight at com- 
mencement. 

Weight at 
conclusion. 

Loss. 

Mean area. 

Value for — . 

A 

4-7278 

4-4111 

0*3167 

308 26 

10-27 

4-4111 

4-1093 

0 *3018 

293*39 

10 -28 

4*1093 

3 -8185 

0*2908 

279-64 

10 *40 

3 -8185 

3 *5418 

0 *2767 

266 -64 

10 39 

3 *5418 

3-2731 

0 *2687 

253 21 

10 *61 

. 3*2731 

3 -0228 

0 2503 

239 *86 

10*44 


Mean value, ... 



10*4 


Tbe difference of the logarithms of the above mean values is given 
below : — 


Teinperatare. Value for M/A. Log M/A. 

21° 7-98 0-902 

31 10*4 1*0169 


Difference. 

0T159 = 2 X 0*0574. 


Observed values. Calculated. 

7*98 ' — 

10*4 10*26 


It will be necessary to quote only one more pair of results to illus- 
trate tbe above relation between temperature and amount dissolved 
off* ; these were conducted with the cone apparatus — 
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Mixture Taken, 


/ 44^ grams potassium bichromate 1 
1 48 ‘0 ,5 sulphuric acid ...... j 


made up with water to 1 litre. 


Table XI. — Tem'perature 21°. 


Weight at com- 
mencement. 

Weight at 
conclusion. 

Loss. 

Mean area. 

Value tor ~. 

A 

4-5269 

4 *2562 

0*2704 

302 -59 

8*95 

4*2562 

3-9942 

0*262 

289*23 

9 06 

3*99^12 

3 -7427 

0*2515 

277-09 

9-08 

3 *7427 

3 -5087 

0*234 

265 *64 

8-81 

3 *5087 

3 •3777 

0-231 

254-02 

9*09 

3 *2777 

3 -0532 

0*2225 

242 *33 

9*19 


Mftfl.Ti rain A . . . . 



9 -03 




Table XII . — -Mixture as in Preceding Series, Temperature 36°. 


Weight at com- 
mencement. 

Weight at 
conclusion. 

Lobs. 

Mean area. 

Vahie for 

A 

4-8232 

4-4217 

0*4015 

311 -23 

12'9 

4 *2992 

3-9229 

0-3763 

287 53 

13 *09 

3*9219 

3-5767 

0-3462 

271 *05 

12 -77 

3 -5767 

3 -2507 

0-326 

254*51 

12-81 

3 -2507 

2 -9406 

0*31 

238-1 

13 '02 

2-9406 

2 -6542 

0 *2865 

224-79 

12 -76 

2 -6542 

2-3867 

0 *2765 

207 -29 

12*9 

2-3867 

2*1332 

0-2525 

192 -69 

13 *1 

2-1333 

1 *8969 

0-2363 

178 -65 

13 *17 

1-S969 

1 -6772 

0*2197 

166 -86 

13*17 


Mean value 



13 -07 


The difference of logarithms will be as follows : — 


Temperature. Value for M/A. Dog M/A. 
21" 9-08 0“9556 

86 13-07 1*1162 


Difference. 

0*1606 = 3 X 0*053(5. 


Observed values. Calculated. 

9'OS ’ — 

13-07 13-11 

All the aboye experiments show that the iiici’enient of the rate of 
solution produced by increase of temperature is independent of the 
'proportions of potassium, bichromate and 'sulphuric acid present, as 
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also of tlie degree and kind of motion imparted to the metallic 
bullet. 

The results show that the Telocity of chemical action between copper 
and chromic acid is an exponential function of the temperature, the 
former increasing in geometrical as the latter increases in arithme- 
tical proportion. This relation may be expressed by the equation* — 

(i) Vi = 

or (ii) Vi = 

in which vt is the Telocity at a higher temperature t, Vf the Telocity at 
a lower temperature and Ic is a constant. (In equation (i) e = base 
of Haperian logarithms.) The yalue for h in equation (i) = 0*0108 j 
hence it follows that the Telocity is doubled for every increase of 30®. 

It is, perhaps, worth calling attention to the very simple relations 
between temperature and velocity of chemical change, first pointed out 
by Messrs. Harcourt and Esson in the case of hydrogen peroxide and 
hydriodic acid (this Journal, 1867, 492). A list of cases investigated 
which follow the same law is of interest. 

Thus the velocity of reaction between potassium chlorate and hy- 
drochloric acid^ is doubled for every 6”, that between hydrogen per- 
oxide and hydriodic acid is doubled for every 10®,*)* that between 
ferrous salpliate and potassium chlorate is doubled for every 8° 
(approximately), that between acetic acid and ethyl alcohol is 
doubled for every 12°, J that between marble and hydrochloric acid 
is doubled for eveiy 20^§ and that between copper and chromic acid 
is doubled for every 30°. 

As pointed out by BogusM,|| increase of temperature produces not 
only an increase of the kinetic energy of the molecules within the 
liquid but also a decrease of viscosity. Upon these factors, concern- 
ing which too little is known at present, depends the numbers of 
heterogeneous molecules, which have a chance of colliding wdth one 
other in any unit interval of time. 

Vabiation of OoNomoNS. 

II. Sulphuric Acid. 

A series of experiments were made in which the only variable in 

* W. H. Pendlebury and Miss M. Seward, JProc\ Moy, Sog., 45, 125. 

t J. J. Hood, mu. Mag. [5], 20, 327. 

J Berthelot and Poan-St. D-illes, Ann. €Mm. mgs. [3], 66, 116. This result is 
calculated from tlie data given by the authors ; these, though few, are suiBcieni to 
show that the chemical change follows the same law. This question has also been 
discussed by Lemoine, M'iudes sur le$ MqmlihrBS cMmiqueSj p. 178. 

§ ZpM. f7i4isihal Chem.,Xj%l%. 

II Zeit, ghgsiJcal \ ' 
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tlie conditions was the proportion of sulphuric acid, in order to deter- 
mine the effect produced by this variation. 


Mixture Tahen, 


r 41'3 grains sulphuric acid 

144*2 ,, potassium bichromate... 


I made up to 1 litre. 


^ Table XIII. — Temjperature 36°. 


Weight at com- 
mencement. 

Weight at 
conclusion. 

Loss. 

Mean ai’ea. 

Yalue for 

.A. 

4*8033 

4*435 

0*3683 

311 -07 

11 *84 

4*435 

4-0773 

0*3577 

294 *83 

12*14 

4-0773 

3-7401 

0 *3372 

277 -51 

12-15 

3 *7401 

3 *4282 

0 *3118 

261 *92 

11-03 

3 *4283 

3 *2327 

0*2955 

247 *34 

11-95 

3 -2327 

2 *9557 

0*277 

232 *41 

11 •93 

2*9557 

2*6902 

0*2655 

217*12 

11-94 

2-6902 

2 -4457 

0*2445 

203*07 

12-04 

2 *4457 

, 2*2157 

0*23 

190 *26 

12-07 


Mean ralue . . . . 



12-00 


Mixture Taken. 

f 35*4 grams sulphuric acid. ....... 

l44*2 „ potassium bichromate. 


made up to 1 litre. 


Table XIY. — Temperaiure 36°. 


Weight at com- 
mencement. 

Weight at 
conclusion. 

Loss. 

Mean area. 

Yalue fox* 

A 

4-7078 

4*4438 

0*324 

308*67 

10*50 

4-4438 

4 *1365 

0-3073 

294*08 

10-45 

,4*1365 

3*8403 

0-2903 

2-yO *15 

10 -57 

3*8403 1 

3*406 

0-275 

266 *53 

10-34 

S *406 

3 *154 

0-252 

240 *89 

10-46 


Mean value . . . . 



10 '44 


1 


Mixture Taken. 



29*5 grams sulphuric acid 

44*2 „ potassium bichromate 


I made up to 


1 litre. 
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Table XY . — Temperature 36‘\ 


Weight at eoin- 
mencement- 

Weight at 
conclusion. 

Loss. 

Mean area. 

Taliie for 

4 -6438 

4 -3715 

0 -2723 

303 -96 

8-96 

4-3715 

4 T113 

0*2601 

292 -65 

9-06 

4T113 

3 -8601 

0 -2512 

280 5^2 

8-94 

3 *8d01 

3-6228 

0 -2372 

268-96 

8 -82 

3 *6228 

3-3943 

0-2205 

256*54 

8-91 

3 -3043 1 

3 *1681 

0-2255 ' 

245-5 

9*19 


Mean value 



8-98 




Mixture Taken. 

23-.5 grams sulphuric acid 1 ^ 

44*2 „ potassium, bichromate . j 


Table XYI . — Temperature 36^^. 


Weight at com- 
mencement. 

Weight at 
conclusion. 

Loss. 

Mean area. 

M 

Yalue for X. 

A 

4-6632 

4-4317 

0-2315 

310*43 

7-46 

4 -213 

3 -9927 

0-2203 

288 -66 

7-63 

3 -9927 

3*7837 1 

0 -209 

278 67 

7-50 

3-7837 

i 3-5877 

0-205 

268 -62 

7-63 ■ 

3 -6877 

3 -3902 

0-1965 

258 -31 

7-62 

3 -3902 

3 *202 ; 

0-1882 

247 -91 

7 -58 


Alean value . . . . 



7-60 


In the above experiments (Tables XII — XVI), the cpumtities of 
sulphuric acid, the only variable in the conditions, have been taken 
in the aritlniietical propoiTion 2 : 1'75 ; 1*5 : 1*25 : 1 ; tlie values for 
AI/Aare also in an arithmetical proportion (a result a priori probable). 
Thus assuming a common difference' of 1*4 between' each successive^ 
iiiiinber in the series of the values for M/A, the values calculated 
will be — 

13*2 : 11*8 : 10*4 : 9*0 : 7*6, 
while those found were 

13 07 : 12*0 ; 10*44 : 8*98 : 7*6, 

showing a maximum error of 1*5 per cent, between the calculated and 
the observed numbers. ■ ' 

2\e 


VOL. LV. 
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The increase in the rate of solution is proportional to the qiiaiititj 
of siilpliuric acid, or the curve representing the rate of solution as a 
function of the concentration of the acid is a straight line. Tlie 
equation for this line is 


ill which X is the number of grams of sulphuric acid per litre, and 
y the value for M/A; this equation shows that under the same con- 
ditions copper would dissolve to a slight extent in an aqueous solution 
of potassium bichromate of the concentration used in fclie above 
experiments, without the presence of the sulphuric acid. 


III. Pofassmm Bichromate. 

A series of experiments were further made to determine the effect 
produced by variation of the proportion of the jiotassium bichromate, 
other condi Lions being kept constant. 


Mixture Taken. 


/ 21T grams potassium bichi^omate 
1 47 ‘2 5 , sulphuric acid 


made up to 1 litre. 


Table XYII . — Temperature 36®. 


Weight at com- 
meiiceinent. 

V^eight at 
coTichision. 

JjOSS. 

Mean area. 

Value of — . 

A 

4 -0813 

4 3140 

0 *2094 

314 -98 

8*53 

4 -3149 

4 *057 

0 *2574 

296 -81 

8 -67 

4-0o75 

i 3 *8148 

0'2]27 i 

1 285-12 

8 51 

3-8148 

i 3 *5818 

0 '233 1 

; 274-17 

8 *50 

3 '5818 

i 3 '3613 

0'2205 

; 263 '96 

8*34 

3-1588 : 

' 2 *9503 

0*2055 1 

1 241 '95 

8 *49 

2*9503 i 

^ 2 -7533 

0'197 i 

232 *26 

8 *48 

2;7533 j 

2 ’5629 

0 1904 

f 1 

222 *45 

j 

8 *56 


Mean value 




SMI 
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Mixti^re Talceii, 


f 27’62 grams potassium bicliromate 
[47*12 ,j siiiplmric acid 


j> made up to 1 litre. 


Table XYIII . — Temperature 36°. 


Weight at com- 
mencement. 

AVeiglit at 
conclusion. 

Loss. 

Mean area. 

Yaliie of 

A 

4*6873 

4 *3470 

0 *3398 

305 *6 ■ 

11*12 

4-3-i75 

4*0218 

0 *3257 

290-7 

11-21 

4 -0218 

3 *7075 

0 *3133 

276 -85 

11*32 

3 *7075 

3 *4173 

0 *2903 

260 *34 

11*15 

3 -4173 

3 *1453 

0 *272 

246*57 

11*03 

3 *1453 

2 -8668 

0*2585 

233 *15 

11 *11 

2 *8668 

2 *6231 

0 *2437 

218*61 

11*15 

6*6231 

2*3908 

0*2323 

206 *47 

31*25 

2 *3908 

1 

2 *1226 

0*2182 

194*03 

11*25 





11*17 




Mixture Taken, 

r 33*15 grams potassium bichromate 1 u to 1 litre 
1 47*12 „ sulphuric acid J 

Table XIX . — Temperatwre 36®. 


Weight at com- 
mencement. 

Weight at 
conclusion. 

Loss. 

Mean area. 

Yalue of 

A 

4*6108 

4*2408 

0-37 

301 *53 1 

12 -27 

4 *2408 

3*8904 i 

0 *3304 

286 *05 

12 *23 

3 *8904 

3 *3133 

0*3396 

269 -64 

12-60 

3*3133 

3*0248 

0*2885 

236 -66 

12*20 

3 *0248 

2-7473 

0*2775 

220-98 

12-56 

2*7473 

2*4897 

0 *2676 

206-17 

12 *49 


Mean Talue . . . . 



12*39 


2 E 2 
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Mixture Tahen. 

55-25 grams potassium bichromate I ^ 

47*2 ,5 sulphuric acid ...... J 


Table XX. — Tem;peTature 36°. 


Weight at com- 
mencement. 

Weight at 
conclusion. 

Loss. 

Mean area. 

Value of 

A 

4 -8905 

3 *9876 

0*4009 

290*64 

13-73 

3*9896 

3 -6118 

0-3778 

272 -28 

13 *88 

3*6118 

3 *2651 

0 *3567 

254 *61 

14 *00 

3 *2651 

1 2 *9331 

0 332 

237*1 

14-01 

2*9331 

! 2 *6418 

0*2913 

220*8 

13 '81 

2 *6418 

2 *3573 

0 *2845 

206 *08 

13 *81 

2 -3573 

2 *0393 

0 *2680 

189*75 

14*12 

i 

Mean value . . . , 



13 *91 


Mixture Talceu. 

f 66-3 grams potassium bichromate 1 ^ 

1 47’12 „ sulphuric acid J 


Table XXI. — Tem^pemture 36°. 


Weight at com- 
mencement. 

Weight at 
conclusion. 

Loss. 

Mean ai-ea. 

Value of 

A 

4-656 

4 *2263 

0 *4297 

306 -27 

14 *03 

4 '2263 

■ 3 *8258 

0-4005 

281 ‘63' 

14 *22 

3 *8258 

3 *4238 

0-372 

262-48 

14 -17 

3 *423v8 

3*0888 ! 

0 '335 

211 ‘08 

13 *92 

3 *0888 

2*7671 i 

0-3217 

226 *84 

14*21 

2*7671 

2 *4666 

0*3002 

211-63 

1-1 *19 

2 *4660 

3*18/5 

0 -2701 

195*13 

14*31 


Mean value . . . . 



14*15 


The results set forth in Tables XYII to XXI and XII are siioimed 
up below; the general proj)oi’tioiis of potassium hiclu'Oinate, whicii 
were taken in the ratio 1 : 1*25 : 1*5 : 2 : 2*5 : 3 ; in the second column 
are given the values for M/A, and in the third are given the difference, 
either calculated or determined, which correspond to each successive 
addition of ITl grams potassitim bichromate. 
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G-rams. I 

Grams. 

Grams. 

! 

Grams. 

Grams. 

1 

Grams. 

Proportion of potassium bicliro- 
inate 

22*1 

8*51 

27 *62 

11*17 

A 

33*15 

12*39 

44-2 

13-07 

55*2 ■ 

13*91 : 

66*3 

14*15 

j 

Values of 

A 


Differences 


5-32 4-36 0*68 0*84 0*24 


It is evident from tlie above figures that the effect produced bj 
each successive addition of potassium, bichromate is at first con- 
siderable, then is nearly proportional to the amount of potassium bi» 
chromate added, and finally is reduced almost to nil. (The mimhers 
0’67 and 0*81 would become equal if there wei^e an error of less than 
1 per cent, in any of the three values 12*39, 13*07, and 13*91.) It is 
probable that potassium bichromate, when added beyond a certain 
amount, would merely be so much inert matter, or even so much 
matter in the way of the colliding molecules of copper and sulphuric 
acid. 


Gonclimon, 

The main results embodied in the present paper may be summed 
up as follows : — 

(1.) When, a metallic sphere, placed within an acid liquid, receives 
an equal number of impacts per unit time, or is regularly rotated, it 
will dissolve uniformly, the amount dissolved off being, as was to be 
expected, proportional to the surface exposed. 

(2.) In the particular case of metallic copper within a solution of 
potassium bichromate acidulated with sulphuric acid, the amount of 
metal dissolved off is dependent upon the conditions of (») tempera- 
ture, (h) proportion of sulphuric acid, and (o) proportion of potassium 
bichromate. 

(a.) If the tempei'ature in degrees be varied in an arithmetical 
proportion, the amount dissolved off varies in a geometrical propor- 
tion. This amount is doubled for every 30°, whatever be ' the con- 
centration or acidity of the solution. This change is thus perfectly 
analogous to several others quite different from it and from one 
another in then* nature. 

(5.) If the quantities of sulphuric acid, other conditions remaining 
the same, be varied in arithmetical proportion, the amount of metal 
dissolved off also varies in an arithmetical proportion. 

(c.)' If the quantities of, potassium bichromate,' other conditions 
remaining the same, be varied in arithmetical proportion, the amount 
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dissolved off is at first increased considei’aWj by eacb successive 
addition of potassium biebromate, tlien varies in aritbmetical pro- 
portion, and finally is but little affected by tlie amount of potassium 
bicliromate present. 


XLI.^ — JEjxjperimental Researches on the Perioclic Laiv, Part I. 

Tellurium. 

By BoHiJSiiAv Brau5?er, Pb.D., E.O.S., late Berkeley Bellow of 
Owens College. 

On the Atoo^iie Weight of Tellurium. 

The atomic weigM of tellnritim has been determined by Berjaelitis,, 
who for tbis purpose oxidised tellurium with nitric acid, and weighed 
tbe tellnxfinm dioxide left on ignition. He obtained tlie following 
numbers : 128*9 (in 1812), 128*9 (in 1818), and 128*3 (in 1832). In 
the year 1857, v. Hauei’, by analysis of the potassium telluriam 
bromide, found Te = 127*9.^ Up to tbe present time, tbe imind 
inimber Te = 128 has generally been accepted as tbe true atomic 
weight of tellurium. (See tbe atomic weight recalculations by Clarke, 
Washington, 1882; L. Meyer and Senbert, Leipsic, 1888; and 
Ostwald, LeJvrhuch^ Leipzig, 1884.) 

In tbe periodic system of elements, however, tellurium lies in 
Series VI, between antimony = 122 and iodine = 127, and it was 
therefore assumed by Mendelceff, that tbe true atomic weight of 
tellurium lies between these numbers, and is about 125, as follows :• — 

Sb. Te. I. 

122 125 . 127 

According to the recent determinations made by J. P. Cooke, as well 
as those of Stas, these elements have the following atomic weights, 
Sb = 119’96 and I = 126*86, and we may thex'efore expect that the 
atomic weight of tellurium will be still smaller than the above, namely, 
about 123*5. 

* All atomic weights used in this paper refer to tlie standard 0 « 16, for 
reasons published by me in the Chemical Rems, 58, 307, and Rer., 22, 1186, 
of May 27th, 1889. My arguments were, I may say, accepted as valid by Horst- 
mann (fieri. Ber., 22, R. 85) and Ostwald (fbid., 1021), although not by Lothar 
Meyer and Seubert {ibid., 22, 872 — 879). ' The numbers used are 0 = 16, S «= 32*07 
Gu Br « 79*963, Ag « 107*938. ' 



ON THE PERIODIC LAW, 


383 


This circumstance caused Wills (CJiem. Soc. Journ., Trans., 1879^ 
704 — 713) in 1879 to redetermine the atomic weight of telliirixini. Bj 
the oxidation of tellurium with nitric acid (I), Wills obtained numbers 
Tarying between Te == 126' 63 and 129*66. Oxidation with aqua 
regia (II), gave Te := 128*09 and 128*30. Lastly, analysis of 
potassium tellurium bromide gave Te = 126*39 — 127*93. Wills con- 
cludes from his experiments “ that the atomic weight of, tellurium 
does not lie between those of iodine and antimony, but is greater than 
the former element, which must, therefore, precede tellurium in 
Mendeleeff's classihcation.” 

I may be allowed to remark that the differences between the maxima 
and minima of the numbers obtained by Wills as tbe atomic weight 
of tellurium differ in the Series I (see above) by 3*03 units, in Series II 
by 0*21, and in Series III by 1*57 units, those of the three series 
showing a distance of 3*27 units and, as 21*4 per cent, of Wills’ 
iinmbers are lotoer than the atomic weight of iodine, it is certainly 
strange to see that from snch discordant results a conclusion of such 
great theoretical importance should be drawn. 

It has been shown lately by Basaroff (/. Etm, Ghem, She., 1887, 
61 — 73), that in the same manner as the elements follow each other 
in tbe periodic system, their atomic weights are found to increase, so 
that the regular variation of quotients obtained by dividing the atomic 
weight of an element by that of the next lovrer one may be repre- 
sented graphically in a satisfactory manner, and it was therefore still 
more probable that the said regularity should hold good also in the 
case of tellurium, and that a lower value would be obtained for its 
atomic weight than that of iodine, I = 126*86. 

The object of tbe followung research was to undertake a thorough 
x^evision of the atomic weight of tellnrium, and to that research I have 
devoted the gx’eater part of my spare time during the past six years. 

It was to be expected that tellnrium would not remain an exception 
to the periodic law, for although neaxly one-third of the known 
elements would not have fitted into the pexibdic system with their 
originally accepted atomic weights, yet hitherto it has been found 
that these atomic weights are at fault, and not the system. These 
apparent exceptions are: Li, Be, Sc, Ti, V, Co, Ga, Y, Hb,'Mo, Bu, 
In, Sb, Gs, La, Ce, Ta, Os, Ir, ,Pt, Bi, Au, Th, and IJ, 

Frepamtio7i of MateriaL 

Two kinds of material were used for the preparation of pure 
tellurium: Hungarian tellurium ores, nagyagite, sylvanite, and 
petzite and Hungarian crade tellurium. , After bringing the tellurium 
into solution in the form of chloride, it was precipitated in the usual 
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way witli saipliur dioxide in tlie elementary state, and tliis precipitate, 
after drying, was fused witli potassium cyanide in order to get rid of 
any selenium wbicli might he present, although none could be 
detected in it,’^' and also of traces of the heavy metals wliicli are 
carried clown wntli the tellurium on precipitating’ it with sulphur 
dioxide. Erom the claret' colon red solution of potassium telluride, 
tellurium was precipitated by means of a current of air. Lastly, it 
was placed in little porcelain boats which vrere introduced into a wide 
Bohemian glass tube, surrounded by wire gauze, and then distilled in 
a current of hydrogen. Minute traces of telliirides of the heavy 
metals were left behind. 

The distilled tellurium forms a cx’ystalliiie mass of silvery lustre 
which does not change its colour on exposure to the air. Luring 
distillation, part of the tellurium combines with hydrogen, forming 
tellurium hydride which, before escaping from the heated tube, is 
again decomposed with deposition of beautiful needle-shaped 
crystals of the element measuring 1 cm. or more in length ; 
the hydrogen formed, however, always contains some gas of an 
extremely disagreeable odour which behaves like tellurium hydride, 
and has very poisonous properties. 

By this costly process, large quantities of tellurium were prepared, 
the properties of which are those required of j)ure tellurium, accord' 
ing to the present state of our knowledge ; it may be redistilled in 
hydrogen without leaving any residue, and no impurities can be 
detected in it by qualitative analysis. 


Determination of the Atomic Weight. 

It ivas my intention to determine the atomic weight of tellurium by 
as many independent methods as possible, but in the course of this 
investigation it wuas found to be very difficult to devise meilKuls 
which would' answer the pui’pose. In this, as in many other ros])cofcs, 
tellurium approaches its next horizontal ‘‘ atoraanalogiie,” antimony, 
of which Berzelius said in 1812: '‘I have never worked with a 
material with wdiich it was so extremely difficult to obtain constant 
results.” (SeJmeiger, 6, 149.) 

All tile reagents used in the coui’se of the present investigation, as 
hydrochloric, nitric, and sulphxiric acids, Vv-ere subjected to fraeiional 
distillation from platinum . vessels, and the water employed wa>s 
redistilled with alkaline permanganate,, and the steam, cooled iix a 
platinum condenser; the set of weights used was corrected by the 
method of vibrations. 

* Haxdog been probably volatilised by the repeated evaporations with strong 
hydrochloric acid employed to get rid of nitric acid. 
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A. Gomersion of Telhirkim into the Dioxide. 

Tellarium was oxidised (a) with nitric acid ; (h) witli aqua regia. 

(a.) Oxidation tvitli Nitrie Acid. — The finely powdered tellurium 
w^as treated in Experiments 1 and 2 in a platinnm crucible with dilute 
nitric acid., in wbicli it readily dissolves. Tlie crucible was covered 
with a watch-glass j in order to avoid loss by spirting. After the 
reaction was over, the contents of the crucible wmre evaporated to 
dryness on a water-bath, and then heated slowly up to 400'^, It was 
observed, however, that the basic tellurium nitrate formed loses its 
last trace of nitric acid at a temperature at which part of the 
-telliirous anhydride contained in the crucible begins to volatilise, the 
watch-glass becoming* covered with a white suhstance. 

Experiment Ko. 3 was carried on in a flask of hard Bohemian 
glass (pi’eviously boiled with aqua regia) so that the volatile portions 
were condensed in its colder neck. This method was ahaiidoned, as it 
did not give constant results. 


Exp. Tellurium. Te dioxide. Atomic 

No. grams. grams. weight. 

1 T9509 2-4437 126*7 

2 0-9212' 1-1523 127*6 

3 1*2947 1*6267 124*8 


(b.) Oxidation with Aqua Jdegia, — Weighed quantities of pure 
powdered tellnrium were placed in a round-bottomed flask of hard 
Bohemian glass, Fig. 1 (previously boiled for many days with aqua 
regia), and, after introducing some hydrochloric acid, nitric acid was 


Eig. 1. 
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added gradiiany. As, However, large quantities of tHe finely divided 
spray of tHe solution are carried over witH tlie escaping gases, tlie 
neck oi tHe flask was closed with a glass tube, h, containing bulbs in 
the middle, the wdder end of which was tightly ground into the neck 
of the flask, the narrow end dipping into a small beaker containing 
nitric acid. The escaping gases are thus forced to pass through the 
nitric acid contained in the small bnlbs and in the beaker, and in this 
way the escaping spray of tellurium solution is completely con- 
densed. 

The arrangement of this simple apparatus is seen from Fig. 1, and 
it was used several times during the course of the present investiga- 
tion when weighed quantities of substance had to he dissolved 
without any of the latter being carried olf with the escaping gases. 

On evaporating the solution of tellurium in aqua regia, some of the 
tellurium tetrachloride formed is volatilised — a circumstance which 
Avas overlooked by Wills — and, further, during the evaporation, organic 
substances contained in the air may be condensed in it, causing a 
subsequent reduction at a higher temperature. In order to avoid 
these sources of error, the solution of tellurium was evaporated in a 
current of pure, dry air in an apparatus the arrangement of which is 
seen from Fig. 2. Air from the open was aspirated through potash 
solution, e, a long layer of cotton- wool, /, over pumice-stone soaked 


Eig. 2. 



with sulphuric acid, g, and then passed through a tube, hj containing 
red hot platinum sponge. This tube ended in d, which is ground into 
the flask a containing the tellurium solution, and heated in an air- 
bath, &, the bottom of which was protected fi’om the direct action of 
the radiant heat by a screen, c, made of asbestos ca3?dboard. The glass 
bulbs ^ and' flask h serve for the condensation of the, acids escaping, 
from the flask 'The various single: pieces of' whiC'h th,is^' apparatus 
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is composed are connected eitlier by air-tigM gromid glass Joints or 
by fusing tliera together, without the use of cork or rubber any- 
where. 

The distilled mixture of hydrochloric and nitric acids, on evapora- 
tion with sulphuric acid, gives several milligrams of basic tellurium 
sulphate (see below, B), but it is a question whether the whole of the 
escaping tellurium can be collected in this way. However, on 
neglecting even this small quantity of tellurium, the atomic weight 
will be found to be higher by 1'2 units. After evaporation to dryness, 
the residue in the flask was repeatedly evaporated down with nitric 
acid in a current of air at 110°, and finally heated to 440°. It was 
found, however, that at the point at which tellurium trioxide decom- 
poses into the dioxide and oxygen the dioxide begins to volatilise ; 
moreover, when the “ tellurium dioxide ’’ after weighing was treated 
with hydrochloric acid, a white residue was always left, and this 
would not dissolve in the acid even on continued boiling 1 


Exp. Te. TeOs. Atomic 

Ho. grams. grams. weiglifc. 

4 2-3092 2*9001 125-0 

5 2-8153 3-5332 125*5 

6 4*0176 5*0347 126*4 

7. 3*1613 3*9685 125*3 

8 0*8399 1*0526 126*4 


B. Conversion of Tellurium Dioxide into the Basie Sulphate. 

As Marignac (Archives 8c. Phys. Nat. [3], 10, 17, separate copy) 
had succeeded in determining the atomic weight of bismuth by the 
conversion of the oxide into the sulphate, a similar method was tried 
with tellurium dioxide. For this purpose, tellurium dioxide was 
dissolved in hydrochloric acid, and the solution (containing always 
some undissolved white substance) was evaporated to dryness with a 
slight excess of sulphuric acid. As soon as the hydrochloric acid had 
been driven off, beautiful, glistening crystals— -rhombic scales — of 
basic tellurium sulphate, TegOiSOa, were left. Sometimes beautiful, 
regular crystals — combinations of the cube with octohedron — -were 
observed, but these seem to be another salt. It was remarkable that 
when this operation was carried on in platinum crucibles lower results 
were obtained (Experiments 9, 10, 11), whereas in glass or porcelain 
vessels (Experiments 12 and 13) the excess of sulphuric acid could 
not be driven off without the sulphate undergoing partial decom- 
position, so that the results obtained were very high. 
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Exp. 

TeOo. 

TeaSOf. 

Atomic 

Ko. 

griiius- 

grams. 

weight. 

9. .. 

2-4437 

3-0570 

127-5 

10. .. 

1*0526 

1-3202 

125-5 

11. .. 

1*1523 

1-4461 

125*0 

12. .. 

5*0239 

6-2182 

136*4 

13. .. 

2*9818 

3-7197 

129-4 

C. Gonversiou of Tellurium 

into the Basic Sulphate. 

Tellurium was first converted into the dioxide, and the latter into 

the sulphate. 

Experiments 14 — 19 

were made in platinum crucibles, 

and they give 

again lower results 

thau Experiment 20 which, was 

made in a glass flask. 



Exp. 

Te, 

TejSO;. 

Atomic 

jN-q. 

grams. 

grams. 

weight. 

14, .. 

...... 1*9509 

3-0570 

127-1 

15. .. 

0-9212 

1-4461 

126*4 

16. .. 

0-8399 

1-3202 

125*9 

17. 

0*5836 

0-9166 

126*2 

18. . . 

0*5243 

0*8261 

126-1 

19. .. 

...... 1*5464 

2*4405 

124*6 

20. .. 

5*1674 

8-0271 

130-0 


Tile metliod was given up as, in spite of tlie greatest care, it was 
found to "be impossible to obtain constant results. 


D. Synthesis of Silver Tclluride, 

Cliemicallj pure silver (preparation see below) was weigbed in a 
porcelain boat, and tellnrium vapour passed over it wliile it was 
lieated in a porcelain tube in a ciirrent of carbon dioxide. The latter 
was purified by passing it over hot sodium carbonate, and then over 
red hot silver and copper wire. On allowing it to cool in a current of 
the same gas, silver telluride having approximately the composition 
Ag 2 Te remained in the boat as a fused, crystalline mass of metallic 
lustre. 

Mr^eriment 21. — l*14i34 gi*ams of silver gave 1*8019 grams of silver 
telluride (containing 0*6585 Te). From this the atomic weight Te = 
124*3 is calculated., It may be that the interior of the mass contains 
uncombined metallic silver which escaped the action of the tellurium 
vapour, and therefore a fresh portion of finely divided silver was 
mixed with an excess of powdered tellurium, and this mixture was^ 
first fused in a cuiTont of carbon dioxide, and then strongly heated. 

It was found that the silver telluride obtained was more blit tie and' 
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more easily fusiLle tlian tliat just descxabed, and that it contained 
an excess of tellurium over that required by the formula AgoTe ; 
whereas, when its composition approaches that formula, it does not 
melt even at a strong red heat, and is far less brittle. 

BdCferiinent 22. — From 0‘5382 gram of silver, the following 
quantities of tellnride were obtained : — 

Time of lieating Tellnride. Atomic 


ill hours. grams. weight. 

(u.) 4 0*8607 129*5 

(5.) 7 0*8589 128*6 

(c.) 15 0*8560 127*5 


In order to drive oif any excess of tellnriiim which might have 
remained in the interior of the fused mass, the tellnride w^as powdered 
and heated again for five hours. It did not fuse again, and its weight 
was finally 0*8513 gram. This corresponds with Te = 125*6. 

BJxpermient 23.- — 1*0796 grams of silver was mixed with an excess 
of tellurium and heated in the way descrihed. After three hours, 
1*8906 grams of silver telluride was formed ; after 11 hours, 
1*7194 grams. Hydrogen does not reduce this compound to pure 
silver, on the contrary, silver seems to combine more readily in its 
presence with an excess of tellurium, and the latter is given off with 
greater difficulty. The result was 1*7187 grams, calculation from 
which gives Te == 127*8. 

B-xferiment 24. — In order to obtain a very high temperature, a 
Fletcher tuhe-furnace, acting with or without blast, was used. The 
boat containing the tellurium and silver was heated for half an hour 
to redness, and then, for 1 0 minutes only, to a yellow heat, as other- 
wise the boat fuses to the inside of the porcelain tube. 0*4917 gram 
of silver yielded 0*7835 gram of telluride, from which Te = 128T. 

It js seen from these experiments that at a point a.t which the 
silver telluride contains for 2 atoms of silver 127*5 to 128*1 parts of 
tellurium, the excess of the latter is driven off with the greatest 
difficulty. If, liowever, the surface of the telluride is artificially 
increased, dissociation of the silver telluride begins to take place. 

The partial synthesis of silver telluride does not give results 
sufficiently exact for the detei^mination of the atomic weight of 
tellurium. 

B. Synthesis of Copper Telluride, 

Copper combines with tellnrium. with far greater energy than silver 
does, so that, a telluride of the composition Ou^Te absorbs further, 
quantities of tellurium if heated' in its vapour, this absorption again 
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going' on better in an atmosphere of hydrogen than in one of carbon 
dioxide. 

The copper employed in these experimejits was prepared by 
Hampers method (Z&it, anal, Ohem,, 1874, 352), that is, electrolysis 
of a copper solution from which the impurities had been romoYed by 
partially precipitating with potassium hydroxide. Before experi- 
ment, the pure copper was heated in a cniTent of hydrogen and 
allowed to cool in an atmosphere of carhoii dioxide. 

As the polytellurides of copper formed at first (they are interesting 
compounds and alloys) give oh the excess of tellurium above that 
required by the formula CuaTe with far greater difficulty than the 
silver polytellurides, the full heat of the Bletcher blast tube-furnace 
had to be employed. The mixture of copper and tellurium was con- 
tained in a small porcelain boat, the outer glaze of which had been 
removed by etching with hydrofluoric acid. This boat was placed in 
a larger one, filled up to the edge with Calais sand, and this second 
boat was placed on a layer of sand in the porcelain tube in orde.r to 
avoid the chance of the difierent porcelain vessels fusing together. 
The synthesis of the copper telluride was effected in the same manner 
as that of the silver telluride, the temperature being of course con- 
siderably higher. 

Of the numerous experiments made, only a typical one need be 
mentioned here. 

lUiq^eriment 25. — The copper telluride was weighed after being 
heated for a definite length of time to a yellow heat, and then heated 
again. It will be seen that the quantity of tellurium given off is 
smaller the more nearly we approach a telluride of the composition 
Cu>Te. 

Ei’om 0*5033 gram of copper, the quantities of telluride given in the 
second column were obtained: — 

Time of Copper Loss of Te Atomic 

heating- toUuride. per minute, weiglit. 


(a.) 5 min. Id310 — 

(h) 15 „ 1*0533 0*0078 — 

(c.) 25 „ 1*0207 0-0033 130*2 

(d.) - 30 „ 1*0108 0-0020 127*7 

(e.) 35 „ 1*0044 0-0013 12G-1 


The copper telluride, prepared by fusion in a current of carbon 
dioxide, is a steel-blue, crystalline mass, the surface of which was 
in Experiment 25(e) covered with small blisters, which seems to 
prove that the compound CujTe contains a small quantity of free 
copper. 

On continued heating of the copper polytellurides to, redness in a 
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current o£ liydrogeii, beautiful rliomboliedra of a tellnride possessing 
a steel colour and great lustre were obtained. 

E. Synthesis of Gold Telhiride. 

Polytellurides of gold (alloys of gold and tellurium) are crystalline 
compounds of a silvery lustre. Heated to redness in a current of 
carbon dioxide, tliey easily dissociate, leaving finally a mixture of 
white gold tellnride, Au^Te, with yellow gold. I shall not give here 
any account of the individual experiments, as they cannot be used for 
the determination of the atomic weight of tellurium. 

All these briefly mentioned metallic tellurides obtained by synthesis 
are interesting instances partly of definite compounds, partly of alloys. 
They confirm the law enounced by Beketoff Researches on the 
Phenomena of Displacement,” Charkoff, 1865 (in Russian)] in 1859 
and 1865, that the affinity of two heterogeneous bodies to each other 
is. the greatest wheu the weights of the masses taking part in the 
reaction are equal. This is seen from the following group : — 

Cu 2 : Te = 126 : 126 
Ag., : Te = 216 : 126 
Au 2 : Te = 394 : 126 

and at the same time it may be remarked that the stability at a high 
temperature considerably decreases from the highest member (CiioTe) 
to the lowest (AuoTe). 

G. Analysis of Tellmdum Dioxide, 

Pettersson and Ekman have determined the atomic weight of 
selenium by the reduction of selenium dioxide with sulphurous acid 
and weighing the selenium precipitated. The same method ^vas used 
by me for the determination of the atomic weight of tellurium. 

Pure tellurium dioxide was prepared by dissolving distilled tellurium 
in aqua regia, evaporating the solution several times with distilled 
nitric acid, and fusing the residue in small portions in a platinum 
crueible. After a short fusion, the tellurium dioxide is obtained in 
the form of a biittle, crystalline mass of a milk-white or cream 
colour, which becomes yellow or brownish-yellow as soon as the 
fusion is continued nioi’e than is absolutely necessary. 

Weighed quantities of the powdered dioxide were dissolved in hydro- 
chloric acid in the glass apparatus, Pig. 1 (p. 385), in order to avoid loss 
by the volatilisation of the tetrachloride formed. The yellow solution 
obtained was mixed in the same flask with concentrated sulphurous 
acid, and it was remarked that ■ the tellurium ' precipitated is some- 
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times so finely divided that it forms a transparent solution of a dark 
greenish 'blue, blue, or violet colour/’'^ 'The solution was heated tO' 
60 — 70 ° and completelj^ saturated wdth sulphur dioxide ; this caused 
a separation of tellurium in a flocc.ulent state. After heating the 
solation for some time in order to produce complete reduction and 
separation, the precipitate -was washed first with dilnte sulphurous 
acid and then with waiter, but the finely separated tellurium is so- 
easily oxidised that a small portion always goes into solution, so that 
the filtrate, after concentration and treatment wdth sulphurous acid, 
always gives small cpiantities of teliuriimi. This tendency of finely 
divided tellurium to oxidation is so great, that after standing for 
some time with cold hydrochloric acid in contact with air, consider- 
ahle quantities pass into solution as tellurium tetrachloride, whereas 
tellurium alone is insoluble in cold hydrochloidc acid. 

The oxidation of tellurium is more appax-ent when it is dried at 
100°, as is seen from the following : — 

U.vpemmnt 2Q. — o' 8 745 grams of tellurium dioxide were reduced 
in the manner described, and dried on a w^eiglied filter at 110°. 
Theory (see H) requires 79*93 per cent. Te. The quantity of 
tellui'ium obtained Aveighed — 

(n.) After 2 hours 3*1249 grams = 80'03 p, c. 

(6.) After farther 6 hours 3*1279 „ =80*71 ,, 

(c.) „ » 3*1396 „ = 81*01 „ 

This lai'ge increase in -weight is partly due to the cause mentioned 
helowu , 

The results obtained on drying the precipitated tellurium in a 
vacuum or in a cuiTeiit of caidxon dioxide are not iiiucli better, as 
after fusion of such, tellurium in a current of pure hydrogen, drops of 
water arc obtained, proving* that the tellmium has been partly oxidised 
during washing. 

Einely divided tellurinm passes through glass-wool, asbestos, or 
even artificial pumice-stone, so that, in order to avoid t!ie use ol* 
weighed paper filters, the method of reversed filtration was used for 
its coUeotion with a slight modification, which will be iniderstood 
from the accompany ing drawings, Figs. 3 and 4. Tlie upper part of 
the standf cari*ymg the crucible can be taken off, and is so arranged 
that the crucible carrying the liquid to bo filtered cannot be easily 
upset, a circumstance of great importance wdien, for example, the 

^ Scleniiini gives, under shuilur circumstances, solutions of a beautiful intense 
blue eoiom. 

t This stand was made of excellent workmanship by Messrs. Jos. and Jaii Erie, 
uieehanicianB, Prague. 
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filtration of silver bromide is effected in a nearly dark room. Tlie 
telinrinm was waslied finally witli alcohol and dried at 110° in an 
atmosphere of hydrogen. 




Unfortunately it was found here that considerable quantities of snh 
pliuric and hydrochloric acid are canned down with the tellurram from 
the solution in which it is precipitated, but these could be removed 
to a Tery great extent by heating it, after taking out the filter, in a 
ciirreiit of hydrogen to about 300°. The results are then pretty 
nearly accurate, as seen from — 

Experiment 27. — 2*548.9 grams^ of tellurium dioxide, after' reduction 
with sulphurous acid and drying at 130° in a current of hydrogen 
in the same flask which served for its precipitation, gave (a) 2*0389 
grams of tellurium. From the filtrate (5), 0*0047 gram was ohtainecL 
TOL, LT. ‘ ' ' , - 2 ,F 
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The portion (ft) was heated in a cui-rent of hydrogen at 300° in a flask 
similar to that represented by a, din Fig. 2 (p. 386), and it was found 
that the escaping vapours gave with silver nitrate solution a white, 
and not a black, precipitate, a proof that only hydrochloric acid and 
no tellurium hydride was formed. The loss of weight was equal to 
0'0062 gram, so that the real weight of the tellurium was 2-03 
grams* 

Froiatiiis, the atomic weight of tellnrinm is calculated as Te = 127 *5y 
and the percentage composition of the dioxide as 

Tellurium .... 79‘93 

Oxjgeii 20*07 

100*00 

H. Analysis of TellitHum Tetrahromide, 

The methods described under Aa, Ah, C, D, E, and F, gave for the 
atomic weight of tellurium numbers varying but little from the 
theoretically expected number, Te = 125, and from these results it 
would have been correct to assume that number as the true atomic 
weight of tellurium— as the author actually did for some time — 
especially had there been a better agreement between these numbers, 
a circumstance which, as shown above, was unfortunately never met 
with in the case of tellurium. 

Of all the methods hitherto mentioned in this paper, that described 
under F alone seems to yield favourable results, although with so.me 
difficulty ; here, however, we have the most unfavourable case of an 
atomic weight determination, viz., weighing the tellurium, resulting 
from an analysis, in the. elemental state. , 

I expected to obtain good results from the analysis of tellurixim 
tetrabromide, as the gravimetric, and especially the volumetric estima- 
tion of ^ combined bromine are, according to Etas '(see especially his 
latest classical research, Memoires de I'Academie Boy ale de Belgique, 
43 [2], 1—105), the most exact of all quantitative determinations. 
This method has been applied lately with great success to the ■ deter- 
mination of 'the atomic weight of antimony by J. P. Cooke (Froa. 
AmffK Aaul, 13, 1—71; 15, 251 — 255; and 17, 13—22), in the case 
of aluminium by Mallet (Fkil. Trans,, 1880 ; Ckem. News, 45 and 46), 
for titanium by Thorpe (this Journal, Trans., 1885, 108), and in the 
case of gold by Thorpe and Lauiue {Trans., 1887, 565). 

Neither the gravimetric nor the volumetric determination of 
chlorine in ■ chlorides answers, the same purpose on acjcountmf the 
comparatively great solubility of silver chloride in w.ipr, 'and 'in.' the 
solutions employed, as is\shownina most remarkable research pub- 
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lislied by Stas (“ Recbercbes de Statiqne Chimiqne,” Ann. Clmn. Fhys. 
[4], 25, 22-™-94; [5], 3, 145—188 and 289—327). 


Freiparation of Ptire Bromine. 

The pure bromine employed was prepai’ed by two methods, the 
first being that recommended by Stas. For this purpose commercial 
bromine was first repeatedly shaken with water, dissolved in a con- 
centrated solution of calcium bromide (prepared from the same 
bromine, calcium hydroxide, and ammonia), precipitated with water, 
and dried over calcium bromide and oxide. The last trace of water 
was removed with phosphorus pentoxide, which had been resiiblimed 
in a current of dry air. 

The second method consisted in distilling potassium bromide 
(350 grams) dissolved in water (500 grams) with a quantity of 
chromic mixture (150 grams of potassium dichromate dissolved in 
600 grams of pure sulphuric acid and mixed with 500 grams water) 
insnfficient for its complete decomposition. In order to avoid 
dangerous explosions resulting from the heat developed by the reac- 
tion, the large retort containing the mixture was immersed in a large 
vessel of water at about 65'’. The quantity of crude bromine obtained 
in this way from the above mixture weighed 210 grams instead of the 
theoretical amount of 235‘1 gi’ams. 

In order to purify this bromine from the last traces of iodine and 
chlorine, a process recommended by Stas (Mem. Ac. Beige, 43, 
90 — 93), but not sufficiently known to chemists, was used. This 
consists in distilling 400 grams of hx’omine from a mixture of 
300 grams of water, 250 grams of potassium bromide and 25 grams 
of granulated zinc oxide (prepared by heating pure basic zinc nitrate 
to a white heat). The same mixture may be used for the I’ectifi cation 
of two successive portions of bromine of 400 grams each. The 
bromine obtained was dried over anhydrous calcinin bromide and 
oxide, and the last trace of w^ater was removed by means of anhydrous 
barium oxide. 

The bromine prepared by either of these methods was distilled in 
an apparatus consisting entirely of glass. It was found to boil at 
63°, but on treating a portion of it with potassium hydroxide the 
smell of an organic bromine compound eonld be perceived, probably 
bromoform or carbon tetrabromide, due to the action of bromine on 
particles of dust and filtei'*-paper, unavoidably present in the 
reagents used (cf. Hamilton, Trans., 1881, 48).' We must regard 
with admiration the 'great care taken by Stas, 'when he prepared 
bromine which was quit© free, from any carbon compound containing 
bromine. ' ^ 

' , , , y. / ^ ’ ' 2 F 2 ^ . 
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Freparation of Tellurium Tetrahromicle. 

In order to prepare the tetrabromide, a combust ion- tube of the 
best Bohemian glass was used, wbicb was sealed and rounded at one 
end and was widened conically at the open end ; into tlie latter were 
carefully ground (a) the tube of a Drecbsel gas wasli-bottle, and (b) 
a glass tube of a similar diameter, drawn out a little at the other end 
and sealed to a U -tube. 

The sublimation-tube was placed vertically in cold water, several 
grains of pure bromine poured into it, and then very finely powdered 
tellurium was gradually added in small portions, shaking the liquid 
contents from time to time. In order to remove the excess of 
bromine, the Dreclisel “ Aiifsatz ” was inserted into the open end and 
the tube was heated in "warm water while a cuirent of di*y carbon 
dioxide was passed through ; the tellurium tetrabromide was then left 
in the tube as a beau tifiilly yellow, loose mass. The product, however, 
is not pure, as it contains in its interior some free tellurium which 
has escaped the action of the bromine. On heating this mixture to a 
higher temperature, tellurium dibromide is formed thus : TeBr 4 + Te 
= 2TeBr2. The tetrabromide cannot be fused or boiled at the 
ordinary pressure without undergoing partial decomposition into free 
bromine and the greenish-black dibromide, TeBr^ = TeBr^ Brj, 
The lower compound gives a deep-violet vapour. 

After numerous experiments, the following method was iiKsed for 
the preparation of pure tellurium tetrabromide for analysis. The 
glass tube a, Fig. 5, containing the yellow tetrabromide, was connected 

Fig, 5. 


ON THE PEKIODIO LAW. 


397 


witli tlie tightly groTiiicl tube, h, wHcb, by means of a drying tube, c, 
■filled with pumice moisted witli sulphuric acid, was connected with a 
pump. The greater portion of the lower part of the sublimation-tube 
a was heated in an air-bath, ee, made of pieces of asbestos cardboard 
joined by means of platinum wire. The hath could be covered with 
a mica plate, cld, in order to watch the behaviour of the bromide with 
rise of temperature, and in the same level as the sublimation-tube a 
thermometer, /, was placed horizontally. A vacuum was then made in 
the tube, and its temperature raised to 200®. At this temperature, the 
more volatile dibromide could be separated by fractional sublimation 
from the less volatile tetrahromide, which remained behind in the 
lower part of the tube, and it was found possible to drive the sublim- 
ing dibroniide quite out of the tube a into the tube 5. On now 
raising the temperature of the air-bath to about 300°, the tetra- 
bromide is found to sublime without leaving any residue, and to 
condense on the colder walls of the tube in the form of beautiful, 
fiery-red, crystalline crusts wMch become orange-coloured on cooling. 
If there had been any oxybromide present, it would have decomposed, 
leaving a residue of tellurium dioxide, thus : 2 TeOBr 2 = TeBr^ 4- 
Te 02 , as shown by special experiments with a bromide prepared from^ 
superficially oxidised tellurium. 

The crusts of pure tetrahromide are very brittle, easily detached 
from the walls of the tube, and not hygroscopic when weighed in a 
small weighing bottle made of thin glass, closed with a well-ground 
stopper ; an empty bottle of equal size was always placed on the other 
pan of the balance. By tbe method of vibrations, the w^eight of the 
substance could be determined within a few hundredths of a milligram. 

The bromide dissolves easily in a solution of tartaric acid (2 parts) 
in water (2 parts) without leaving any appreciable residue, but on 
using a more dilute solution, decomposition takes place accompanied 
by tile separation of sparingly soluble telluric acid. The orange- 
coloured solution contains tellurium tetrahromide, but on addition of 
water its colour disappears and it then contains a hydrohromic acid 
solution of tellurium tartrate. Had the bromide contyi^^ed any trace 
of oxybromide, telluric acid would have been left undissolved. 

In a preliminary expexument, a tartaric acid solution of tellurium 
tetrahromide was precipitated by silver nitrate in the ordinary way 
and the silver bromide weighed. 

Experiment 28. — 3T591 grams of 'tellurium tetrahromide ■ yielded 
5*3612 grams of silver bromide. From this Br = 72*22 per cent. 
This would correspond to an atomic weight of Te = 123*0. Subse- 
quent exact experiments, however,, have shown that the percentage of 
bromine is in reality only = 71*48, so that the silver bromide must 
have been too heavy by 0*0552 gram. 
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A detailed examination into this source of en’or lias shown that it 
is cine to two circumstances. 

Mrstly, it was fonnd that in concentrated solutions containing’ 
tellnrinm, tartaric acid, and bromine, silver niteate gives a precipitate 
consisting of silver bromide, which settles rapidly, and also of glisten- 
ing, crystalline scales, which separate slowly from the liquid and are 
deposited on the surface of the first precipitate. They consist of 
tellnriiim silver tartar emetic, and have probably the composition 
(04H40{5)oAg2(Te0),2H30, as shown hj the following analysis 
Uxperkfient 29. — 0*4660 gram gave 0*1913 gram silver chloride. 

Calculated. Found. 

3i'2 30*9 

The analogous citrate seems to have a more complicated formula, 
(C«H507)2Ag3H(Te0),2H30. 

Experiment 30. — 0*6491 gram gave 0*3205 gram silver chloride. 
Calenlated. Found. 

36*7 371 

The tartrate exhibits the most complete analogy to antimony, for 
Cooke has observed that in a tartaric solution of antimony tribromide, 
silver nitrate causes the formation of (04H406)Ag(Sb0),H20. 

In order to avoid the formation of silver tellurium tartar emetic 
imd its precipitation along with the silver bromide, the precipitation 
of silver bromide was effected in the presence of a sufficient 
quantity of water and of nitric acid, in which this substance is easily 
soluble ; and all excess of silver nitrate was avoided, as the substance 
is formed only when an excess of silver nitrate over that required to 
form silver bromide is present., 

The second cause of the higher weight of the silver bromide pre- 
cipitated in Experiment 32 is the circumstance that silver bromide 
readily carries down with it foreign substances contained in the 
solutions from wffiich it is precipitated; it acts in this wmy with 
tellurium tartrate, as is seen from its becoming black in contact with 
zinc and water. This can be avoided only when, following Stas’ 
directions, the silver bromide is vigorously shaken with the solution 
' fTOm which it has been precipitated, and with the water coiitaining 
a little nitric acid used for washing it — of course in perfect darkness; 
Indeed, it Is found that in this way a pure silver bromide, containing 
no tellurium, is obtained. 

Several ' preliminary expeximents carried out in this' way, gave' 
i^esults approaching the truth, but they are omitted in order to avoid 
everything ' superfitLOUs, , although the first ' experiments seemed' to 
^ point to insurmountable difficulties. 
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Experiment 31. — 3*82048 grams of tellarinm tetrabromide, after 
being dissolved in tartaric acid, were precipitated witli the requisite 
amount of silver nitrate, washed by repeatedly shaking, and the silver 
bromide was collected by the method of reversed filtration. Its 
weight -was 6*41734 grams = 71*482 per cent, of bromine. From 
this, the atomic weight of tellurium is calculated as Te == 127*61. 

After this, the combined gravimetric and volumetric method was 
used for the analysis of tellurium tetrabromide. 

On Pure Silver and its Properties, 

Pure silver was prepared by two methods given hy Stas. 

A, Purest silver from tbe Mint was dissolved in distilled nitric acid, 
and the solution of the fused nitrate precipitated with distilled hydro- 
chloric acid. After washing the chloride by prolonged agitation, it 
was boiled with aqua regia, and reduced with pure milk-sugar and 
sodium hydrate. The metal was boiled out with dilute sulphuric 
acid, digested with ammonia, and fused under borax and nitre in a 
Paris crucible. After pouring it into moulds of kaolin, the bars were 
rolled out into thin ribbons, between hard steel rollers well oiled, and 
the thin plates cleaned with sea-sand, ammonia, and alcohol. After 
•cutting into pieces of about a gram and its subdivisions, they were 
treated with hydrochloric acid and ammonia, and finally heated in a 
porcelain crucible nearly to the melting point of silver. 

B. Ordinary alloy of silver and copper from the Mint containing 
0*900 of the former metal, was dissolved in nitric acid, and the mixed 
nitrates of silver and copper fused for some time. The fused mass was 
treated with dilute ammonia, and the solution filtered after standing 
for several days. 

After adding double the amount of ammonium sulphite necessary 
to precipitate the solution of silver (which contained less than 
2 per cent, of the metal), and allowing it to remain in closed vessels 
filled up to the neck, very nearly the whole of the silver was pre- 
cipitated in beautiful crystals, having apparently the form of hexa- 
gonal pyramids (in reality tesseral). The remainder of the silver 
was thrown down on heating the solution. The precipitation is 
complete, the total loss amounting to about 0*5 per cent. After 
washing, the silver was placed in contact with strong ammonia, and 
digested in a closed flask for many weeks. On evaporating the 
solution, a non- explosive black substance was obtained, which on 
treatment with hydrochloric acid gave silver chloride. The filtrate 
from the latter contained a small quantity of copper, amounting, as 
found by colorimetric estimation, to about 0*0002 per cent, of the 
silver employed. 
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The silver was then fused in the usual way with borax and nitre, 
poured into a mould made of kaolin, the bars treated with fasing 
potassium sodium carbonate, and washed successively with boiling’ 
hydrochloric acid and ammonia. One portion was distilled in a 
furnace made entirely of lime, but only a small quantity was thus 
obtained from want of a platinum blowpipe, one made of hard ijlassi 
having been used. Another portion which served for the atomic 
weight determination, was fused in a furnace made of lime, and 
granulated by pouring from a considerable height into distilled water. 

The colour of this silver was beautifully white, and its standard 
dneness is, according to Stas = 99*997, the distilled silver beings ; 
= 100 - 000 . 

On the Occlusion of Oxygen in Silver of M. Stas. 

Dumas {Ann. Cliim. Fhys. [o], 15, 289—304), as is generally 
known, found that silver — which had been hitherto regarded as 
pure — when heated in a Sprengel vacuum gave up considerable 
quantities of oxygen, so that the standard fineness becomes 99’ 992 
to 99*975 instead of 100, according as to whether 57 up to 174 c.c. 
of occluded oxygen = 0*008 to 0*025 per cent, by weight are given 
up by 1 kilo, of the metal. 

This circumstance is theoretically of the highest importance, silver 
being in reality the standard of the atomic weight determinations of 
Stas, and consequently of many others depending upon these. But 
if the silver used by Stas had not been pure, the atomic weight of 
silver would be only Ag = 107*929 instead of 107*938 (Ostwald’s 
number) or even only Ag = 107*911, according to the amount of 
oxygen, the maximum difference amounting to 0*027. In the same 
way the whole of Stas’s numbers will be affected, and, indeed, 
Mallet (Phil. Trmis,, 1880, 1003 ; Chem. News^ 45 and 46) and 
Clarke (“ Recalculation of the Atomic Weights,” 262) applied this y 
^IDumas Correction ” to the numbers obtained by Stas. But certainly 
Sebeii^n y Beitrage zur Geschichte der Atomgewichte,” 90) is righft 
in remarking : Eine Correction der Stas’scheii Zalilen einfuhremi 
zu wollen hiesse nur dessen classisches Werk verdechcn, ' ohn® 
Garantie daf r erhalten zu haben, der Wahrheit naher gekommen zxm 
sein,” ' ' 

Mallet (he. cit) prepared his pure silver by a 'method ' slightly 
different from tbat of Stas, and on heating it in a Sprengel vacuum ' '■ 
he obtained for 1000 grams of silver 34*63 to 30*12 c.c. of a gas, The 1 
silver was placed 'on a layer of lime, and the 'gas , does mot seem to "'1 
have been analysed, being taken by Mallet for oxygen without any 
remark. , "The' only chemist who has in, this respect' investigated 
silver prepared^ by Stas’s method'^was J. D. van der^Plaats, (**Mand- 
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blad voor NTatunrwetenschappen/’ 1886, NTo. 2, biz. 25 — 32). He 
gives tlie full liistorj and literature of tbis subject, and finds that 
pure silver does not change its "weiglit -when heated in a current of 
air, hydrogen, or carbon monoxide. On heating in a Sprengei 
vacuum, no loss of weight took place, but from 10 grams of the metal 
as much as 2 c.c. of a gas were obtained, this being regarded by the 
author as air, for 0‘5 c.c. were absorbed by phosphorus. It is to be 
regretted that only 10 grams of silver were employed in this beautiful 
research, for, calculated for lOOO grams of silver, the above quantity 
becomes 200 c.c. of gas, and is therefore larger than the maximum 
obtained by Dumas. Yan der Plaats concludes with the following 
interesting passage : “ Enkele weken geieden vemam ik echter, hoe 
Dumas voor zijii dood de overtuiging heeft verkregen, dat door zijne 
proeven de aanwezigheid van zuurstof in zilver niet bewezen is.’’ 

In order to settle that interesting question, I have investigated 
the bars of silver prepared by Stas’s second method . I constructed 
a Sprengei air-pump, provided with a system of air-traps, in order 
to avoid the mercury carrying air with it; the single parts of 
the apparatus were, of course, fused together, or, when Bohemian 
glass had to be connected with soft Thuringian glass, mercury joints 
were used. (See S. P. Thompson,'*' ‘‘ The Development of the Mercury 
Air-Pump,” London, 1887 and 1888.) 

In the preliminary experiments, about 3 c.c. of a gas — air — were 
obtained for every 100 grams of silver, but it was found later on that 
this was due to surface condensations and to moisture. It was there- 
fore necessary to insert between the pump and the tube containing the 
silver a filled with, pumice stone containing sulphuric acid. 

(Phosphorus pentosicle was not used, as it was found to contain some 
trioxide, the vapour of wMcli might contaminate the silver.) 

Experiment 32 was carried on with all possible care. Por this 
purpose, 11)3*2133 grams of pure silver in hax’S was heated nearly to 
iis melting point, and, after cooling, placed in a combustion tube of 
the hardest Bohemian glass, made for this purpose at the celebrated 
works of J. Kavalier (Sazava), The inner diameter of the tube was 
19 mm., the walls were of 2*2 mm. thickness, and the end, which 
was not connected with the air-pump, was drawn out conically. In 
the first place the silver contained in the tube was heated at 150®, 
while a current of carefully dried and purified air was drawn over it, 
and as soon as it was cold the tube was sealed up at the conical end. 
A vacuum was then made in the tube, and the next day it was again 
pumped out. 

When a vacuum as perfect as possible was established, the tube 

* I am indebted to the aiithor for the copy of this most interesting paper. 
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containing tlie silver was Reated to 450°, tHe pump acting all tlie 
time, and the gas given off was collected in a carefully graduated 
micro eudiometer, 1 mm, of the scale of wliich corresponded to 
0‘0!76 C.C., so that, by means of a telescope, the volume of the gas 
could be read to within about +0*004 e.c. The volume of the gas 
collected was 0*219 c.c. at 0° and 760 mm.^ The microeudiometer 
was now replaced by a fresh one, and the temperature raised to the 
strongest red heat which could be applied to the tube without its 
form chauging, and the tube was pumped out at this temperature 
during six hours. (This is the duration of Dumas’ experiment, but 
it was far longer than was necessai'y for my purpose.) The volume 
of gas given off between 450® and a red heat was found to be 
= 0*844 c.c. 

It wars possible to analyse this small quantity of gas very accu- 
rately by Biiiiseu’s method, using the microeudiometers mentioned 
above, and in this way it was found to consist of 0*586 c.c. of oxygen 
and 0*298 c.c. of nitrogen, the latter value corresponding to 0*312 c.c. 
of air, so that the quantity of oxygen given up by the silver at a red 
heat amounts to 0*532 c.c. 

Experiment 33. — In order to apply a correction to the very small 
volumes of gas in question, it was necessary to study the way in 
which my Sprengel vacuum ” behaves on heating. An experiment 
identical with the foregoing was therefore made, using an empty 
glass tube, under perfectly similar conditions. The volume of the 
gas collected was = 0*249 c.c. ■ 

Bxperimeiit 34 was made with the silver which had been heated at 
150° as above in Experiment 32, and then to a red heat. The volume 
of the gas wavS = 0*215 c.c. (air). Experiment 34 gave 0*215, 
Experiment 33 gave 0*249, Experiment 32 gave 0*219 up to 450®. 
These three quantities are identical, so that the last one is not to be 
accounted for in Experiment 32. 

The net result is that 153*2133 giums of silver when heated to 
redness in a Sprengel vacuum give off 0*312 c.c. of air, probably con- 
densed, and 0*524 c.c. of oxygen. Its weight is 0*0007609 gram 
= 0*0004996 per cent., so that the composition of the silver in 
question is — 

Silver ...... 99*9996 

Oxygen .... 0*0005 

100*0000 

The same silver, according to Stas, has a standard fineness, of 
99*997, that of distilled silver being 100*000 ; and that' of the least 

' All volumes given below are reduced to normal temperature and pressure. 
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pure silver of Stas being 99*994. In these two cases, the differences 
between tlie samples of purest silver are, tliorefore, 6 to 12 times 
larger than that due to the “ occlusion” of oxygen. The last-named 
impurity cannot be determined either by titration or by the change 
of weight before and after heating, since small traces of silver are vola- 
tilised and condensed in the colder part of the tube. Moreover, some 
mercury vapour may become condensed in the hot silver on cooling, 
so that, before using it for the atomic W' eight determinations, it must 
be remelted in a lime crucible and poured into water. 

But, as the very slight impurities of the undistilled silver of Stas, 
amounting to 0*003 — 0*006 per cent., were not regarded in his funda- 
mental researches, the silver prepared by his methods having been 
declared by Stas as absolutely pure,” it is seen that the classical 
researches of Stas, which will for ever remain a model of exact inves- 
tigation, do not reqidre the correctmi ^ro^osed hj Dumas, dm to an 
occlusion of oxygen in silver, its quantity being practically nought, 

I feel convinced that the distilled silver gives absolutely no oxygen 
when heated in a vacuum, the very small amount found by me being 
due to some otherwise inappreciable impurity contained in my 
silver. 

Determinations of Bromine in Tellurium Tetrahromide, 

The tetrahromide obtained by sublimation in a vacuum was 
weighed, as above stated, most exactly, and dissolved in the same 
vessel in two to four times its weight of a solution of 1 part of pure 
tartaric acid in 1 part of water. Then, from Experiment 81, the quan- 
tity of silver necessary for the complete precipitation of the bromine, 
was calculated aud weighed out most exactly, and dissolved in about 
five times its weight of nitric acid of sp. gr, 1*24, either in the appa- 
ratus, Eig. 1, or in the fiask in which the precipitation had to be 
effected. These vessels were Gray-Lussac’s silver test-flasks of 
200 — 500 c.c. capacity but equal diameter. They could be closed 
with tightly ground and carefully polished stoppers, having a sharp 
cone at their lower part projecting into the flask, this causing a 
quicker division of the flocks of silver bromide on agitation. The 
agitation was effected by means of the apparatus seen in. Eig. 
which could be set in action by a water engine a, !), c. The flask/' 
is contained in a layer of black cloth and in a tightly closed box, e, 
suspended by an elastic rubber spring, g. The agitation must be con- 
tinued for many hours, not only for clearing the liquid, which takes 
' place a few minutes, but because the silver bromide gives up its 
;; impurities, especially tellurium, only when the flocculent pi-ecipitate 
; has been entirely converted into the pulverulent modification. 
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After clearing', tlie very 8wall excess of silver or broiniiie present 
ill tlie liquid was determined bj standard decinonnal solations. Tbe 


Eio. 6. 



silver Boiution used for this purpose was prepared by dissolving 
1 gram of pure silver in nitric acid and making up to 1 litre with 
watei* distilled over alkaline permanganate. The potassium bromide 
solution was prepared by dissolving 1-10340 grams of pore potassimii 
bromide in water and making up to 1 litre. Tlic bromide was pre- 
pared from tbe purest medicinal preparation by evaporating its solu- 
tion to dryness with 'pure bromine and then fractionally dissolving 
in wmter and recrystallising. (See Kriiss, Amiahu^ 238, 241.) 
Before weighing, it was heated to redness in a double platinum 
crucible. 

The titration was effected by means of carefully graduated narrow 
pipettes, ' open at their lower end and closed at the top by a rubber 
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tube, on opening wliicli and letting air in carefully, the liquid can 
be allowed to drop out without coming into contact with greased 
stopcocks. The operation was effected in a perfectly dark room, but 
the liquid to be tested was lighted by a beam of yellow light. The 
light must contam chemically active rays, otherwise the slight turbi- 
dities become invisible. Hed light — ^in general light of less than 
A = 550 — does not answer the purpose. If large quantities of the 
standard solutions are added, slight decomposition of the silver 
bromide takes place, so that the limit of complete precipitation 
changes in such a way that after some time the liquid again yields 
a precipitate with silver solution. This is completely avoided in 
case, the volume of the standard solution to be added amounting to a 
few drops only, and being sometimes nought. 

In this way the following experiments were made, every one of 
which required several days for completion. 


Exp. TeBr. Ag. Er. Atomic 

No. grams. grams. p.c. weight. 

35 2T4365 2-06841 71-483 127*60 

36 1-76744 1-70531 71*478 1-27*63 

37. T47655 1-42477 71-484 127*59 

38. 1*23354 1*19019 71*479 127*63 


Mean 71*481 127*61 


From these expeiiinents it is seen that the number representing 
the atomic weight of tellurium is Te = 127*61, this number being 
larger hij 0*75 than the atomic weight of iodine I 

Indeed, from a purely experimental point of view, the present 
woi"k may be regarded as completed, and 20 yeax'S ago no one would 
have doubted that tellurium now belongs to those elements, the 
atomic weight of which is very exactly determined. 

This is, however, not the case when we regard the matter in the 
light of chemical philosophy, for tellurium with such an atomic weight 
would be a striking exception to the periodic law, being in fact the 
first element the properties of which are not a function of its atomic 
weight 1 

This anomaly might, however, be only apparent, and might be 
possibly explained in one of the following ways : — 

(a.) The Atomic Weight is badly Determined . — Such an assumption 
is impossible, the determinations, carried on volumetrically (Bxperi-' 
ment 35 — 38), agreeing, completely with the gravimetric determina- 
tion, so that an error of four units (127*6 — 123*6 == 4*0) cannot be 
assumed to have taken place, such an error being 200 times as large 
as the largest deviation from the mean = i 0*02. 



406 


ERAUXEB: EXPERIMENTAL RESEARCHES 


(h.) The Bromide may contain some Oxijhwmde . — This was very 
improbable, as the metal and the bromide were obtained by sublima- 
tion. The absence of oxygen in the bromide was shown by complete 
analysis. 

Bx^erinient 39. — 4‘4392 grams of teilnriam tetrabromide were 
dissolved in hydrochloric acid and precipitated by snlphnrons acid. 
The tellurinm was collected by reversed filtration. In this way 
T2764 grams = 28*75 per cent, of tellnrimn was obtained. The 
result is slightly high on account of an unavoidable admixture of 
tellurium dibromide. 

Bx]3erhm7it — 3'6247 grams of tetrabromide were reduced with 
siilpiinrons acid and the tellurinm heated in the flask in a current of 
hydrogen at 200°, liydrobromic acid being found to escape. In this 
way, 1-0350 gj^ams of pure tellurium was obtained == 28*55 per cent. 

h'rom this and the Experiments 35 — 38, therefore, the composition 
of tellurium tetrabromide becomes : — 


Tellurinm 28-55 

Bromine 71*48 

Total 100-03 


Tellurium tetrabromide contains no oxygen and consequently no oxy- 
bromide. 

(c.) The following is the third possible explanation. Tellurium is 
not a homogeneous hodtf, but contains an admixture of foreign sub- 
stances which have a higher equivalent than the bromine equivalent 
of tellurium. (This equals 127'6 -f- 4 = 31-9, but ought to be about 
= 81.) These admixtures might be partly known elements such as 
Se (equivalent from SeBro = 39*5), Sb (eq. = 40), Bi (eq. = 69*3), 
and partly hitherto unknown elements of the same natural group as 
Mendeleeff’s dwiselenimn = 166 and dwiteilurium = 214. Some of 
their properties may be predicted from their position in the periodic 
system. 

Before assuming that tellurium forms a striking exception to the 
periodic law, and that this law consequently loses a great deal, if not 
all, of its authority, I have thoroughly investigated the question as to 
whether tellurium is a complex substance or not. For, if the periodic 
lav7 is true, we may conclude by deduction^ that tellurium contains a 
foreign substance which renders its “ atomic weight higher. 

^ Ap|>lying tbe periodic law, the author showed by the process of dedmtion 
eleven years ago that the atomic weight of beryllium is not Be'" ^ 13*6, as was 
assuuied by Nilson and Pettersson, hut = 9 * 1 , in spite of its low specific heat, 
Just as the existence of the simple molecules AIOI 3 , &c., has, been, foreseen. It is 
remarhable that the author’s paper on this subject was not mentioned by ' Nilson 
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Attempts to Decomjpose Tellurmm. 

Ah attempt to decompose tlie metal by fractional distillation gave 
no results in tbe liaiids of Wills (Iog. cif.}. 

First If ef/iod.— Tellurium tetrabromide Tras subjected to fractional 
sublimation in a yacuiim. The more rolatile portion gave Te = 

; 127*60 and 127*63 (see Experiment 35 and 36) ; the less volatile 
’portion Te = 127*59 and 127*63 (Experiments 37 and 38). 

Se&ond Method . — A considerable quantity of crude tellurium was 
dissolved and precipitated by sulphurous acid. The tellurium 
obtained was fused in many portions with potassium cyanide, and the 
claret- coloured solution was precipitated fractionally by passing in a 
current of air. 

The single portions of tellurium obtained were distilled in a current 
of hydrogen and converted into the bromide, which was most care- 
fully analysed as above. 


Esp. 

Fraction 

TeBi-j. 

-A-g4- 

Br. 

Atomic 

No. 

No. 

gi*ams. 

grams. 

p.e. 

weight. 

89. ... 

I. 

3*07912 

2-97064 

71-472 

127*67 

40. ... 

I. 

6-47446 

5-28157 

71-472 

127-67 

41. ... 

. II. 

3-30927 

3-19313 

71-482 

127-60 

42. . . . 

. IV. 

7-26981 

7-01414 

71-477 

127-64 

43. ... 

. IV. 

3-52077 

3-39667 

71-471 

1-27-67 


Mean 127*65 

The experiments agree so remarkably that the concordance could not 
be closer if the tellurium were absolutely homogeneous ; the largest 
deviation from the mean falling almost within the unavoidable experi- 
mental errors.'^ 

Fxperiment 44.^Eor applying the correction for weighing in a 
vacuum, the sp. gr, of tellurium tetrabromide was taken in pure 
anhydrous benzene at 15° 0., the numbers referxing to water 1 at 


4° C.Jn a vacuum. 

Sp. gr. of benzene 0*88456 

Weight of tellurium bromide . . ' 3*40584 gram. 

Weight of benzene displaced 0*69904 „ 

Sp. gr. of TeBri 4-310 

4 


and Pettersson when they had experimentally confirmed both the above supposi- 
tions. , 

• ' An ‘error of A OT milligram of silver (~ two drops of its standai’d solution) 
. causes, with 1 gtam of the substance, a- difference in the atomic weight of A 0-05, 
with 5 grams of substance a difference of A 0*01. 
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Loss of iveight in air of 1 gram (Prague) — 


Tellnrinni tetrabromide 0-274 

Silver . . 0*112 


The atomic -weight of tellurium in a vacuum is obtained bj adding to 
the numbers obteiued in air -h0*07. 

Third Method . — A hydrochloric solution of pure tellurium dioxide 
(preparation see under Gr) was fractionally precipitated with ammo- 
nia, and eight fractions were thus obtained. 

Fraction 9 was precipitated from the last filtrate with sulphurous 
acid iu the presence of hydrochloric acid. 

Fraction 10. — After boiling olf the excess of sulphur dioxide, the 
solution was precipitated with hydrogen sulphide. A brownish-red 
sulphide ivas obtained, the small quantity of which did not permit me 
to ascertain its nature. 

The tell uro us acid obtained in the single fraction was converted into 
the element, and this as well as the bromide prepared from it -were 
purified as above by sublimation. 


Exp. Fraction TeBi‘4. Ag^. Br. Atomic 

Xo. Xo. grains. grams. p. c- weight. 

45 1. ■ 2*35650 2*27363 71*477 : ' 127*64 

46 4. 1*51931 1*46564 71*465 127*71 

47 9. 1*43985 1*38942 71*488 127*57 


. Mean 127*64 

This again ivould seem to point to an identity of the single fractions. 

In the following experiments, the tellurium was only dried and 
fused in a cuiTent of hydrogen, but not distilled. The tetrabromide 
was only freed from the dibromide by fractional sublimation in a 
vacuum, but it was not converted into vapour, as it decomposed with 
the formation of a deep- violet vapour and of a large quantity of the 
greenish-black dibroniide. This tetrabromide possessed a pecnliar 
greenish colour, and its solution 'in tartaric acid was greenish-brown. 
The substance difiers in properties and composition completely from 
the normal tellurium tetrabromide, as seen from the following experi- 
ments : — 


Exp. Fraction TeBr4. Ag^. Br. Atomic 

Xo. Xo. grams. grams. p. c. W’-eiglit. 

48..... 1. 1*85162 1*77858 71*160 ■129F3 

49. ... . 2. 1*46740 1*38428 69*886 1S7'72 

60. .... 9. 1*48180 1*42573 428-88 


\ The results obtained ' allow us to draw the following remarkable 
conclusion. ' ' ' ' 
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If tellurium, obtaiued bj any process of fractionation wliatever, be 
subjected to distillation in a current of hydrogen, and the tetrabromide 
be prepai^ed from this by sublimation in a vacuum, its analysis. always 
gi¥es the same atomic weight for tellurium. So that on comparing 
the quantities of the tetrabromide with those of the corresponding 
silver, as used in Experiments 35 — 38, 39 — 43, and 45—47, the 


following result is obtained : — 

TeBr 4 . Ag 4 . Tellurium, 

grams. grams. Atomic weight. 

34*59027 33-37355 127*64 

Experiment 46, maximum ........ 127*71 

„ 47, minimum 127*57 

Difference 0*14 

Largest deviation from the mean . , +0-07 

Probable error of the mean result'*. +0*008 


If, however, the tellurium be only fnsed in a current of an indiffe- 
rent gas, and the tetrabromide be not sublimed, higher numbers 
will be obtained. In this way in the Expeinments 48, 49, and 50 we 
got Te =: 129*63, 137*72, and 128*88. 

The differences are too large to be due to experimental errors, as 
the difference between 137*72 and 127*64 = 10*18 is 144 times larger 
than the largest deviation from the mean, and 1272 times as large as 
the probable error of the mean result. But also in the case of the 
smallest number, 128*88, the corresponding numbers ai*© 17 and 155 
times larger. 

It is therefore very probable that on distilling tellurium in a 
current of hydrogen, and the tetrabromide in a vacuum, one con- 
stituent of tellurium escapes partly, the presence of which in the last 
three cases renders the atomic weight higher. 

The fact is a very remarkable one, although it would have been 
hardly remarkable except for the existence of the periodic law, that 
in the greater number of cases the “ combining weight ” (we cannot 
say atomic weight!) of tellurium remains constant, so that the 
quantity of matter which takes part in the reactions as “ tellurium 
iveighs 127*6, oxygen weighing 16. 

Tdlurium is a true “ Gadolinium ’’f of the hydrogen sul^iliide grou^. 


* Calculated from the formula ±0*6745 a / ^ , where S = sum of tlie 

V n{n — I) 

squares of the errors, » number of experiments; here n = 12. 

t Vompi* rend., 103, 795. The mixture of yttrium, erbium, and ytterbium 
oxides, showing apparently a constant molecular weight in different minei*als, was 
called “ Gadolinium’* oxide by Nordenshiold. Bammelsberg (Berk Akad., SO, 
549) has shown that this assumption 'contradicts the result of his analyses. 

VOh. LV. . ' ' 2 G- 



410 


BRAU^‘ER: EXPERBJENTAL RESEARCHES 


I. Analysis of the Dihromide. 

A large aiDOTiiit of time and work was expended on the study and 
analysis of tellnrmm dihromide, my aim having been to determine 
the B^iomlc weight of tellurium hy as many independent methods as 
possible. I expected that the quantity of bromine combined with 
100 parts of tellurium in the dibromide, and that in the tetrabromide 
would stand exactly in the proportion 1 : 2. 

The dibromide was prepared by fusing the tetrabromide with an 
excess of powdered tellurinm, and sublimation either in a vacuum or 
in a current of carbon dioxide, TeBr 4 4* Te = 2TeBr2. It forms a 
blackish-green or black crystalline mass, or a black powder, or, after 
careful sublimation, needles of a pale steel colour. The powder is 
olive-green, with a yellowish tinge. The appearance, indeed, seems 
to show that the substance is a mixture either of several allotropic 
modifi cations, or of different compounds. On treatment with tartaric 
acid solution, tellui'ium tetrabromide dissolves, forming a yellow 
solution, which, however, is sometimes greenish-brown from the 
presence of another substance, 

2TeBr3 = Te TeBr^. 

The dibromide must be finely powdered under the tartaric acid 
solution, otherwise some of the dihromide may escape decomposition, 
as seen from the following. 

^Experiment 51. — 1*3856 grams of the dihromide was only extracted 
with tartaric acid, and the solntion gave 1*6730 grams of AgBr = 
51*38 per cert, bromine. The following experiments were made with 
tellurium dihromide of different preparations. The bromine was 
determined as silvex' bromide, which was collected in a dark room by 
reversed filtration : — 


Exp. TeBra. AgBr.’ Br. 

A'q. grams. grams. p. c. 

52 0*5526 0*7160 55*14 

53 0*8322 ■ ' 1*0726 54*85 

54 2*3741 3*0693 55*02 

55 1*00872 1*29556 54*668 


After dissolving the insoluble washed residue of tellurium in dilute 
nitric acid in the apparatus Fig, 1, it was tested for bromine, but 
silver nitrate gave only a small, floccnlent, greyish- violet precipitate, 
which was neither silver bromide nor silver tellurium tartrate. 

The percentage of bromine calculated for' Te == 127*64 in the 
dibromide ought To be Br = 55*62. All the results obtained were 
lower, the highest (Experiment 52) , pointing to an atomic weight of 
Te = 130» the lowest (Experiment 55) to Te s=, 133. ■ ■ 
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From tlie analyses of tellurium tetrabromide, dibromide, and the 
observations regarding them, tbe following conclusion may be 
drawn 

Tellurium is not a simple suhstance. 

Tbe question arises, wlietber tbe numbers, obtained by tbe synthesis 
of tbe dioxide and the sulphate of tellurium, giving Te = 125 — 126 
(see Experiments 1—19), are to be regarded as inaccurate? 

This I deny most decidedly. On tbe contrary, I regard these 
experiments as another proof of tbe complex nature of tellurium. 
For a mixture of several elements — probably three, as seen from tbe 
result of tbe fractionation with ammonia — may be expected to possess 
an aibnity for oxygen diiferent from that which they have for 
bromine, and indeed, tbe stability of, the mixed bromides obtained 
from diiferent fractions is very diiferent. 

The next task consists in studying tbe nature of tbe foreign 
admixtures of tellurium, in order to pi*epare pure, real tellurium, 
which remains to he discovered.^ 

I should be much obliged to my brother chemists if they would 
kindly leave this problem to be worked out by me for some time to 
come, as only now, after six years’ labour, have I begun to- overcome 
some of tbe difficulties connected with tbe research, and I expect to 
encounter even more serious ones in tbe future. Nothing is more 
hurtful to true science than tbe hasty publication of incomplete and 
unverified results, and I hope I may not be forced by circumstances 
to adopt such a course. 

Some of tbe results, unpublisbed here, have been communicated by 
tbe author to tbe Chemical Society at tbe meeting of June 6tb, 
1889. 

^ The behaviour of acid tellurium solutions towards hydrogen sulphide is 
another proof of its eomf)ound nature. The first drops of sulphuretted hydrogen 
water cause a reddisli-brown coloration of the solution, showing a pecubar fluor- 
escence, due probably to the formation of a colloidal sulphide. On adding some 
more sulphuretted hydrogen water, a reddish-brown precipitate is thrown clown, the 
solution remaining reddish-brown. As soon as the gas is present in excess, the 
volume of the sulphide (?) diminishes : it becomes black, and consists now of a 
mixture of tellurium and sulphur. After extracting tbe latter with carbon bisul- 
phide, the precipitate still contains several per cent, of sulphur, probably in the 
form of a sulphide, ^ 



5LII . — The IsOMerisM of the Alkybderimtives of Mixed Biasoamido- 

compounds. 

By Eaphael Meldola, B’.R.S., and F. W. Streateeild, F.I.C. 

The isomerism wliicli lias been brongnt to liglit in the course of our 
investigations of the alkyl-diazoamides is, as we have already pointed 
out in former papers, quite inexplicable by the formula generally 
assigned to these compounds, and in our last communication on this 
subject we promised to make this isomerism the subject of further 
research (Trans., 1888, 664). For the complete appreciation of the 
nature of the problem which we have taken up, it will be advisable to 
state once more the general conclusion to which our former work 
pointed and the principle of the method which we have employed in 
aiTiving at this conclusion. ■ 

The generalised formula of the diazoamides of mixed type is gene- 
rally written — 

X-No*RHY or Y-hr,-IsrHX. 

According to this view, two alkyl-derivatives only are possible, 
viz. : — ^ 

XXVXRT and Y%-XR'X. 

When mixed diazoamides are prepared, only one compound can be 
obtained from any pair of dissimilar amines, Griess having shown 
that it is immaterial in which order the amines are diazotised and 
combined, a discovery which has been since confirmed by many 
investigators. We may add that we have made numerous experi- 
ments in the course of our work with many pairs of dissimilar amines, 
and have invariably obtained the same compound in whichever order 
the amines were diazotised and combined, so that there can be no 
doubt as to the generality of Griess’s conclusions. 

The diazoamides, both normal and mixed, can be readily alkylated 
by beating them in alcoholic solution wdth the theoretical proportions 
of alkyl iodide and potassium hydroxide. 

Alkyl-derivatives can also be prepared by acting with a diazotised 
amine upon an alkylamine, such, for example, as by the action of 
X'Xa*Gl on Y'XHR or of Y'Xg'Ol on X'XfiRh Our first experi- 
ments were undertaken with the object of determining the constitu- 
tion of the mixed diazoamides hy comparing their directly alkylated 
derivatives with the two alkyl-derivatives prepared from the corre- 
sponding amine and alkylamine as above. It was found that the 
derivative prepared by direct alkylation corresponded with neither of 
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tile other isomerides, and it was accordingly inferred that any pair 
of aromatic amines could give rise to the three isomeric alkyl-diazo- 
amides : — 

1. By the action of X’hlo’Cl on Y^XflRh 

2. By the action of Y-No«Cl on X-ISTHR^ 

3. By the action of KOH and R'l on X^X^HX. 

The generality of this conclusion has hitherto rested only on the 
two cases made known in former papers, idz., the methyl- and ethyl- 
derivatives of the diazoaniides obtained from para- and meta-nitr- 
aniline. In the present paper, we give the results of the extension of 
our experiments to many other pairs of amines, and the truth of our 
former inference is, as will be seen, completely borne out in every 
case. Brom each pair of amines experimented mtli, we have obtained 
three isomeric alkyl-derivatives. These series of three isomerides 
are referred to in the paper as triplets. The compounds produced by 
Methods 1 and 2 (see above) are easily prepared, and in most 
instances have presented but little difficulty in the way of purifica- 
tion. The compounds of this class are for the present formulated in 
accordance with their mode of production on the types 
and Y*X 2 *XR'*X. The compounds prepared by direct alkylation, 
which are provisionally formulated on the type X’XsR'X (Method 3), 
have been mnch more difficult to obtain in a state of purity, a 
difficulty which we attribute entirely to the tendency of the mixed 
diazoamides to become contaminated with traces of the normal diazo- 
amides by secondary reactions occurring during their formation* 
We are not aware whether other experimenters have experienced a 
sitniiar difficulty in dealing with these compounds, and' on referring 
to the various papei’s by previous workers we find that the ccm- 
position has, in nearly all cases, been considered as settled by the 
determination of one element only, generally the nitrogen. It wdil be 
seen, however, that this mode of procedure cannot be regarded as 
satisfactory, since a mixed diazoamide containing a halogen-atom in 
one radicle might be contaminated with an appreciable quantity t>f 
the normal compound without affiecting the percentage of nitrogen 
beyond the ordinary limits of experimental error.. To give a specific 
instance : By the action of paradiazotoluene chloride on parachlor- 
aniline, or of parachlorodiazobenzene chloride on paratolnidine, there 
is formed a mixed diazoamide of the formula OsHiChNsH^CtHY, which 
contains I7T per cent, of nitrogen and 14’8 per cent, of chlorine. 
The corresponding pair of normal compounds would be 

CsH4CI*N3H*C6H4C1 

(containing 26*7 per cent, of Cl and 15*8 per cent, of X), and 
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(containing 18*7 per cent, of JS"). Tlie two normal 
compounds differ, therefore, fi*om the mixed componnd ,onlj hy 1*3 
and 1*6 per cent, of nitrogen respectively, so that a considerable 
qnantity of one or both the normal compounds might be present in 
admixture with the mixed diazoamide without being detected by an 
analysis in which the nitrogen was the only element determined. 

From considerations such as the foregoing, it is obvious that the 
purity of the mixed diazoamides can only be regarded as satisfactorily 
demonstrated wd:ien at least two of the constituent elements are 
determined. The mixed compounds containing a halogenised radicle 
on one side of the NgH-group are particularly well adapted for show- 
ing when a pure product is obtained, because the presence of a small 
quantity of one or the other of the normal compounds is easily shown 
on determining the halogen; whereas the nitrogen determination 
would fail to reveal the presence of a small percentage of such an 
impurity. For this reason we hawe made use of parachloraniline or 
parabromaniline as one of the amines in the preparation of all the 
mixed diazoamides described in the present paper. It is evident that 
such compounds are more suitable for the purposes of the investiga- 
tion upon which we are engaged than the more symmetrical mixed 
compounds containing such radicles as and 

on each side of the KsH-group, Thus the mixed compound, 
(p)F02*C6H4‘I^3H‘C6H4*l!l02(m), described by us in a former paper, 
would have the same percentage composition as the two normal 
compounds, 

(lONO.'CoHpUIsH-CeHpKO.Cp) and (m)N0yC8HpF3H-C5HpIsr02(m), 

either or both of which might be present in admixture with the 
mixed parametadinilin- compound without being capable of detection 
by analysis. It was only after considerable experience with the 
mixed compound containing one halogenised radicle had shown us 
that varying quantities of one or the other of the corresponding 
normal compounds were generally formed at the same time as the 
mixed diazoamide, that we were led to discredit the purity of those 
mixed compounds prepared by previous investigators, and taken as 
pure on the, strength of a, nitrogen determination only. 'For the 
same reason we were led to suspect that our own preparations of the 
mixed para-metadinitrodiazoamidobenzene might ,have been con- 
taminated with more or less of the normal dipara- or' dimeta-iiitro- 
, com, pound, analysis being obviously of no avail for the decision of 
this question. We have, therefore, submitted the mixed dinitiodiazo- 
,>mide from paranitraniline and metanitmniline to a further critical 
examination, in order to clear up this point in the first place, slight, 
'-irariatiohs'in the melfcing points of different preparations, having eon- 
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viiiced us, in tlie light of more recent experience, tliat traces of tlie 
normal compound might have been present in our earlier experi- 
ments. W'e shall describe the results of these experiments before 
passing on to the other triplets. With respect to the melting points 
of the diazoami do- compounds and their alkjl-deriTatires, it will he 
necessary at this stage of our work to offer some general obser- 
vations. 

Starting from the fact,, which we now regard as established on a 
fairly wide basis, that each pair of amines gives rise to three isomeric 
alkyl-diazoamides, we have found that the melting point of the com- 
pound produced by direct alkylation is always more vague than that 
of either of its isomerides. This vagueness of melting point appears 
to he a natural property of the compounds of this series. The ex- 
planation of this property is to he found in the fact that the diazo- 
amides, as Avell as their alkyl-derivatives, are all more or less prone to 
decompose, with evolution of nitrogen, on heating; so that the 
melting point is, in most cases, also the point of decomposition, and 
it is well known that under such circumstances sharpness of melting 
point cannot he expected. The products formed by direct alkylation, 
taken as a whole, ai^e more easily decomposable than their isomerides, 
both on heating and by the action of acids ; and it is this fact which 
accounts for the wider range of their melting points. The instability 
is more pronounced in those compounds which contain acid radicles, 
such as hr02, Br, Gl, &c., in both nuclei, and in some of these cases 
the substance begins to shrink and soften many degrees before fusing 
to a clear liquid, bubbles of nitrogen being given off more and more 
freely as the temperature rises. It must be understood that this pro- 
perty more especially pertains to the compounds produced by direct 
alkylation : the isomerides formed by the action of diazotised amines 
on alkylamines have fairly sharp melting points owing to their being 
more stable under the influence of heat. We had noticed this vague- 
ness of melting point in the directly alkylated products of the mixed 
para-metadinitro-diazo-compound first studied, but we were not aware 
till we had pi^epared many analogous compounds that the property hi 
question was characteristic of all the alkyl-derivatives produced in a 
similar manner. 

Further Fxperlments to test the Ghemical Individuality of Paro-?»efo.- 
dmitro’-diazoamidohe^izene and its AlkyUderivatives. 

Fxperiment L — Metanitraniline was diazotised and combined with 
paranitraniline in the usual manner. The crude product when dry 
had a melting point of about 200 — 201®. On crystallising from 
alcohol, the following melting points were 'observed 



416 TVTCT, -n.OLA AND STRBATFEILD : ISOIIEEISJI OP THE 


Afte>r 1st crystalKsation : m. p. 216'5 — 217° 

-2nd „ „ 217° 

„ 3nd „ „ 211-212° 

„ 4tli ■- „ „ 212-212-5°. 

The melting point after '^Jiis remained constant, and y^e believe ibis 
to be about the true point oi fnsiorL of the substance, the higher 
readings of the first and second crystallisations being possibly due to 
the presence of some of the normal compound, 

which was removed % the continued crystallisations. As illnstrating 
the difficulty of determining the melting point — even in the case of 
this compound, which fuses much more sharply than its alhyl^riva- 
tives — we may add that the rate at which the sul^?a»4<fis;mdS-^^ 
heated materially influences the result. By causing the mercury of 
the thermometer to rise very rapidly, the melting point of the com- 
pound could be raised to 222° or 227 — 228°. 

Bxpenment IL — In the next experiment, the order of combination 
was reversed; paranitraniline was diazotised and then combined with 
metanitraniiine as before. The crude product when dry fused at 
about 210—211°. 

After Isfc crystallisation: m. p. 210 — 210*5° 


2nd 


„ 212—213 

3rd 

if 

„ 211—212-5 

4th 

?» 

„ 212-5— 213'5“ 

oth 

if 

„ 212-5 — 213° (constant). 


Trom this result it appears that a purer product was obtained in 
the first place by this order of mixing. The final products from 
each experiment were compared and found to he identical in all 
respects, dissolving in alcoholic potash with the orange-red colour 
intermediate between the orange solution of the dimetadiuitro -com- 
pound and the magenta-red solution of the diparadinitro-compound 
in the same solvent. This pair of experiments serves to show that 
the pam-nietadinitro- compound is a distinct chemical substance having 
a melting point' of 212— 218°.=^ 

Uxperwiefit lY . — The next experiment is a repetition of a formei* 
attempt (this Journ., Trans., 1887, 440, note) to synthesise the para- 
meta-compound by mixing the two normal isomerides — 

(j))E'0/GeH4*ll3H-C,H4*hr02(jt>) and 

2 grams of each were completely dissolved in alcoholic soda, the solu- 
tion diluted with water, and then just neutralised with' acetic acid sp 

* In our former papers we gave the melting point as 211®, v' ' 
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.as to tlirow out the diazoamides in a state of perfect admixture. The 
precipitate, after being collected and washed with w'ater, was crys- 
tallised from alcohol, the first crop of crystals being filtered off as 
soon as the solation was cool. The melting point of this first crop 
was 214 — 215°, and a second crystallisation brought the melting point 
up to 222 — 223° — that is, to that of the pure diparadinitro-compound. 
The mother-liquor from the first crop deposited a second crop of 
crystals on standing. These had a melting point of 193 — 194°, and 
thus proved to he the dimetadinitro-compound. The two norma! 
compounds do not, therefore, enter into combination, and are easily 
separable by fractional crystallisation. 

Experiment F. — 3 grams of each of the two normal isomerides were 
mixed and dissolved in alcohol with the theoretical quantity of potas- 
sium hydroxide (one molecnlar proportion) and ethyl iodide. The 
mixed compounds were ethylated by cohobation in tbe usual way. The 
product, after being collected and washed with water had, when dry, a 
melting point of 141 — 166°, and was seen under the microscope to 
consist of a mixture of two kinds of crystals. The ethyl-derivatives 
were then crystallised from alcohol. 

After 1st crystallisation: m. p. 150 — 179° 

„ 2nd „ „ 188--191-5 

„ 3rd „ „ 191 — 192° (constant). 

The result shows that no combination of the ethyl-derivatives takes 
place. The normal ethyl-derivative, 

(p)E0YC6H4*F3(C.H5)-0eH4*1702(p), 

being much less soluble than the dimeta-compound, is easily separable 
from the mixture in a state of purity after three crystallisations, 

'Experiment VL — The last experiment having shown that alkyl- 
diazoamides of different solubilities are easily separable by continued 
crystallisation, a pure specimen of tbe mixed para-mefcadinitrodiazo- 
compound was prepared by combining diazotised metanitraniiine with 
paranitraniline and crystallising the product from alcohol till the 
melting point was constant (212 — 213°). The purified compound was 
then ethylated as usual, and the ethyl-derivative crystallised from 
alcohol : — ■ 


After 1st crystallisation: m. p. 151 — 155° 

„ 2nd „ „ 151 — 155 

„ 3rd „ „ 151— '155 

The substance is thus unresolved by crystallisation from alcohol, 
and there can be but little doubt as to its chemical individuality. 
Experiment FU.—Auother specimen of the mixed parameta-com- 
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pound was prepared by combming diazotised paranitraniline witb 
metanitraniline, and tlie purified product was etliylated as in the last 
experiment. The etiiyl-derivative was tlien crystallised from 
alcolioi : — 

After 1st crystallisation: m. p. 153’5 — ^156° 


55 

2nd 

55 

55 

153'5— 156 

55 

3rd 

55 

55 

151—153° 

55 

4th 

55 

>5 

152—156 

55 

5th 

55 

55 

152—155 


These experiments furnish additional evidence of the identity of 
the mixed diazoamide prepared by the two orders of combination. 
The melting point of the ethyl- derivative may be taken as about 
151 — 155°5 the vagueness arising from the decomposition of the 
substance and the consequent difficulty of determining the precise 
point at which it begins to fuse and the point at which fusion may be 
said to be complete. W e consider the melting point now given as 
nearer the truth than that given in our earlier papers (148°), our 
former preparation being probably contaminated with vsiight traces of 
one or both of the normal dinitrodiazoamides, the presence of which 
would, as already explained, escape detection by analysis. 

In the following descriptions of the new series of alkyl-diazoamides, 
we have not thought it necessary in ail cases to isolate the mixed 
diazoamide in a state of chemical purity previous to its alkylation, as 
it was generally found more expeditious to alkylate the crude 
product, and then purify the latter by crystallisation. This method 
of working offers many advantages, because the alkyl-derivatives are 
in most cases more stable when treated with the solvent than the un- 
alkylated mixed diazoamide. We have, indeed, reason to believe that 
some of the more unstable mixed compounds, even when pure at 
starting, may become contaminated with more or less of the corre- 
sponding normal compounds on prolonged boiling with alcohol. This 
point is at present undergoing further investigation, but the results 
are not as yet ripe for publication. The products of decomposition 
by hydrochloric acid have throughout been determined by the method 
described in former papers (Trans., 1887, 438, and 1888, 675.) 

I. The Triplet moM Paranitraxilixe axe Parabromaxilixe cox- 
TAixiKo Methyl. 

1. Aotmi of Biazotised Faranitramlme on MethylparabromaniUm. 

Paranitraniline was diazotised, and the solution mixed with, the 
'theoretical quantity of methylparabromaniline mxalate* dissolved in 

* 'This salt was used' because of the readiness with which'' it' crystallises^ and the 
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cold water. As soon as tlie solutions are mixed, an orange resinous 
substance separates out, and after being allowed to stand for some 
liours tbis was collected, washed with cold water, and purified bj two 
or three crystallisations from alcohol. The substance forms minute 
orange needles melting sharply at 151 — 

0‘0829 gram gave 12 c.c. moist IST at 13*5° C. and 744'8 mm. bar. 


0*0905 „ 0*0497 gram AgBr. 

Calculated for 

(^)XO2-06H4-A2*N(0H3)-C6E[4.Br(i?). Found. 

IST 16*72 16*72 

Br. 23-88 23*37 


Decomposition by HydrocliloT'ic Acid. — 0*3267 gram of the substance^ 
allowed to stand for two days under 10 c.c. of strong acid, dis- 
soired with the exception of a trace (weighing 0*0058 gram). The 
solution on dilution and filtering into an alkaline solution of 
jd-naphthol gave 0*2787 gram pure azonaphthol compound, corre- 
sponding to a yield of 86*85 per cent. Theory requires 87*46 per 
cent. The azonaphthol-compound after crystallisation from glacial 
acetic acid was identified as paranitrobenzeneazo-/3-naphthol (in. p, 
249°). The decomposition therefore takes place as shown in the 
equation — 

(?OI^^Oo/C,H4‘hr2-]Sr(aH3)-CeH4-Br(j^ + HCl = (p)I?70pCsH.rK,-CI 

+ (p)Br-OeH4*NH-eH3. 

2. Action of Diazotised Parahromaniline on MethylparafiitraniUue . — 
Owing to the feebly basic property of methylparanitraniline, this 
combination could not be effected in aqueous solution, as too much 
acid is required to keep the methylnitraniline dissolved, and the 
addition of the aqueous solution of diazobromobenzene chloride 
simply throws out the methylnitraniline in a crystalline unaltered 
condition. The latter was therefore dissolved in a large volume of 
cold alcohol, and the diazo-chloride solution slowly mixed ; excess 
of sodium acetate was then added, and the solution allowed to stand 
for some hours in the cold.* The dense, orange, crystalline preci- 
pitate was collected, washed' with water, and crystallised three or four 
times from boiling alcohol, in which the compound is but very 
sparingly soluble* It forms small, ' yellowish, ili-defiiied crystals 
melting at 163 — ^164*^ with decomposition : — 

facility which it thus offers fox obtafning the secoudaxy amine in a solid weigh able 
form, and in a condition of perfect purity. 

* In preparing mixed alkyldiazo-amides by this metbod, we have always noticed 
the' production of an odour resembling that of the isocyanides. 
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0*1210 gram gave 16*9 c.c, moist at 12*5° C. and 761‘2 mm. bar. 


0*2769 ,5 0*1547 gram AgBr. 

Calculated for 

( p)Br-06H4-3NVW(Cfl3)-C6H3-S'02(f)). Found. 

1^ 16*72 16*57 

Br 23*88 23*77 


Becoynposltion hj Hydrochloric Acid. — 0*3610 gram (lOvSS 0*0308 gram 
residue) decomposed by 10 c.c. strong acid, acting at the ordinary 
atmospheric temperature for 24 hours, gave 0*3370 gram azonaphthol- 
compound, corresponding to 102 per cent. Theory requires 97*6 per 
cent. The azonaphthol- compound on crystallisation from" alcohol 
proved to be paralromobenzeneazo-^~naphthol. This last compound 
does not appear to have been described. It forms-deep_red needles 
melting at 168 — 170° : — 

0*2090 gram gave 0*1216 gram AgBr. 

Calculated for 

Br-CflH4-N2‘CioH6-OH. Found. 

Br 24*46 24*75 

The decomposition accordingly takes place as follows : — 

(|))BrC6H4*Isr2*iSr(CH;0‘CeH4*NO.(p) -f HCl = 

(jp)BrC«HrN3*Cl -h (p)hrO./C6H4-17H-CHa, 

3. Methylation of TaTanitTOpwrabroTfiodiazowniidohmzene, — Consider- 
able difficulty was experienced in obtaining a specimen of this 
compound sufficiently pure for methylation, the product genemlly 
being contaminated with some of the dinitrodiazoamidobenzene, and 
the nitrogen coming out too high in consequence. In the case of this 
compound, the nitrogen determination obviously furnishes the most 
certain criterion of purity. The action of diazotised bromaniline fin 
paranitraniline dissolved in alcohol gave very unsatisfactory results, 
but the reverse order of combination gave a purer product when the 
proper precautions were observed. The bromaniline is first dissolved 
in dilute hydrochloric acid, and then thrown out in a very finely 
divided state by the addition of sodium acetate, a sufficient quantity 
of this salt being added to insure the absence of free hydrochloric 
acid when the whole of the diazo-ohloride solution is added. The 
paranitraniline is diazotised in the nsnal w^ay, and the solution 
allowed to drop slowly with constant stirring into the bromaniline 
suspended in the welhcooled sodium acetate solution. After being 
allowed to stand for some hours,, the orange precipitate is collected, 
washed with water, and crystallised from alcohol The substance 
appears to'' be capable of crystallising in two distinct fox'ms ; if the 
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crystals separate out rapid! j, they consist of orange scales glistening 
with prismatic colours. By slow crystallisation, the compound is 
obtained in the form of dense orange prisms with pointed extremities. 
In roost cases the two kinds of crystals were obtained in admixtm'e. 
The melting point is unfortunately too vague to enable us to state 
whether this difference of crystalline form indicates the existence of 
chemical isomerides, as both scales and prisms decompose on heating, 
and have the wide range of melting point so charaoteristic of the 
unstable diazoamides. The melting point ranged from 175 — 181''.* 
The prismatic crystals melt somewhat more sharply than the scales, 
and, no doubt, represent a form of the compound analogous to that 
assumed by the corresponding mixed diazoamide from paranitraniline 
and parachioraniline described in our last communication on this 
subject (Trans., 1888, 673). From the fact that both kinds of 
ciystala give on alkylation the same and apparently a homogeneous 
compound, we are disposed to believe that there is no chemical 
isomerism associated with this difference of form. A nitrogen deter- 
mination in a specimen containing the two crystalline modifications, 
which it was found impossible to separate completely from one 
another, gave the following result : — 

0'1841 gram gave 27*8 c.c. moist H at 14° 0. and 759-9 mm. bar. 

Calculated for 

(p)N02'C6H4-N3H*C6H4-Br(p). Found. 

17-44 17-49 

The foregoing compound is very similar in its properties to the 
corresponding dinitrodiazoamide, dissolving with a red colour in hot, 
aqueous caustic soda, and with a similar colour in cold alcoholic soda. 
Metiiylation was effected in the usual way, by cohobation in alcoholic 
solution with the theoretical quantities of potassium hydroxide and 
methyl iodide. The product was purified by repeated crystallisation 
from alcohol made alkaline with caustic soda (to remove any 
11 nmethylated product), and finally from ordinary alcohol. The pui'e 
substance forms microscopic yellow needles melting at 150*5 — 151-5°, 
at the same time frothing up and decomposing. 

0*0928 grain gave 12-9 c.c. moist H at 10*^ 0. and 769*2 mm. bar. 


0*0736 „ 0*0411 gram AgBr. 

Calculated for 

(p)N0o*06H4-N3(CH3)-C6H4-Br(i)). Found. 

N 16*72 16*84 

Bn.,' 23-88 23*77 


* The melting point wlien crystallised from benzene is, aocording to Goldschmidt, 
184° (Ber.) 1888, 2574). By running up the temperatirre very rapidly, our pre- 
paration could be. raised in melting point to about 187°. 
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Decomposition hy HifdrocMoric Acid. — 0-2253 gram, allowed to remain 
under 10 c.c. of strong acid at the ordinarj temperature for 2 tn 3 
lours, left 0*0280 gram unaltered sabstance, and gave 0*1874 gram 
azoiiaphtliol- compound, corresponding to about 95 per cent. Tie 
azonaplthol-coinpound lad, ivhen crude, a melting point ranging 
from 184 — 207°, and thus proved to be a mixture. By continued 
crystallisation from glacial acetic acid, the mixture was separated, as 
shown by the following melting points : — 


After 1st crystallisation : m. p. 


95 

59 

99 

33 


2nd 

3rd 

4tl 

5tl 


59 

99 

9 ? 


99 


93 


99 

93 


188—234° 
225—235 
240—243*5° 
246*5— 247*5° 
249° (constant). 


Tie substance separated is, therefore, paranitrobenzeneazo-/?- 
naplithol. The compound accordingly breaks np under the induence 
of the, acid in two ways : — 


2(p)I\"0o*0cH4*lSr3(CH3)*C«H4*Br(p) + 2HC1 = 
(p)]S"OyC6H4-I^.yCl + (p)BrC6H4-Ky01 + ( p)17O.-CeH4*]SrH‘0H3 
+ (p)Br*C6H4-NH‘CH3. 


The azonaplitlol- compound is thus a mixture of paranitrobenzene- 
azo-/3-napltlol and parabromobenzeneazo-/3-napltloL If tie decom- 
position took place quantitatively in accordance with the above equa- 
tion, 100 parts of the diazoamide should yield 92*5 parts of the mixed 
azonaphtlols. Our experiment gave 95 per cent. The 92*5 parts of 
tie mixed azo-napltlols, corresponding to the above decomposition, 
contain 12*9 per cent, bromine. An analysis of our crude azonaplthol- 
eom pound (before fractional crystallisation) gave the following 
result : — ' 

0*1640 gram gave 0*0600 gram AgBr = 15*56 per cent. Br. 

Calculating this bromine as parabromobenzeneazo-^-naphtlol, the 
composition of tie mixture is accordingly^ — 

(p)Br-C6H4-N/0,oHa‘OH(i3). . . . 63*61 

(p)N02*G,H4*]Sr,-CioHe-OH(^) .. 36-39 (by difference). 

If each lad been present in molecular proportion, the composition 
would lave been — ' ' 

(p)BrCeH4-]Sr3-C,oHe*OH(^) 52*74 

(p)]S[02-CeH4‘N2*C4oH6*OH(^)..,„, 47*26 

' From this result it would appear that an' excess of parabromodiasso- 
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Uenzene cUoricle is produced in this decomposition. We shall, how- 
ever, return to the discussion of this point in a subsequent part of the 
present paper. 


IL The Triplet from Paearhtrakilire and Parabeomanilik e 

CONTAINING EtHYL. 

1. AcMon of Diazotised JBaranitraidline on Tltliylfarabromamline . — 
The secondary amine was prepared by heating hromaniline with the 
theoretical quantities of ethyl iodide and sodium hydroxide in alco- 
holic solution in a dash, with reflux condenser, for about half an hour. 
The alcohol was distilled ofl, the oily product washed with water, 
dissolved in h^^drochloric acid, and converted into nitrosamine by the 
addition of sodium nitrite. When purified by crystallisation from 
dilute alcohol, the nitrosamine forms lustrous ochreous plates melting 
at 63 — 64°. The secondary amine was obtained by reducing tlie 
nitrosamine with tin and hydrochloric acid in the usual way. The 
hydrochloride, which forms dense prismatic crystals, was used for the 
preparation of the diazoamido-compound. On mixing the solutions 
of paranitrodiazohenzene chloride and ethylbromaniline hydrocliloride, 
an orange resinous substance slowly separates out on the addition of 
sodium acetate. After two crystallisations from alcohol, the pure 
compound was obtained in the form of glistening orange needles 
melting at 139 — 140°. 

, 0*0624 gram gave 8*4 c.c, moist IT at 12° 0. and 767*6 mm. bar. 


0*2688 „ 0*1442 gram AgBr. 

Calculated for 

(p)N 0 .-C 6 H 4 *N 2 *lSr( 02 H 5 ) •C6H4-Br(p). Found. 

IT 16*04 16*14 

Br 2*2*92 22*82 


Decomposition hy MydroGliloric Acid. — 0*3164 gram, allowed to stand 
under 10 c.c, strong acid for about four hours at the ordinary tempe- 
rature, passed completely into solution, and gave 0*2380 gram azo- 
naphthol- compound, cori^esponding to about 75 per cent. The azo- 
iiaphthol, after one crystallisation from glacial acetic acid, had the 
melting point of paranitrohenzeneazo-jS-naphthol (249°), indicating 
the normal decomposition — 

(p)KOs’06H4-IT2*IT(G2H5)-aeH4*Br(p) + HCl = 

+ (|>)BrC,H4-ITH-C2H5. 

, 2.. Action of Diazotised FarahromamUne on ^Etliylpamnitr aniline . — 
Precisely the same difficulty was experienced in bringing about 
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tliis combination as in the case of the cor respon dong' methyl-deriva- 
tive. No combination takes place in aqueous solutions, and the ethyl 
iiitraniline was dissolved in alcohol, and the diazo-chloride solution, 
added as before. The orange crystalline precipitate, which forms 
under these conditions, consists chiefly of unaltered ethylnitraniline, 
and contains only a small quantity of the diazoamide sought for. 
After the precipitate had been collected and washed with water, it 
was dissolved in alcohol and allowed to crystallise, this operation 
being repeated till the melting point was constant. Analysis at this 
stage showed that the substance was still slightly impure (found 
15’92 per cent. N and 22‘21 per cent. Br), so that the substance was 
recrystal iised from a mixture of benzene and petroleum, and then 
formed stumpy, yellowish-orange needles melting at 124 — 125°. 

OT806 gram gave 0' 09 78 gram AgBr. 

Calculated for 

( p)Br-C6H4 AyK (C2H5) -C^HvlSrOsCp) . Found. 

Br 22*92 2d*04 

Decomposition hy RydrochhricAcid. — 0*2890 gram in 9 c.c. strong acid 
for two hours at the ordinary temperature left 0*0266 gram unaltered 
substance, and gave 0’*2420 gram azonaphthol-compound, corresponding 
to 92*22 per cent. Theory requires 93*7 per cent. The azonaphthol 
once crystallised from glacial acetic acid had a melting point of 
168 — 170°, and proved to be parabromobenzeneazo-/l-naphthoi, indi- 
cating the normal decomposition — 

(p)Br06H4-N,-N(CA)*06H4*F02(p) + HCI = - 

(p)Br‘CaH4*N2-Cl -f 

3. Mtliylatlon of Pai'anitropamhromodiazoamidohenzene. — Instead of 
attempting to isolate the nitrobromodiazoamide in a state of purity, 
the crude product was dried, and at once ethylated in the usual way. 
After three crystallisations from alcohol, it was obtained pure in the 
form of microscopic orange needles melting somewhat sharply at 
115—116°. ■ ^ ' 

0*1324 gram gave 17*8 c.c. moist N at 12° C. and 758*9 mm. bar. 


0T843 „ 0*0987 gram AgBr. 

Calculated for 

( N02'C5H4-N3(02H5) •C6H4 *Br(p) . Found. 

N ' 16*04 15*93 

Br 22*92 22*79 


: Decomposition hy Hydrochloric Acid . — In accordance with its com- 
parative sharpness of melting point, this modification was 'found to be 
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somewliat more stable under the influence of tlie acid. 0‘362S gram 
under 10 c.c. of strong acid, bad left a considerable residue after four 
liours at ordinary temperature, so the contents of tbe beaker -were 
heated to 30° for a few minutes, and tbe decomposition then taken as 
complete. The residue w-eigbed 0*0170 gram, and tbe azonaplithol 
0*3120 gram, corresponding to 90‘22 per cent,. The latter in tbe 
crude state bad a meltiug point ranging from 153° to 192°, and thus 
proved to be a mixture. By crystallisation from glacial acetic acid, 
paranitrobenzeneazo-/3-napbtbol (m.p. 249°) was isolated and identi- 
fied. If tbe decomposition took place quantitatively, according to tlie 
equation — 

2(p)lsrO,-aH4*br3(C2H,)-CBHpBr(p) 4- 2HC1 = 
(lObTOs-CsHrMs-Cl + Br-CcHpF^-CT + + 

(p)Br-CeH4*NH*C.H„ 


100 parts of the diazoamide should yield 88*8 parts of tbe mixed 
azonapbtbols containing 12*9 per cent, of bromine. Analysis of tbe 
mixed azonapbthols obtained gave tbe following results: — 

0*2499 gram gave 0*0871 gram AgBr = 14*83 per cent. Br. 

This corresponds to a mixture having tbe following percentage 
composition : — 

(p)Br‘CBHpKo-C,oHc-OH(/3) 60*62 

(^O^Os’CeHi'Na’CioHe'OHO) .... 39*38 (by difference). 

Calculated for equal molecules the result is — 

(p) Br-CGHpbr3*CioH6-OH(/3) ......... 52*74 

(p)b[02*C6H4-lsVCioH6*OH(/3) 47 26 

In this case also, it appears, therefore, that an excess of parabromo- 
diazobenzene chloride is formed on decomposition, 

III. The Tbiflet from Metaxitbanilinb and , Parabromanilixe 

CONTAINING MeTHYL. 

1 . Action of JDimotised Metanitraniline on MetMjlparahrom.anilme . — 
On mixing tbe solutions of metanitrodiazobenzene chloride and metbyl- 
bi'omaniline oxalate dissolved in water containing enough sodium 
acetate to decompose tbe liberated hydrogen chloride, au oebreous crys- 
talline precipitate at once begins to separate. ^ After being allowed 
to stand for some hours in tbe cold, tbe precipitate was collected, 
washed with water, and purified by crystallisation from alcohol. 
Affter four crystallisations, the pure corgpound was obtained in the 
form of small, oebreous needles melting sharply at 144°. 

YOL. LT. ■' ' ' 2 H 
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O'OSOl gram gave il’5 c.c. moist AT at 13*5^ C. aiicl 741*5 mm. "bar. 


0*0954 „ 13*4 „ „ 10° „ 751*6 

0*1130 ,5 0'0G41 grain AgBr. 

FouikI. 

Cuieulated for ^ 

1. II. 

N......... 16*72 16-30 16*62 

Br 23*88 24-14 — 


BecowqjoslHon hj 'RijdrocMoric Acid. — 0*2106 gra.ni, in 7 c.e. strong 
acid for 20 Honrs at tHe ordinary temperature, dissolved with the 
exception of 0*02 gram and gave 0*1658 gram azonaplitliol. The 
latter when crude had a m. p. of 191 — 191*5°, and after one crystalli- 
sation from glacial acetic acid was identified as metanitrobenzenazo- 
,8-naphtliol (m. p. 193 — 194°). The decomposition "by acid thus takes 
place normally as shown in the equation — 

(m)]\^OyC\iHrIsVlN^(CH3)*C,H4*^ + HCi = 

(m.)N' 03 *CaH 4 *hr 2*01 + (p)Br*CaH4*NH*CH3. 

The yield of azonaplitliol, according to this equation, should be 
87*4 per cent. The quantity obtained corresponds to 86*98 per 
cent. 

2. Action of Biazotised FamhrommiUne on MetliijlmetmiimniUne . — 
The niethy Ini trail! line was dissolved in a sufficient quantity of dilute 
hydrochloric acid to keep it in solution in the cold, and the solution of 
the diazo-chloride added in the usual way. A yellow precipitate at 
once forms, and after being allowed to stand for some hours the 
substance was collected, washed, and crystallised from alcohol. Two 
crystallisations sufficed to render the compound pure in the form of 
long, slender, yellow needles melting sharply at 160*5 — 161°. 

0*0940 gram gave 13*1 c.c. IN at 11*5° 0. at 766 mm. bar. 


0*1439 „ 0*0836 gram AgBr. 

Calculated for 

(i>)Br-C6H4*1^2*N(CH3)-C6H4.NO20»). Found. 

16*72 16*71 

Br 23*88 ' 23*89 


Becmnposition hj Hydrochloric, Acid, — 0*3411 gram, under 10 c.c. 
■ strong acid at' the ordinary temperature for 18 hours, dissolved with 
the' exception of 0*0036 gram, and gave 0*3358 gram azonaphthol, 
corresponding to 99*5 per cent. The theoretical yield is 97*6 per 
cent. O^he azonaphthol -when crude had a m. p. of 467 — 170*5°, and 
'was identified, after crystallisation, as pure parabromobenzeneazo-/?- 
naphthoh, 
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Tills diazoamide is tlierefore decomposed normally by the acid — 

(i:))Br‘C6Hrbr./E(CH3)*aaH4-]570,(m^ + HOi = 

(p)BrCeH4-lSro/CI + (m)I70.y06H4*FH-CH3. 

3. Methjlatlon of Metcmiiro^aralromoclia^omiidohenzene, — Tlie coni- 
poraid for metliylation was prepared by allowing a solution of meta- 
nitro diazobenzene cliloride to drop witli constant stirring into an 
emulsion of bronianiline in sodium acetate solution. The product, 
after being collected, washed, and dried, was methylated by heating 
with potassium hydroxide and methyl iodide in the usual wny. The 
reaction sets in at once, and the mixture solidified to a pulp of crystals 
in a few minutes ; the methylation was completed hj cohohating for 
half an hour. The product was collected, washed with water, and 
twice crystallised from alcohol. It then forms slender, yellow needles 
melting vaguely from 125 — 187*5°. 

0*1001 gram gave 14*1 c.c. moist bT at 14"^ C. and 758 mm. bar. 


0*1678 „ 0*0942 gram AgBr. 

Calculated for 

(m)X02-C6H4-X3(OH3)-CoH4-Br(i?). Found. 

16*72 16*54 

Br 23*88 23*89 


Decomposition by Hydrochloric Acid, — 0*2664 gram, under 10 c.c. 
strong acid for six hours, dissolved completely at ordinary atmospheric 
temperature, and gave 0*2438 gram azonaphthoi, corresponding to 
91*5 per cent. The azonaphthoi proved, as was anticipated, to be a 
mixture indicating the decomposition to be — 

2 (m)]Sr 03 *CoHyN 3 (CHa)-OeH 4 *Br(p) 2H01 = 

(w)NO,*OsHpN«-Cl + (p)Br-G6HrNo*CT + (p)BrGsHyNH*CH3 
+ (w)1103*CsH4*NH<JH3. 

According to this equation, a yield o£ 92*5 per cent, of the mixed 
azonaphthols containing 12‘'9 per cent, of Br should have been 
obtained. Our mixed product gave the following result : — 

U*2048 gram gave 0*0692 'gram AgBr = 14*37 per cent. Br. 

This corresponds to — ' 

58*79 

(w)N03*06HpKyOioH3-OH(/J) ... 41*21 (by difference). 


Calculated for equal molecules 

(p)Br*CsH4-N./OioH,-OH(^> . . . 52*74 

(m)l^ 0«*06H4*5rs‘GioHe-OB(^) , 47*26 

' , 2 H 2 
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TV. The Triplet from Metanttraniline and Paeabroma:xilike 

coRTAiNiRO Ethyl. 

1. Action of J)iazoti,^ed Met anitr aniline on BthjlpamhromaniUne , — * 
lletanitranilme was cliazotised in tlie nsaal waj, and tRe solution 
mixed witli a solution containing the necessary quantity of etliyl- 
Ijromaniline hydrochloride. An ochreons riscid resin separated, and 
tills on standing solidified to a brittle mass wliicli was dissolved in 
alcohol and allowed to crystallise. After two crystallisations, the 
coiiipoiiiicl w^as obtained pure in the form of flat, ochreons bundles of 
needles nearly an inch in length and having a sharp melting point of 

iir. 

GT054 gram gawe 14*5 c.c. moist N" at 10° 0. and 744 mm. bar. 


0-2201 „ 0-1171 gram AgBr. 

Calculated for 

(?>7)NO,v06H4-NM-N(C2H5)*C6H:4-Br(;?). Found. 

16-04 16T1 

Br 22*92 22*64 


DeeomposiHo7i hy HijirocldoriG Acid. — 0*3034 gram under 10 c.c. 
strong acid dissolved in three hours at the ordinary temperature, 
leaving 0*0125 gram residue, and gave 0*2354 gram azonaphtho], cor- 
responding to 83*8 per cent. The azonaphthol w*as identified as pure 
metaBitrobenzeneazo-/l-naphthol (m. p. 194°), showing that the 
decomposition by acid takes place normally according to the 
equation — 

+ SCI = 

(m)N03*C6H4*K2*Ci -f (p)Br*C5H4*]SrH-G,>H5, 

The above equation requires a yield of 83*9 per cent, of meta- 
nitrobenzeneazo-iS-napkthol, so that the resolution is strictly quan- 
titative, 

2, Action oj Diazotised iParahroinciniline on JSihyhnetanitrafdUne * — 

The solution of the diazo-chloride Teas mixed with the solution of 
ethylnitraniUne in dilute hydrochloric acid and sodium acetate added 
to the mixture. An ochreons precipitate slowly separated, and after 
being allow'ed to stand in the cold for 18 hours this was collected, 
washed with water, and crystallised from alcohol. After three crys- 
tallisations, the pure substance was obtained in the form of glistening 
yellow needles melting at 135— -136°. 

0 1605 gram gave 20'9 c.c. moist N at 8° C. and 764-4 mm. bar. 

0-2231 „ 0-1207 gram AgBr. 
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Calculated for 

{jtj)Br‘C6H‘4<K.vN(C.H5)-CeH4-KO.(??^). Pound. 


K 16*04 15*94 

Br 22*92 23*02 


Becomfosition hj BydrocMoric Add, — 0*3040 gram, under 10 c.c. of 
strong acid for 18 lionrs at tlie ordinary temperature, dissolved with, 
the exception of 0*0016 gram, and gave 0*2804 gram azonaplithol, corre- 
sponding to 92*74 per cent. The latter had,, when crude, a melting 
point of 168 — 171'', and was identified as parabromohenzeneazo-/3- 
iiaphthol. The decomposition therefoi^e takes place normally, accord- 
ing to the equation — 

(p)Br-C6H4-NyE'(C2H5)‘aH4-lsrO,(m) + HCl = 

(p)Br-CsH,*]Srs‘Ci + (w)]XO,*C6H4-hrH-C,H,. 

According to the foregoing equation, the yield of azonaplithol 
should have been 93*7 per cent., so that the resolution by acid is 
practically quantitative. 

3. Ethylation of Mda^iitro^araJ^romodmzoamidobenstvie. — The sub- 
stance used for ethylation was a portion of the same preparation as 
that employed for metliylation, the process being canned out in the 
usual way with potassium hydroxide and ethyl iodide. After one 
crystallisation from alcohol, the substance was obtained in the form 
of microscopic ochreous needles melting at 96 — 117°. 

0*1290 gram gave 17 c.c. moist IS[ at 11*5° G..and 764*6 mm. bar. 


0*1591 „ 0*0860 gram AgBr. 

Calculated for 

(ra)NOi,-C6H^'N3 (C2H5) •CaH4;Br(^)) . Found. 

N 16 04, lo-7S 

Br 22-92 23-00 


In order to test the individuality of this compound, it was again 
crystallised from a large volume of alcohol and the bromine 
detei*mined. The melting point, so far as could be Judged, consider- 
ing its vagueness, bad not materially altered : — 

0*1587 gram gave 0*0850 gram AgBr. 

Calculated. Found. 

Br 22-92 22-/9 

Decomposition hy EydrocMoric Acid, — 0*2899 gram under 10 c.c. 
strong acid dissolved at the ordinary temperature in 2 — 3 hours, with 
the exception of 0*0038 gram, and gave' 0’2600 gram azonaphthol, 
corresponding to 90*87 per cent. , 
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Tlie azoiiaplitliol when crude had a melting point 145—155'' and, 
as usual, proved to be a mixture : 

0‘2234 gram gave 0*0792 gram AgBr = 15*08 per cent. Br. 

The decomposition by acid, according to the following equation, 
requires a yield of 88*8 per cent, of mixed azonaphthols : — 

20n)KOrCeHrN3(CH3)-CeHrBr(i7) + 2HC1 = 

(uOhTO.-CeHrNo-Cl -f (p)Br-CeH,*N,*Cl + 

(m)]\^03*CaH4*NH-aH5 -b (p)BrC6H4*]SrH*C3H5. 

The mixed azonaphthols, if present in equal molecules, should 
contain 12*9 per cent. Br. 

Calculated for equal molecules — 

(m)hrO./OcH4*hr2-CioH,-OHO). . . . 52*74 

( j;)Br-06H4-E'.yOioH6'OH(/3) ..... 47*26 

Foiindr- 

(^3i)hr02-C8Hr]Sr.-CioH6-OH(/3) 38*35 (by difference). 

(y:?)Br-GeH4-No/C,oH6-OH(y3) 61*65 

In this decomposition, it would appear therefore that an excess of 
parabromodiazobenzene chloride is produced. The significance of 
these quantitative decompositions 'will he discussed subsequently. 

The compounds now described all contain the gx^oup in one of 
the aromatic nuclei, and our next experiments were directed towards 
the preparation of triplets of isomerides not containing this group. 
Our study of the diniti'O- and nitro-bromodiazoamides revealed some 
general principles which have been made the basis of further work, 
and which have enabled us to achieve the long desired end of obtain- 
ing triplets of alkyl- derivatives not containing the group in question, 
and solid at ordinary temperatures (see Trans., 1888, 665). It 
W'ill be seen from the foregoing results that the effect of introducing 
an alkyl radicle into a diazoamide is to lower the melting point, and 
in all the cases studied the methyl- derivative had a considerably 
higher melting point than the ethyl-derivative. These facts are 
shown in the accompanying table (p. 431), summarising our results 
with' the ni tramlines and bromaniline. 

It will be seen from these I’esults that in order to obtain alkyl- 
diazoaniides solid at ordinary temperatures, it is in the first place 
essential to start from an unalkylated compound having a high 
melting point, and in the next place it is evident that the chances of 
ilie, alkyl-derivative fulfilling the required conditions are greater the 
Tower the, molecular weight of the radicle introduced. It is the 
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Diazoamido-compoiind. 

Dnalkylated 

compound. 

Metbyl-deriva- 

tire. 

j 

Ethyl- 

derivative. 

L Froin_ 2 >-nitraniline and^-brom- 
aniline 

175—181'’ 

150*5— 151-5^ 

115— lirr 

li. Diazotised j:?-nitraniline on 
alkyl-jj»-bromaniline 


151—151 *5° 

139—140 

III. Diazotised jo-bromaniline on 
alkyl -jp-nitraniline 

i 

i 163—164° 

i 

124—125 

I. From ^J^-nitranilme and p~ 
broinanilme 

155'’* 

125 — 137*5’“* ! 

96—117" 

II. Diazotised w-nitraniline on 
alk}i-j9-bromaniline 

— 

1 144° 

iir 

111. Diazotised _ 2 ^-bromaniline on 
alkyl-w-nitraniline 


160*5—161^ 

135—136° 


non-compliance witb these conditions wliicli lias led previons experi- 
menters to tlie preparation of alkjl-diazoamides wbieli bare been oily 
at oi’clinarj temperatures, and wbicb bare therefore baffled close 
i lives Ligation. It will be of interest here to give one of our earlier 
attempts to prepare a triplet Laving tbe required properties. 

The mixed diazoamide produced by acting witli diazotised para- 
cbloraniline on paratoluidine, or vice versa, lias a melting point of 
129° (Heumarm and Oeconomides, Ber., 1887, 909), and therefore- 
seemed a promising compound for our pui^pose. Some of the substance 
was prepared and ethylated, and the product found to be an oil wbicb 
would not solidify. The oil was therefore decomposed by cold liydro- 
cbloidc acid in the nsiiai way, and tbe acid solution gradually poured 
into a well-cooled alkaline solution of /^-napbtliol. The azonapbtbol 
precipitate was collected, washed with alkali, acid, and water succes- 
sively, and dried, Tbe melting point of tbe crude substance was 
145 — 152°, and after four crystallisations from alcohol, pure para- 
cblorobenzeiieazo-/3-napbtIiol (m, p. 162’5°, Trans., 1888, 676) was 
isolated from it. The oil was thus proved to be the ethyl-derivative 
(p)Cb 06 H 4 ^br 3 (C 2 H 5 )'G 6 H 4 ’GH 3 (p), and its products of decomposition 
the usual mixture of di azo-chlorides and bases. Another isomerida 
was then prepared by acting with diazotised paratoluidine on ethyl- 
parachloraniline, and this also proved to he an oil. 

The introduction of ethyl into the diazoamide from parachloraniline 

* This is the melting point given by 0bld3ch-midt for the substance crystallised 
from benzene {Ber,, 1888, 2575). 
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and paratohiicline therefore depresses the melting point to such an 
extent, that the product is oiij at ordinary temperatures, and as two 
of the three isoinerides were thus shown to be oils, the triplet was 
not further myesti gated. The corresponding series containing methyl 
will be described subsequently. 

Y. The Triplet from Parabromahiltne axh Paratolthdine con- 
TAININa AIethyl. 

1. Adio-n of Diazotised ’Parahrotyianiline on Methylpa7XitohmhncA ' — 
Tlie secondaiy amine was employed in the form of the oxalate and 
the diazo-chloride solution mixed in as usual. On adding sodium 
acetate, an ochreous precipitate gradually separated, and after standing 
for about 24 hours this was collected, washed with cold water, and 
twdce crystallised from alcohol. The pure substance forms small 
ochreous scales melting at 113 — 114.° 

0T853 gram gave 22 c.c. moist K at 15° G. and 760'3 mm. bar. 


0-3056 ,, 0T880 gram AgBr. 

Calculated for 

(j?)Br-C6H4‘N2-N(CH3)-C6H4-OH3tp). Found. 

lA,, 13*81 13-91 

Br 26-31 26T8 


BecomimsUion hy Hydrochloric Acid . — This compound is very readily 
decomposed by cold strong acid, dissolving completely in the coui’se 
of a few minutes, and beginning to evolve nitrogen if allowed to 
stand long after it has completely dissolved. The quantitative results 
with strong acid always came out much too low, owing to the reaction 
going too far and the consequent formation of phenolic products. 
The decomposition of this and of the isomeric compounds was tlierc- 
foi'e effected by means of a mixture consisting of 5 parts (by volume) 
of strong acid diluted with 8 parts of water. 0*3258 gram in about 
8 c.c. of dilute acid dissolved completely in about one hour and gave 
0*3278 gram azonaphthoi, corre-spondiiig to 100*6 per cent. The cal- 
Gulated yield is 107-5 per cent. The azonaphthol had when crude a 
melting point of 168°, which was not materially changed , by crystal- ^ 
lisation from alcohol, and was identified as parabromobcnzeneazo-/3- 
naphthol ■ ' 

0*0844 gi*am crude substance gave 0*0478 gram AgBr, 

Culctilaled for 

Br*CgH4*2^3*CiQlIg*OH, Found. 

Br 24*46 24*10 

* We are indebted to, Br. A. Weinberg of the Frankfurter Anilinfarbenfabrik, 
Guns and Co., for kindly preparing a supply of the pure base, for our im^esifgatiou. 
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Tlie decomposition according! j takes place normallj in accordance 
ivith the equation — 

(p)BrCM,W{GE,yC,B,-CB:,(p) + HCl = 

(^)Br-G6Hi-]Sr,-01 + (:p)C7H,*NH*CH3. 

2. Action of Dlazotisecl Faratoluidine on Methyljoarahromainline . — 
The solution of paradiazotoiiiene chloride was mixed with the neces- 
saiy quantity of methylparahromaniline oxalate dissolved in cold 
water, and sodium acetate dissolved in the mixed solutions. After 
being allowed to stand for 12 hoars, the ochreous precipitate wns 
collected, washed with cold water, and twice crystallised from 
alcohol. The pare snhstance forms splendid crystalline scales of con- 
siderable size, which glisten in the solntion wdth prismatic colours. 
Under the microscope, the alcoholic solution when allowed to evapo- 
rate in a watch-glass is seen to deposit square transparent tablets. 
The appearance of the dry substance is very similar to that of sub- 
limed naphthalene, only the crystals instead of being wliite are slightly 
ochreous in colour. The melting point is 99 — 99 '5°. 

0*2510 gram gave 30 c.c. moist IX at 15° C. and 758*5 mm. bar. 


0*1719 „ 0*1072 gram AgBr. 

Calculated for 

( p)GVH 7 .N 2 *K(CH 3 ) •C 6 H 4 *Br( p). Found. 

IX 13*81 13-94 

Br 26*31 26*54 


decomposition hy MydrocMoric Acid» — 0*3202 gram dissolved com- 
pletely in 8 c.c. dilute acid (5 : 3) in one hour at the ordinary tempe- 
rature, and gave 0*2692 gram azonaplithol, corresponding to 84*1 per 
cent. The calculated yield is 86*2 per cent. The azonaphthol -was 
tested for bromine, and fonnd to contain none; the melting point of 
the crude substance was 132 — 133°, and after one crystallisation from 
alcohol 134°, that is, paratolueneazo-yS-naphthol. The decomposition 
is therefore normal : — 

+ HCl = 

(^)OhH-N,*Ci + (p)BrCsHr]XH*CH3. 

3. Metliylation of Fm'ahi'omohenzenediazoamidopamfolmne. — The 
diazoamide was prepared by gradually mixing a solution of diazotised 
paratoluidine with the necessary quantity of parabrom aniline emul- 
sified in a solution of sodium acetate. After being allowed to stand 
for some hours, the ochreous precipitate was collected, washed with 
cold water, then with dilute alcohol, and allowed to dry in the air. 
During the course of ' our experiments, ,a ' description , of this mixed 
diazoamide appeared from anothei; investigator (Goldschmidt, Ber,, 
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18S3, 25^38, ni. p., crystallised from benzene, 126''), so tlie compomid 
was not further studied, but was at once nietliylated in the iisiial' 
war. The niethyl-derivative, after three crystallisations from alcohol, 
the last with the addition of animal charcoal, was obtained in the 
form of large ochreous scales, exactly resembling the preceding 
isomeride in appearance, and melting at 97 — 97*5.® 

0*2206 gram gaTe 25*4 c.c. moist N at 13^ C. and 765 mm. bar. 


0T560 „ 0*0973 gram AgBr. 

Calenlatecl for 

{ p)Br-CGH 4 -}Sh(CH 3 ).CVH;(p) . Found. 

hi 13 81 13-69 

Br 26-31 26-54 


Decomposition of Hydrochloric Acid. — The close resemblance, both 
in crystalline form and melting point, betwmen this and the preceding 
modification, led us at first to belieTe that the two compouncls were 
identical- and that the isomerism had in this case broken down. A 
study of the decomposition by hydrochloric acid, however, soon 
showed that 1 he compounds, in spite of their similarity, were really 
isomeric. A specimen was decomposed by dilute acid in the usual 
ivay, and the azonaphthoi submitted to a careful examination. 

0*2.558 gram gave 0*0783 gr;nn AgBr = 13'02 per cent. Br. 

The decomposition was not made quantitative in this case, owing 
to the small quantity of material at our disposal, but this is of no 
consequence to the pi^esent result. Tbe azonaphthol was evidently a 
mixture melting wdieii ernde at 138 — 150"^, and furnishing after three 
crystallisations from alcohol pure parabroraobenzeneazQj-/9maphthoi 
(m. p. 168 — 170°.) The decomposition of the methylated diazoamide 
accordingly takes place as follows : — 

2(p)BrCBH4*N,(CH,)-C,H,(p) + 2HC1 = (p)BrC.Hpl^./Cl + 
(p)C,KfHrOl + (j.)Br*CGHrIsrH-CH3'+ (p)CA*hrH-0H,, 

According to this equation, the azonaphthol should consist of mole- 
cular proportions of parabromobenzeneazo-/l-naplithol and para- 
tolneneazo-/3-naphtliol, this mixture containing 13*6 per Cent, of Br 
(13*01 per cent, found), and having the following percentage com- 
position : — 

(p)BrCGHrN,-0,.HB*OH(/d) 55*5 

(p)CH3*CeHplSVCioH«*OHO) - 44*5 

The percentage of bromine found corresponds to a mixture of the 
composition- — ' 

53*2 

'(p)GH3*C6HpISra*OioH6*OH(y5). . . . . 46*8 (by difference), ; 
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It is seen from this result that tlie decomposition fairly corresponds 
with tlie formation of equal molecules of the two diazo- chlorides as 
required hj the equation. It is of particular interest also to note how 
easily the isomerism might have been overlooked in this case, unless 
we had been previously prepared to look for it by the investigation 
of the nitrobromodiazoaiiiides. 


Paradihromodiazoamichhenzene and its Metkyhderivatke. 

Amongst the normal diazoamides prepared in the course of the 
present investigation, the above, Avhich was first described by Griess 
{Annalen^ 121, 273, and Phil. Trans,^ 1864, Part III, 669), was 
methylated in order to obtain a supply of methylbromaniline, and the 
opportunity was utilised for the further study of this alkyl- derivative. 
The original compound was found to agree in all respects with that 
prepared by Griess. A specimen crystallised from a mixture of 
petroleum and benzene foimied pale-yellow needles, melting with 
decomposition at 146°. It is insoluble in aqueous alkalis, bufc 
dissolves readily in alcoholic potash or soda, with a brown colour. 

0T670 gram gave 0T774 gram AgBr. 

Calculated for 

(p)Br-C6H,-N,H-C«H4-Br(p). Found. 

Br 45-07 45'20 

The methyl-derivative, prepared in the usual way, after crystalli- 
sation from alcohol and finally from a mixture of petroleum and 
benzene, forms fiat, whitish needles, molting at 100-*— 100*5°. 

0*1482 gram gave 0*1512 gram AgBr. 

Calexdatcd for 

( jp)Br‘C6ll4-K3(CIl3) •CGir4*Br(p). Found. 

Br ' . . . . . 43-36 43*41 

The foregoing metliyl-deiuvative was decomposed by heating with 
strong hydrochloric acid until nitrogen ceased to be given ofi. The 
acid liquor on dilution and distillation with a current of steam furnished 
a white, crystalline substance which, after crystallisation, from alcohol, 
formed white scales melting at 67—68°, and therefore proved to be 
parachlorobromobenzene (Korner, Gaz.^ 4 (1874), 342). The solu- 
tion, after filtration to remove a resinous impurity, contained the 
required methylparabromaniline, so that the , inethyldiazoamide is 
decomposed by hot acid according to the equation — 

(p)Br-06HYE'B(CH3)-0eHYBr(p) + HOI = 

(p)Br06HYCl(jp) +;N'3, + (p)BrCeH,*¥H*CH3. 
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YI. The Triplet prom Parachloeaxilixe axd Paratoluidixe cox- 
TAixixci Methyl. 

1. Action of Biazotised Faraclilor aniline on Methjl^aratoluidine , — 
The solution of tlie cbMzo-cliloride Avas mixed with the solution of the 
oxalate of the secondaiy amine and sodium acetate added. An ochreous 
crystal] iiie precipitate separated on standing, and this, aftei* being 
collected, washed with w^ater, and crystallised three or four times 
from alcohol, was obtained in the form of ochreons scales melting at 
99-O--100A 

O'] 387 gram gave 19*3 c.c. moist N at 15° G. and 764*4 mm. bar. 


0*15(19 ,5 0*0886 gram AgOl. 

Calculated for 

( p)01-C6H4-]SVN-(OH3)-C-H7(p). Found. 

hr...., i6*i9 16*39 

Ci 13*68 13*96 


Beconiposiiton hy iSijdrocldoric Aoid, — 0*3056 gram, allowed to stand 
for 10 minutes under 8 c.c. dilute acid (2 parts strong acid to 1 of 
Avater), dissolved completely at the ordinary temperature, and gave on 
precipitation 0*3250 gram azonaphthol. 

The latter had, Avlien crude, a melting point of 161*^, and after one 
crystallisation from alcohol was identified as parachlorobenzeneazo- 
/9-naphthol (m. p. 162*5°, Tians., 1888, 676). The quantity of 
azonaphthol obtained corresponds to 106*3 per cent. The decompo- 
sition therefore takes place normally, according to the equation — 

(j9)CbaHpISr2-N(CH3)*G\H7(p) -h HCi = 

(p)GhGeHpK.yOi + (jp)G7Hfm-CH3. 

The above equation" requires a yield of 108*8 per cent, of para- 
c;h!orobenzeneazo-/3-naphthoL 

2. Action of jDiazotk’ed Paraioluidine on MeiJiylparacMoraniUnsA — 
On mixing the solutions in the usual way and adding excess of 
sodium acetate, an ochreous pi'ecipitate slowly separated. After being 
collected, washed, and crystallised two or three times from alcohol, 
the pure compound was obtained in the form of long straAr-coloured 
needles melting at 91 — 92°. 

'0*1110 gram gave 15*3 c.c. moist 17 at 14*5° G. and 758*4 min, bar. 

0*1254 ,, 0*0705 gram AgCl, 

* Prepared by decomposing mefchvLited ^-dichlorodiazoamidobenzene with hydro- 
chloric acid. The methyl-diazoamide forms ochreous scales, melting at 74®. Tlie 
corresponding ethy l-derivative melts at So* o'’ (Trans., 1888, 671). 
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Calculated for 

( p) (CHs) • CV,ir4-Cl ( p ) . Found . 


X 16-19 16-13 

Cl 13*68 13-88 


Deeowifosition hy IlydroGlilorw Acid. — 0*3205 gram under 8 c.c. 
dilute acid (2 parts strong acid to 1 of water) dissolved completely in 
10 minntes', and gave on precipitation 0*3170 gram azonapMliol, 
corresponding to OS'O per cent. Tlie latter liad, when crude, a melt- 
ing point of 133°, and after crystallisation from alcohol was identified 
as paratoliieneazo-/3-naphthol (ni. p. 134*5°). The decomposition is 
therefore normal : — 

fp;C7HyX,-K(GH3)-C6HpCl(p) -f HCl = 

(j))C,HpX./Cl -h (p)ChCJTrXH*CH3. 

According to this equation, the yield of paratolueneazO"/3-iiaphthol 
should have been 100*96 per cent. 

3. MefJiylaticn of FaracMorobezenedmzoamidoparatohieiie . — The 
usual difficulties were experienced, and several preparations of the 
mixed cliazoaniide were made before a perfectly pure methyl-deriva- 
tive was obtained. Good results were given by a preparation made 
by pouring a solution of diazotised paracbloraniline (1 mol.) into an 
alcobolio solution of paratoluidine (2 mols.). The product, which 
separates as an ochreous crystalline deposit, was collected, drained, 
and dried, and then at once methylated by heating gently with 
potassium hydroxide and methyl iodide in alcoholic solution in the 
usual way. Metbylation takes place very readily if the solution is 
concentrated, the contents of the fiask solidifying in a few minutes 
to a crystalline pulp. The product, after being collected and washed 
with water, was pnrified by two or three ci'ystaliisations from alcohol, 
and then formed large ochreous scales melting at 80 — 82°. 

0*1397 gram gave 19*3 c.c. moist X at 13*5® and 758*2 mm. bar. 


0*2008 „ 0*1093 gram AgCL 

Calculated for 

(p)OhOoH,-X3(CH3) Found. 

Is 16*19 16*24 

GT. 13*68 13*47 


Another preparation was made by reversiug the order of mixing. 
Paratoluidine was diazotised in the usual way, and a small excess of 
the base added in order to ensure the absence of any trace of free 
nitrous acid. The solution of the diazo-chloride was then gradually 
poured with constant stirring into the necessary quantity of para- 
claloraniline suspended as an emulsion in a>solution of sodium acetate. 
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After being' ailo'ived to stand for some bonrs in the cold, tlae product 
was collected, washed, drained, and dried, and methylated in the 
usual way. The methyl-derivative after two crystallisations from 
alcohol proved to be quite pure and was identical in all respects with 
the preceding preparation, thus furnishing another instance in support 
of Griess’s discovery that mixed diazoamides are identical in which- 
ever order the two amines are diazotised and combined. The analysis 
of this preparation is given below : — 

0'1270 gram gave 18*4 c.c. moist IST at 20*5° and 760 mm. bar. 


0*1695 ,, 0*0928 gram AgOl. 

Calculated. Eonncl. 

N 16*19 16-43 

Cl 13*68 13*54 


Becowipositim hy Eyclrochlonc Acid— 0*2983 gram in 10 c.c. dilute 
acid (2 of strong acid to 1 of water) dissolved completely in 15 
minutes, and gave on precipitation 0*320 gram azonaphthol, corre- 
sponding to 107*3 per cent. Theory (for molecular proportions) re- 
quires 104*9 per cent. The azonaphthol proved as usual to be a mixture 
having in the crude state a melting point 135 — 145°. 

0*2666 gram gave 0*0787 gram AgOl = 7*30 per cent. Cl, 

The amount of chlorine found corresponds to a mixture of the 


following percentage composition : — 

(^)Ch06H4*lNr2*CioHe*OH(/i?) 58*09 

(p)CH;rC«H 4 -ISr./GioHs*OH(^) .... 41*91 (by difference). 

Calculated for equal molecules the results are : — 

( p) ChCfiIf4*hr.*CioH«*OH(/l) 51*88 

ip) CH3*C6H4-hra*GhoHe'OH(^) .... 48*12 


A mixture of the above composition contains 6*52 per cent, of 01. 

Bisctmmi of the Remits ohtadned hy the Method of Quantitative 
Becomposition. 

By the action of hydrochloric acid on the diazoamides, these com- 
pounds are decomposed in the first place with the formation of the 
diazo-chloride and the amine or alkylamine, in accordance with the 
reactions given in the preceding portion of the paper. The quantita- 
tive results obtained by weighing the washed and dried azonaphthol 
compound, are on the whole sufficiently close approximations to the 
numbers indicated by theory to warrant the conclusion that the mole- 
cules break up in, tie manner indicated. In'thecaseof the mixed 
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(liazoamldes, liowerer, wliicli, in all tlie cases inyestigatecl, give a 
mixture of two cliazo-cblorides and two amines, it is obyionslj a 
matter of great importance to ascertain tlie relative quantities of tlie 
two diazo-clilorides with the greatest possible acciiracj, in order to 
settle the question whethes* one molecule of the mixed diazoamicle 
breaks up exactly into the 4 niols., as represented in the equation — 

2X*N'3E'-Y + 2HG1 X*Xo*Cl -f Y-XyCl + X*XHE' + Y*XHE^ 

The actual i^esults deduced from the analyses of the mixed azo- 
naphthols show, in nearly all cases, a slight excess of halogen oyer 
that required by equimolecular proportions of the two azonaphthols, 
as will be seen most clearly from the tabulated results : — 


Compound decomposed. 

Halogen p, c. calculated for. 

Halogen 

found. 

( p)5r0.yC6H4-I7;,(CH3) •C6H4-Br{j») . . . 

(i>)N02-C6Hr]SVC,„HB-OH(^) + 
(^)Bi-C3H4-N2'C.,H„-OH(/3; 

Br = 12*9 

15*56 

(jj)Iir0.rC«H4'?r3(CoH,)-C8H4-Br(,)) . . 

(ij)NO.,-C6H4-I«VCi„H6-OH(;3) + 
(p)Br-CaH4-N.rCi„H6-OH(« 

Br = 12-9 

14*83 

(m)NO,-C,H4-if3(CH3)-CoH4-Br(p). .. 

(m) ISi CioHo-OH ($) + 

(p)Br-ChH4X2-CioH,.OH(;8) ^ 

Br = 12-9 

U-38 

{m)N02-CsH4-5f„(C.H5)-C,H4-Br(,)) . . 

(m)N02-CV,H4-hVCioH,rOHdij + 

Br 12'9 

15*08 

(i,)Br.C6Hi-Jf3(CH3)-C5H4.Ca,(i>). . . 

(p)Br-C8H4-H-.rC,„He-OH(i3) + 
(y)CH3-C6H4-N.,-U.„He-OM(^) 

Br = 13-6 

13 *02 

(i,)ci-C6H4-N4(cn3)-C3n4-0H3(i)) ... 

(^))a-C6H4-N2-Ci„H5-OH((3) + 
(ij}CH3-CoH4-S2-U,„H8-OH(« 

Cl = 6-52 

7 ‘30 


Consideiung that the method of determining the relatiye quantities 
of the different products of decomposition is necessarily only approxi- 
iiiatiye,,we consider these numbers sufficiently close to those required 
by theory to warrant the conclusion that the decomposition results in 
the formation of the two diazo-chlorides in molecular proportion. 
The error being (with one exception) always cn the side of excess of 
halogen, it is evident, however, that for some reason, an excess of the 
halogen- containing diazo-salt tends to be produced, the haloid azo- 
p-naphthol coming out correspondingly' high. We thought it 
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desirable at this stage of the work, therefore, to investigate the 
quantitative method itself, with the object of ascertaining whetlier 
the excess of halogen arose from the occurrence of some secondary 
reaction, a supposition which seemed highly probable in view of the 
well-known instability of tbe dlaao-salts in solution. Taking tlie first 
of the mixed diazoamides in the table as a typical compound, it wdll 
be seen that the four products existing in the acid solution after the 
decomposition are — - 

(p)A"0,*C6HyE',*Cl (p)^^0-rC,H4*hrH‘CH, 

(p)Br-CeH4‘ISryCl Q;)Br-06Hy]S"H*CH3. 

The best known secondary decompositions which might occur in 
such a mixture are the following : — 

(1.) Paranitrocliazobenzene chloride might become transformed into 
the corresponding nitrophenol, according to the 'well-known decom- 
position : — 

KOvCeH,-Na‘Cl 4- HaO = + HCl + Fo., 

The nitrophenol would dissolve in the alkaline solution of ^-naphthol, 
and would thus he lost, giving at the same time a product containing 
an excess of broinazo-/l-naphthol, thus raising the percentage of 
bromine. Against this interpretation of the facts we may state that 
we have never been able to detect any nitrophenol in the alkaline 
filtrate, nor have we ever observed any evolution of nitrogen. Tt 
's\dll be seen, moreover, that if any nitrophenol wei-e foimed there 
would be a deficiency in the total iveight of the mixed azonaphthols, 
whereas we actually found an excess (calculated percentage 92*5; 
found 95), 

(2.) Paranitrochlorohenzene might be formed in accordance with 
the mode of decomposition described by us in a former paper (Trans., 
1886, 629)— 

= (p)bro.*CoH4*ci + 

This nitrochlorobenzene being neither acid nor basic, might cling to 
the azonaphthols, and so raise the percentage of halogen. En order 
to see whether this explained tbe presence of the excess of halogen, 
the following experiment was made: — 1 gram of paranitranili'ne was 
diazotised in strong hydrochloric acid with a slight excess of sodium 
nitrite, and the solution allowed to stand at the ordinary temperature 
for about 18 hours. The solution was diluted with water, and filtered 
through a tared filter into an alkaline solution of /1-naphthol. The 
residue on the filter, when dry, weighed 0*0038 gram. The azonaphthol 
precipitate was collected, washed with water, then with dilute acid, 
and again with water, in precisely the same way as when doing a 
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quantitative decomposition by onr method. The dry precipitate 
•weighed 2*0644 grams, corresponding to 207*2 per cent. The theo- 
retical yield should have been 212*3 per cent. A chlorine determina- 
tion in the dried azonaphthol gave the following results : — 

1T571 gram gave 0*0048 gram AgCl = 0*10 per cent. CL 

We conclude from this experiment that the amount of chlorine 
retained by the azonaphthol is far too small to account for the excess of 
halogen obtained in the quantitative decomposition of the niti^obromo- 
diazo amides. 

The two most feasible explanations having thus proved to be in- 
sufficient, we had recourse to an experiment in which the compounds 
reacting in the acid solution were similar to those which might be 
supposed to react during the process of quantitative decomposition. 
For this purpose, we took 0*9661 gram o£ the compound produced by 
the action of diazotised metanitraniline on methylparabromaniline, 
described in a former part of this paper, and allowed 15 c.c. of 
strong hydrochloric acid to act upon this quantity for about 48 hours, 
the beaker being kept cool by standing it in water. The operation 
was then completed in the usual way, and the dried azonaphthol 
examined for bromine : — 

0*1878 gram gave 0*0199 gram AgBr = 4*5 per cent. Br. 

If the decomposition had been arrested at the usual stage, that is, . 
as soon as the substance had completely dissolved up in the acid, the 
azonaphthol should have been simply metanitrobenzeneazo-/3-naphtho], 
and should have contained no bromine. The presence of bromine 
appears, therefore, to indicate that some secondary reaction occurs, 
leading to the formation of bromobenzenediazo-chloride, and of the 
corresponding bromobenzeneazonaphthoL The most probable expla- 
nation which we can suggest is that the nitrodiazo-chloride causes 
a certain amount of displacement of the methyl-group : — 

E-Oa-CeHYNYCl + Br-CeHi-hTH-CH, 4* H,0 = 

K02*C6H4‘]Sro--hrH^aHYBr + -f PICL 

The mixed diazoamide then becoming converted by intramolecular 
transposition into the isomeric and more stable compound — • 

hTOs-OsHi-lSrH'K^-CeH^-Br. 

The latter again becoming resolved by acid — 

F02-CsH4-]SrH-If.*C6HYBr + HCl = BrCeHY^^-Gl 4 

Such a secondary reaction as this would of course go on con- 
cio*reutly with the primary resolution, the amount of bromobenzene- 

WOL; LT. . . , 2'I 
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diazo-cWoride formed increasing Tvifcli the time. We are disposed to 
believe that this is the time explanation of the excess of halogen 
found in the cases under discussion, and that the normal decomposi- 
tion of the mixed alkjldiazoamide results in the production of the 
two diazo-chlorides in eqiml molecular proportions. A small quantity 
of bromine or chlorine in excess of that required by equal molecular 
proportions of the two diazo-chlorides would obviously become 
exaggerated if calculated as chloro- or bromo-benzeneazo-/3-iiaphthol. 
Thus the 4*5 per cent, of bromine found after 48 hours’ action of the 
acid corresponds to over 18 per cent, of the hromazouaphthol, so that 
a very small amount of secondary decomposition -would suffice to raise 
the percentage of the bromazonaphthol to the extent found in our 
analyses- We may here point out that the action of the nitrodiazo- 
clilorides upon secondary alkylamines seems worthy of special in- 
vestigation from this point of view. That the secondary reaction is 
of the nature indicated is rendered probable by an observation due, 
originally, to Griess (Phil, Trans., Part III, 1864, 694), and since 
repeated in all the text-books. According to this observation, 
nitrons acid is capable of expelling ethyl from ethylaniline with the 
formation of the diazo-sait : — 

C6H,*m*0,H5,HCl 4- NO-OH = CsW^G] + H^O + CsHyOH. 

If nitrous acid can react in the way stated, it is not improbable 
that a diazo-salt of a radicle containing a strongly acid group (NOs), 
may act in an analogous manner. 

Bimimary and Gonclusion. 

1. The six triplets of mixed alkyl-diazoamides described in tlic 
jjreseiit paper, together with the two eases made known in former 
communications, suffice to establish the reality of the isomerism, first 
made known by us in 1887 (Trans., 51 , 443). 

2. The decomposition of the alkyl-derivatives of mixed diazoamides 
by cold hydrochloric acid into a mixture containing equal molecular 
proportions of two diazo-chlorides, suggests that the molecular weiglit 
of these compounds is double that usually assigned. 

3. In support of this conclusion we have recently found that 
mixed alkyl-diazoainides, apparently identical with those produced by 
direct alkylation, can be formed synthetically by simply boiling 
together solutions of the other two members of the triplet, according 
to the equation — 

X-N-rNEW + T-ISVNE'-X == ^ 

This 'discovery foi^ms the starting point of a new research,' which 
has, already beep, commenced in, our laboratory,* and which 
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anticipate, lead to tlie final solution of tlie vexed question of tlie con- 
stitution of tlie diazoamido-compounds. We propose to determine 
the molecular weio-hts of the isomerides bj Baoult’s method, risinj^ 
benzene as a solvent. In the meantime the chemical evidence 
appears to us to point to the conclusion that the mixed diazoamides, 
at any rate, are formed by the coalescence of two isomeric molecules, 
and that they accordingly contain the closed chain of nitrogen- 
atoms : — 

— BH— 

It gives us great pleasure, in conclusion, to acknowledge the great 
assistance which we have received in conducting the necessarily 
lahorions series of experiments required by the present research from 
two of our students, Messrs. Gr. T. Morgan and J. H. Coste, who 
have been good enough to prepare many of the products, and to 
make most of the analyses given in the paper. We deshe also to 
acknowledge valuable contributions of preparations made for us by 
the Frankfurter Anilinfarbenfabrik, Grans and Co. The present work 
has been paidly carried on by the aid of a grant from the Government 
Grant Fund of the Royal Society. 

Finsbury Technical College, 

June, 1889. 


XLIII . — On the Atomic Weight of Zinc, 

By J. H. Gladstone, Ph.D., P.R.S., and Walter Hibbert, F.I.C. 

Whilst using a zinc voltameter, recently arranged by on© of us, 
Mr. Hibbert, it was observed that the loss in weight of the anode was 
very constant. The zinc deposited on the cathode was either not 
pure, or else it oxidised during washing, so that we could get no 
sufficient regularity in the results from it. Tiie constancy in the loss 
of weight at the anode, which at first was vsomewhat surprising, inas- 
much as the zinc was far from pure, seemed reasonable enough when 
considered in the light of the electrochemical position of zinc as com- 
pared with its ordinary impurities. These ,are all electronegative to 
zinc, and therefore are ' easily displaced in their compounds by that 
metal , If therefore during the action which takes place at the anode, 
any of the inipurities should be taken up by the 'acid constituent of 

2 I 2 
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tlie electrolyte, tliey ought immediately to be displaced by the more 
electropositive zIbc. Some explanation of this sort seems needed to 
account for the result of our experiments. It was confirmed by 
occasional analysis of the liquid and the deposited zinc, these being 
found free from cadmium, lead, tin, and arsenic, and showing only 
mimite traces of iron. 

It then naturally occurred to us that it would be possible to get a 
fair estimate of the atomic w^eight of zinc by means of Faraday’s 
electrolytic law. 

Reynolds and Ramsay (Trans., 1887, 854) have given a consider- 
ably higher value for this number than most of the other experi- 
menters. They determined the hydrogen liberated from acids by a 
known weight of zinc, the metal having been carefully prepared by 
precipitation as zinc sulphide, re-solution as sulphate and subsequent 
electrolytic deposition, witb final fusion in an exhausted bard glass 
tube. The mean result gave the atomic weight as 65*478, and the 
authors think it quite possible that the true value may he 65*5. 
Previous values given in recent years are — 

Marignac 65*180 

Baubigny 65*184 

Yan de Plaats 65*180 

These are reckoned for 0 = 15*963, and are taken from the paper 
by Reynolds and Ramsay already alluded to. Since that paper was 
written, another determination has been made by Morse and Burton 
(Amer. Gliem, 10, 311 — 321). They estimated the zinc oxide 
obtained from known weights of zinc, the metal having been obtained 
by a special kind of fractional distillation in a vacuum. The mean 
result gave the atomic weight as 65*106. This figure is very nearly 
the same as the three given above, but differs materially from the 
value given by Reynolds and Ramsay. The methods which yield these 
varying values involve either laborious operations to get pure zinc, or 
some dependence on the purity and stability of various compounds. 

Our experiments, already alluded to, seemed to relieve us from the 
necessity of attempting to procure pure zinc, and gave promise of a 
result by the simplest opeiations. The values we give below are 
divided, into two sets, the one obtained by determining the ratio 
between the equivalents of silver and zinc, the other depending on the 
ratio of zinc to copper. The first of these two ratios is likely to give a 
more accurate value for the atomic weight, seeing that the silver 
voltameter is a more accurate instrument than the copper one, and 
also that the atomic weight of silver is more accurately known than 
that of copper. 

In all the experiments given, the circuit consisted of-- 
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(a.) A battery of four colls. These were modified Grove’s cells, 
the sulphuric acid being replaced by sodium sulphate. 

(h.) A tangent galvanometer to indicate roughly the value of the 
current, and enable ns to see that it was reasonably 
constant. 

(c.) A silver voltameter. 

(d.) A copper voltameter. 

(e.) Two zinc voltameters. 

In one of the experiments the copper receiving plate was injured, 
so that it is omitted. 

In the copper and silver voltameters, the conditions were similar 
to those shown to be best by the researches of Lord Rayleigh, Gray, 
and others. 

The silver voltameter consisted of a platinum dish, 3 inches in 
diameter, as cathode, and a bundle of thick silver wires as anode. 
The latter were wrapped round with fine muslin and filter-paper to 
prevent particles falling into the dish below. The silver nitrate solu- 
tion always contained about 15 per cent, of the salt. At the end of 
an experiment, the solution w^as poured from the platinum dish, and 
the latter then placed in a large vessel containing distilled water, 
which was slowly heated to about 80^. After decanting ofi, fresh 
water was poured into the vessel, and the operation repeated until 
the water showed no trace of silver. The platinum dish was then 
dried over a biinsen flame, adequately protected from the direct play 
of the heated gases. 

The copper voltameter consisted of two copper plates and a slightly 
acid solution of copper sulphate, of sp. gr. about 1*75. After each 
experimen t the copper receiving plate was rapidly washed with water, 
then with alcohol, and dried at a temperature of about 40°. 

In each of the two zinc voltameters we used amalgamated sheet 
zinc as anode. Only one side of this was used, and we found it 
advantageous to fix it horizontally at the top of the liquid, so that 
only the under surface and edges were acted on. Experience showed 
that if the disc were fixed vertically, the distribution of mercury is 
altei^ed as the action proceeds. It accumulates at the bottom of the 
zinc plate, leaving a poorer amalgam in the higher parts, and thereby 
intx*oduces a possible source of error. In one or two cases the zinc 
was am.algamatecl by dipping the metal in a solution of mercuric 
nitrate, but the following method was preferred : — One side of the 
disc was rubbed with dilute' sulphuric acid, and while still wet a 
large drop of mercury was allowed to fall on the centre. This was 
then rubbed over the whole surface, and allowed to stand, with 
occasional rubbing, tilHhe amalgam had set. , After thus setting, the 
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plate was well waslied and dried. A copper wire was now soldered 
to tlie centre of the iinamalgamated side, to be used botlias a support 
and as a conductor for the current. 

The anode thus prepared w^as treated in the same way before and 
after an experiment, that is to vsay, it was w^ell washed in water, then 
in 0*805 alcohol, and dried at about 40°. We did not go beyond this, 
because we had in one or two experiments found slight traces of 
oxidation at higher temperatures. 

The cathode was in most cases a copper dish containing the liquid, 
but in those instances where it was intended to test the liquid or 
deposited zinc, we used a platinum wire lying underneath the anode. 
The electrolyte was a solution of zinc sulphate, the sp. gr. of which 
varied from 1*18 to 1*21. 

The following tables include all the experiments, excepting only 
those 'which were preliminary. The density of current as given in 
the third column, is expressed in amperes per square centimetre of 
the zinc anode. 


Comparison of siher and zinc. 

ilatio 

Zn 

No. of 

exjjt. 

Duration. 

Density of 
current. 

Zinc 

dissolved. 

Silver 

deposited, 


mins. 


grams. 

^ grams. 

1 

I 

75 

0-073 

0-7767 

2 *5589 

3 

)5 

jj 

0*159 

0-7758 

1 -obi ' 

3*2984 

II 

72 

0*120 

0-5927 

3 *2986 

,, 


0*060 

0 *5924 


3 *3003 

IK 

50 

O-O'/O 

0-2277 

0*7517 

3*2969 

...... 


0 033 ! 

0 -2281 


3 *2955 

IV ' 

60 ; 

0*200 

0*7452 

2'45SS 

3*2995 

...... 


0*090 

0*7475 


*3 ‘2894 

V 

80 

0*170 

0 *8770 

2 -oboo 

t3 *3067 

5 , ...... 

n 

0-090 

0*8784 


3*3015 

VI 

75 

0*044 

0 *9341 

3 *0809 

3 *2982 

,, ...... 

3J 

0*022 

0*9347 

3 *2961 





Aleati 

3 *2980 


As far as the zinc voltameter is concerned, there are two chief 
sources of error in the above experiments. Eirst, the possibility of 
small particles of the anode becoming loose and falling away. 
Secondly, the possibility of oxidation taking place during the wash- 
ing and drying of the zinc sheet. 

We have some slight reason to suspect that the result marked 
^.afecte'd' by the first of these sources of error. The zinc, had been 
msed' in 'Cach 'of the previous experiments, and on examination its 
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edges were found to be tliin, so that it bad to be rejected for tbe 
subsequent experiments. 

Tbe result marbed f is ^Iso a little doubtful. After wasliing^ tlie 
surface of tbe zinc -was found to be darker and duller tlian usual. It 
strongly suggested surface oxidation, but we could not test tbe point. 
We might have been justified iu leaving these two results out, but 'we 
prefer to show tbe extreme difierenees obtained by tbe method, 

Tbe general regularity of tbe other results leads us to think tlieie 
was little or no disturbance from the two sources of error named. 
Experiment showed that tbe second was ordinarily inoperative. We 
tried several times to see if repeated washing and drying bad any 
influence on tbe weight of tbe zinc, but got only minute changes 
which would not aifect tbe ratio. 

It may be useful here to say that the first five experiments (in- 
volving 10 ratios) were made with special redistilled zinc obtained 
from Hopkin and Williams. The last experiment giving tlie two 
ratios 3*2982 and 3*2961 was made with two sheets cut from a piece 
of common zinc, bought at tbe nearest zinc-workers. It will be 
noticed that the two ratios with this zinc agree very w’-ell, although 
the current density is twice as great in one case as in the other. 

The mean ratio of the equivalents of silver and zinc, as given by 
our experiments, is 3*298 + 0*0008. If we take 107*93 as the atomic 
weight of silver, and tbe atomicity of zinc as 2, tbe atomic weight of 
zinc is — 


107*93 X 2 
3*2980 


= 65*44. 


If, as seems preferable, silver be taken as 107*66, then zinc is- 


107*66 X 2 
3*298 


65*29. 


We give below tbe comparison between zinc and copper. The 
density of current for the copper recei viug plate varied comparatively 
little from 1 ampere per 50 square centimetres of receiving surface, 
the lowest density being 1 ampere for 70 square centimetres. It is 
known that the solution of copper sulphate acts on copper, but when 
slightly acid, and with these densities of current, the solvent action 
is small. Still the ratio obtained is not so reliable as that given 
by tbe preceding table for silver. As a matter of fact, tbe copper 
voltameter had only been used in the early experiments to give a 
ready check on the others. ' The ■ ratios between silver and copper, 
which vary between 3*400 and 3*408, indicated a very fairly good 
agreement with the already known valne, and afforded strong pre- 
sumption that The ratio Zn^rCu would be sufficiently useful as a 
confirmation of the other results. 
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No. of 
espfc. 

Duration. 

Zinc dissolved. 

Copper deposited. 

Ratio 

Cu 

I ..... 

75 mimites 

0 -7767 

0 -7526 

1 -0313 



0-7758 


1 -0308 

11 ..... 

72 mimxfces 

0-6927 

0 -5737 

1 *0331 


jj 

0-5924 

33 

1 *0326 

Ill 

50 minutes 

0-2277 

0-2209 

1 -0308 


3) 

0-22S1 

33 

1-0326 

Y 

80 minutes 

0-8770 

0 -8510 

1 *0305 


33 

0-8784 


1 *0322 

vi 

75 minutes 

0 -9341 ' 

0 -9038 

1 -0336 



33 

0-9347 

33 

1 *0342 




Mean 

1-0322 


The mean ratio for Zu : Cu is, tbei’efore, 1*0322. As the solvent 
action of the solution, already alluded to, is likely to give figures for 
copper a trifle lower than they ought to be, the ratio will be affected 
in an inverse sense — that is, the figure 1*0322 is very probably a trifie 
too high. 

The values given for the atomic weight of copper vary somewhat. 
Three determinations made in recent years agree fairly well in giving 
a higher value than that formeidy accepted. W. hT. Shaw, as the 
result of many electrolytic experiments (B, A. Eeport, 1886) and a 
carefal discussion, suggests 63*33. 

T. W. Richards (Amer, Chem. J,, 10 , 187 — 191) has Uvsed a simple 
and apparently accurate method, namely, the precipitation of silver 
from a solution of its nitrate by known weights of copper. The mean 
result was 63*43. 

Bauhigny has given a value very nearly the same as Shaw’s, and, 
as the latter was obtained by a method like that followed by us, we 
use it for our calculation. From it w^e get — 

63*33 X 1*0322 = 65*37, 
as the atomic weight of zinc. 

But this number (05*37) is obtained by means of a ratio which we 
have already seen to be too high, probably by something like one 
part in a thousand. 

Reviewing the whole of the results, and attaching greater weight 
to the value derived from silver, the atomic weight of zinc would 
appear to be very close to 65*3. This is slightly higher than the 
figures given by Marignac, Baubigny, Morse and Burton, but some- 
wliafc lower than the value given by Reynolds and Ramsay. 
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XLIT. — The Amylodextrin of TF. Ndgeli, and its relation to Soluhle 

Starch. 

BjHoeace T. Browx, F.R.S., and G-. Harris Morris, Ph.D., F.I.C. 

In the year 1874, W. N^eli described, under the name of amylo- 
dextrin {Beitrdge mr Kentmiiss der StdrJcegru^ppe, Leipzig), a substance 
wbicb lie obtained by the long-continued action of dilute mineral 
acids upon iingelatinised starch in the cold. The starch-granules, 
whilst retaining for some considerable time their original structure, 
were, in the coarse of several weeks, completely disintegrated, a 
portion of their substance going into solution in the acid, whilst the 
iodine reaction of the insoluble residue gradually changed from blue 
through violet to reddish-yellow. The residue consisted of crude 
amylodextrin, which was purihed by solution in hot water and sub- 
sequent precipitation, either by freezing the solution, or by the 
addition of alcohol. 

Nilgeli describes amylodextrin as separating from its solutions in 
the form of crystalline spherules which are made up of minute 
needles arranged radially. The drawings which he gives of these 
crystalline aggregates suggest a close resemblance to the well-known 
spherules of imilin. 

Amylodextrin is said to have a rotatory power of [a] = 175® to 
177® when observed in tbe Wild’s instrument with ordinary light; 
and it is also stated to he non-diffusible. 

Of late years, the few chemists who have noticed amylodextrin 
have taken it for granted that it is identical with soluhle starch.^ an 
opinion for which Muscnlus and Gxmber {Bull. Bog. Ghim.., 30, 54, 
1878) and Arthur Meyer {Botan. Zeitung, 1886, Xos. 41 and 42) are 
mainly responsible ; whilst Toliens also adopts this view in his recent 
Mandhuch der Kohlenliifd>rate. 

A careful investigation of. this little-known substance has, how- 
ever, convinced us that it is a perfectly well-defined compound and 
entirely different in its nature from soluble starch. W e are now in 
a position to define its properties more accurately, and to assign it 
a place in the series of starch-transformation products. 

In describing his method for the determination of diastatic power, 
G. Lintner has stated (J. pr. Ghem., 34 , 378, 1886) that a compara- 
tively short treatment of ungelatinised potato-starch with hydrochloric 
acid of 7*5 per cent, renders the granules, when subsequently freed 
from acid, capable of 'completely dissolving in hot water without the 
production , of the usual viscid paste. Our experiments fully confirm 
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tlie accuracy of this statement. In one case in which, the above- 
nieBtioiiecl strength of acid had been used, the starch, had lost all 
power of g’elatinisation within 10 days ; whilst in another experi- 
mentj in which acid of 12 per cent, had been used, this point was 
reached in less than 24 hours. 

This extraordinary change in the properties of the grannies is 
not accompanied by the slightest change of structure, and the altered 
granules hare exactly the same influence on polarised light as the 
unaltered starch. 

We have very carefully examined the nature of the substance which, 
goes into solution on treatment of the altered stanch with hot water, 
and find that it is in every way identical with the soluble starch 
described by O’Sullivan and others, and prepared by the limited 
action of heated malt-extract or of acid upon staccJi-paste heated to a 
suitable temperature. 

Soluble starch prepared by any of these methods slowly separates 
out on long standing of its concentrated solutions, or immediately on 
the addition of alcohol to dilute solutions, as a white substance which 
in mass is somewhat pasty in its nature, and on washing with alcohol 
and subsequent drying becomes very friable. hTo matter how slowly 
it may be precipitated from its solutions, it is alw^ays found under the 
microscope to be made up of minute particles entirely luitkout struoture 
and without action on polarised light. The substance itself and also 
its solutions are coloured an intense bine by iodine. Although almost 
insoluble in cold water, it is readily soluble in water at 60 — 70^, and 
is thrown down again on cooling as a white, flocculent, amorphous 
precipitate. 

The specific rotatory power of soluble starch in solution is 
[<af]y 3 - 8 s = 216*0'^, and it lias no cupric reducing power. 

We have shown in our previous papers that soluble starch, which 
is the first product of the action of diastase on starch-paste, is 
capable, at temperatures up to 60“^, of rapid hydrolysis down to a 
certain definite point, beyond which progress is relatively very slow. 
This point of equilibrium is reached before the complete trans- 
formation of the starch into maltose, the i*eaction becoming almost 
stationary when the mixed products, give the following numbers : — 


162 * 6 '^ 

fiTg.gS. • 49*3 

: corresponding to. a composition of — 

Maltiose. 80*9 

Dextrin 19*1 
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and to the equation — - 

5(Ci2'ff2aOio)« ■{“ 4?iH'20 = “!■ (C?i2H2oOio)« 

Starcli. Alaltose. Dextrin. 

In tlie aTbove-mentioned properties, the soluble starch prepared by 
the limited action of diastase or acids upon starch-paste, agrees in 
every particular with the soluble starch prodnced by the action of 
dilute acid 'upon starch-grannies in the cold. This ■will be seen more 
clearly w'hen we describe the gradual changes which take place in the 
grannies during the last -mentioned process. 

Before considering the chemical changes which occur during the 
continned digestion of starch with dilute acid, it will be well to point 
ont the successive changes in appearance which the grannies exhibit 
under the microscope. 

When we employ 12 per cent, hydrochloric acid, it is not until 
about the twentieth day that any visible action is apparent, the first , 
signs of disintegration of the granules being afforded by their 
splitting in a direction parallel with their shortest perimeter. Sub- 
sequently radial clefts are formed, and at the end of about two 
months the granules have become more or less disintegrated, especi- 
ally in the direction of their stratification, this disintegration being 
complete in from three to four mouths, ivhen the residual substance 
retains little or nothing of the original form of the starch-grain. 

Concurrently with, the changes mentioned above, the iodine reac- 
tion of the residual starch undergoes considerable modification, even 
before any change can be detected in the stiuictiire of the granule. 
The original pure blue colour given by iodine gradually changes 
through purple, reddish-purple and reddish-brown, to a pale^ 
yellowish-red, which is not further modified even if the starch 
remain in contact with the acid for some years. 

The residual substance, after prolonged action of acid, is the crude 
amyiodextria of W. NTageli and A. Mej^er. This, as will be seen 
from our subsequent experiments, has been derived from the soluble 
starch first formed, by a gradual process of hydrolysis. 

The time required to reach the final result has been stated by other 
observers to be about 100 days, but our own experiments point to 
this period as being insniiicient for obtaining the maximum effect. 

The final product which we will first describe had been in contact 
with the dilute acid for eight years and a half, the insoluble residue ^ 
representing about 60 per cent, of the potato-starch originally taken. 
The residue under the microscope appeared to be made up of the 
disintegrated lamellse of the original starch-granules, and was found 
to be coloured a light yellowdsh-red by iodine, and to^ be almost com- 
pletely soluble in hot water. It was purified from the small quantity 
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of foreign matter it contained by precipitation from its aqueous solu- 
tion by alcobol, or by immersing its solution in a freezing mixture. 
It is tbrown down in the form of a brilliant white powder, wdiicli is 
liiglilj crystalline in appearance when tlie precipitation has taken 
place slowly. Under the microscope, the precipitate is seen to consist 
of splicero-cnjstals made up of thin needles or plates arranged radially, 
and so closely resembling the sphjBro-crystals of innlin that the two 
substances cannot be distinguished by microscopical examination 
alone. 

W. Uageli Qm. cit.) gives very good ilinstrations of these crystal- 
line aggregates, and also shows their appearance when viewed in 
polarised light. 

Amylodextrin in solution gives with iodine an intense reddish- 
brown coloration. 

The crude product on solution in water gave the following num- 
bers, the amount of substance per 100 c.c. of the solution being 4T47 
grams : — 

[al-3.80^ 207-7° 

9-09 

After careful purification by precipitation with alcohol, the crystal- 
line amylodextrin gave the following constants: — 

Sohdiofi Density, — A solution containing per 100 c.c. 5*8036 grams 
of amylodextrin dried at 100® had a sp. gr. at 20® of 1022*701 (water 
at 20® = 1000), hence the divisor to be applied to solutions of this 
degree of concentration is 3*9115, 

Specific Boiat07'y Dower, — (1). A solution containing 5'8811 grams 
per 100 c.c. (3*86 divisor) gave in the Soleil-Yentzke-Scheibler in- 
strument a reading of 63*0 scale divisions when observed in the 
200 mm. tube. 

(2.) In another case, a solution containing 6*4974 grams per 
100 c.c. gave a reading under the same conditions of 70*1 divisions. 
These correspond to a specific rotatory power of — 

(1.) ...... 205*7® 

(2.) Wy3.86 206*8 

Mean W>86 ...... 206*25® 

Oupric'-reducing Dower . — 10 c.c. of solution (1) used in the deter- 
mination of the specific rotatory power, gave 0*1171 gram CuO ; a 
second deteimiination of the same solution gave 0*1176 gi^am OuQ. 

Solution (2) — 10 c.c. gave 0*1306 gram OuO. 

* The values for the specific rotatory power [a]^*, and for the eupric-rednoing 
It, are calculated throughout upon the 3*86 divisor for the total solids, and are 
in accord 'with the results given in our 'previous papers. 
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These results correspond to a cupric-redncing power of — 


(l)a. ^>86 9*04 

(1) 5. /To.ge 9*07 

(2) . /.3.86 9*12 


Mean ic^.e^ 9*07. 

The values of [a] j and ic deduced from the actual loeigld of amylo- 
dextriu employed are — 

208*42 
8*93 

The apparent percentage composition of amylodextrin deduced from 
the mean values given above for the 3*86 divisor is^' — 

Maltose .... 14*87 1 which re- / [a]j 3 .s 6 .... 205*4^ 
Dextrin .... 85*13 j quires 1 9*07 


[-]i 


100*000 

We have now to consider if amylodextrin is a mixture of two or 
more substances, or if it is to be regarded as a homogeneous substance 
of definite chemical composition. In the first place it wull be noticed 
that, however we regard it, the analytical numbers representing the 
optical activity and reducing power correspond exactly with those 
afforded by a mixture of maltose and dextrin, and the results can be 
expressed as above in terms of these compounds. In this respect, 
amylodextrin, although a product of the action of acid upon starch, 
conforms to the rule w^e established experimentally (Trans., 1885, 
47, 538) for any fractionated portion of the products obtained 
by the action of malt-extract or diastase on starch-paste. It is 
evident that the dexfcrose-giwp cannot enter into its composition. 

Although its crystalline nature rendered it in the highest degree 
probable that ainylodextxin was a definite compound, it seemed desir- 
able to make every possible attempt to differentiate it. We have 
consequently treated it in very much the same way as we did malto- 
dextrin, described in the paper just quoted, 

Amylodextrin is absolutely unfermentahle by the SaccJiarom-yces 
cerevisem of the high fermentation, consequently its cupric-reducing 
constituent cannot exist in the state of fi'ee maltose. 

On attempting to fractionate solntions of pure amylodextrin by 
throwing it down with alcohol of gradually increasing strength, it 

^ Tbe percentage composition deduced from actual weights of substance woidd 
be identical with the results obtained' by the use of the 3'86 dhisor, proyided we 
employed for dextrin and maltose' the, constants also deduced from actual weight. 
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was found that precipitation takes place so completely, and witkin 
sncli sharply defined limits of alcoholic percentage, that it is practi- 
cally impossible to effect any fractional separation in this manner. 

hTot the slightest differentiation could be effected by the method of 
partial solution, employing cold water as the medium, in which it is 
soluble to the extent of about 1*75 per cent. 

The same is also true with regard to dialysis. Contrary to the 
assertions of W. NTageli, we find that amylodextrin is sensibly but 
slowly diffusible. 

150 c.c. of a solution containing 14*660 grams per lOO c.c. were put 
into a plicated parchment-paper dialyser, supported by a ISFickers 
funnel, and exposing an effective diffusion surface of about 30 square 
inches. The water outside the dialyser was changed five times at 
intervals of about 24 hours. At the end of five days, the diffusates 
were evaporated to 90 c.c., and contained 2‘75 grams of substance, 
which on analysis gave the following numbers : — 


Wi3.8H 204*6" 

a:3.ss 10*12 

corresponding to a composition of — 

Maltose .... 16*60 1 wdiich re- f [a] ja.go .... 205*0° 
Dextrin .... 83*40 J quires i /cs.gs 10*12 


100*00 


A comparison of these numbers with those given for pure amylodextrin 
shows that no differentiation has taken place, the substance having 
passed through the dialyser unchanged. 

The above considerations, coupled with the truly crystalline nature 
of the substance, lead us irresistibly to the conclusion that in amylo- 
dextrin we have to deal with a perfectly homogeneous compound of 
definite composition. 

It is doubtless a compound closely analogous to the maltodextrin 
we described in 1885 (ioc. cit.), and which we were led to regard as 
made up of two amylin- or dextrin-gronps in combination with a 
maltose-group, thus : — 

f OioECgoOji 

1 (Ci2E[2oOio)2, 


The simplest formula which we can assign to amylodextrin is either 
that represented by six dextrin- or am^Zw-groups in combination 
with one maltose- or amylon-group, thus : — 


‘ quires / 


[a] pg.gg. 

Ki».86 ^ . 


206-U'’ 

9-08 



AND ITS RELATION TO SOLUBLE STARCH. 455 

or a formula represented by five dextrin- or amylin-grou^s, in coiii- 
biiiation with one maltose- or amylon-grow^^ thus — > 

m \ / ^^i3H220n 1 which re- f [i^]>,s6 204*5'^ 

I (Oi3H2oOio)s J quires 1 ATa-ss 10’6 

■The actual numbers obtained for amylodextrin, viz. : — 

[i»]j3-8f5 20b'25 

KTS-SS 9*07 

leave little doubt that formula NTo. 1 is the correct one, and this was 
strikingly confirmed by the estimation of the molecular weight 
of amylodextrin by Baoult’s method,^ which yielded the following 
numbers :f — 

I. Freezing point of water used, -f 0*025°. 

Strength of solution, 10*159 grams amylodextrin in 98'87 grams 
water : — 


E. 

c. 

A. 

M. 

-0*070" 

0*095" 

0*0087 

2185 

-0*070 

0*095 

0*0087 

2185 


IL Freezing point of water used, +0*060’^. 

Strength of solution, 8*622 grams amylodextrin in 94*80 grams 
water. 

E. C. A. M. 

-0*015° 0*075° 0*0088 2290 

Ilean of the above results — 

A = coefficient of depression . . . 0*0086 

M = molecular weight 2220 

Whilst the molecular weight of | ^ 1 is 2286, 

L (h/i2li2oUio}6 J 

aBd that of I , ] is 1962, 

L (O]2ll20Wll)5 J 

W e must consequently look upon the first formula as the correct 
one, and must regard the amylodextrin molecule as being made up of 
six 'amyUfi-gvoxi'ps united with one <zw?^Zon-group, 

Weffind that amylodextrin, like maltodextrin, ' is converted rapidly 
and completely into maltose under the action of ■ diastase, as is well 
showui in the following experiments. 

* It was found that the property which amylodextrin possesses of separating 
from its solutions at a low temperature' did not prove any obstacle to the employ- 
ment of this method, owing to the slowness of the separation, 

t For details of tlie, method, and for an explanation of the terms employed, see 
our furmer paper (Trans., 1888, 53, 610). , 
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A solution containing 6756 grams of amylodextrin per 100 c.c. was 
treated with a little diastase for 60 minutes at 55°. The product 
gave the following numbers : — 

Maltose requires. 


[^]>se 1517° 150*4° 

iC3.86 61*54 60*8 


This rapid hydrolysis to maltose is also very clearly shown when 
the solution of amylodextrin used in the second experiment for the 
determination of molecular weight was degraded with a little diastase 
and again treated hy E^aoult’s method. 

The amount of diastase used in the experiment was 0*327 gram 
per 100 c.c. The action was allowed to continne for 60 minutes in 
the cold, 

Freezing point of a solution of diastase containing the above amount 
+ 0‘045h 

Strength of solution, 9*4508 grams in 94*19 gram water. 


E. 

0 . 

A. 

M. 

--0*495° 

0*540° 

0*054 

352 

-0*495 

0*540 

0*054 

352 


Tabulating tbe properties of the substance in solution before and 
after treatment with diastase, we find them as follows : — 


(1) Befoi‘e treatment 
with diastase. 

• • * • • • * • 205*3° 

M (molecular weight) = 2290 

i 

The actual numbers for maltose are — 


(2) After treatm»t 
with diastase. 

150*7° 

352 


Wi3.8. 150*4° 

M 342 


The diffei'ence in behaviour between soluble starch and amylo- 
dextrin under the action of diastase is well shown in the following 
time experiments, which are expressed both numerically and graphic- 
ally. It will be noticed that the resting point in the reaction with 
soluble starch, to which frequent reference has been made in previous 
papers, is extremely well marked; whereas in the case of amylo- 
dextrin no such halt is a^pare^it, the hydrolysis progressing uninter- 
imptedly to maltose. 

The two substances are compared under identically similar con- 
ditions, the reaction taking place in the cold. 
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Time in minutes. 


1 

5 

10 

15 

20 

30 

60 


(I-) 

Soluble starch. 
L'0j3"86- 

215 - 0 ° 

202-2 

1852 

163*9 

161*7 

161*7 

161*7 

161-7 


( 2 .) 

Amylodesferin. 

H./3'Hf)- 

2o5-:r 

190*3 

178*7 

165*1 

153*5 

150*5 

150*5 

150*5 


rra. 1.— Showing the Degradation of Soluble Starch and Amjlodestrin by Diastase, 
under similar conditions. 



Tt is very evident that amylodextrin cannot contain the highly 
stable anayiin or dextrin nncleus which constitutes one-fifth of the 
soluble starch molecule, and which is capable of resisting for a con- 
siderable time the action of diastase. This amylin-gronp must have 
been hydrolysed by the acid during the long-continued digestion. 

The successive chemical changes which take place during the 
transformation ’ of the starch-granules into amylodextrin under the 
action of dilute acids now claim our attention. 

We have already seen that the first step is the conversion of the 
starch substance into soluble starch, without any alteration In its 
organisation* 

■ Wh.LY. : ■ ^ ' 2 £ 
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We give "below tke details of the analysis of tlie residual starcb at 
Tarious stages, and also the effect of “degrading” these residues, 
that is, of hydrolysing them with diastase nntil the point of eqnili- 
brinm is reached. If we bear in mind that, under these circumstances, 
soluble starch is degraded to a point at. which the mixed products of 
transformation have a composition of — 

Maltose. 80*9 1 correspond- f [ajj/s-so- • • . 162’6® 

Dextrin 19*1 J ing to L 4^9*3 

100-0 

and that amylodexirin, on the other hand, is degraded down to 
•yimltose^ it will be evident that the results indicate a slow and gradual 
hydrolysis of the first formed soluble starch to amylodextrin. 


Analysis of Meddiml Substance after Digestion of Fotato-starclifor- 
different periods in Hydrochloric Acid of 11 per cent 

(1.) After 48 hours. 

W>86 216-()^^ 

O’ob 

After degradation with diastase. 

Wj 3 .sr... 162*06° Maltose.. 81*411 re- f • 162*2W 

.... 49*66 Dextrin . 18*59 J quires 1 /ca.gc .... 49*66 

At this stage the residue consisted of almost pure soluble starch, 
yielding almost exactly the theoretical numbers on treatment with 
diastase. The granules still retained their organisation, and were 
colonred a deep, pure blue with iodine. 

(2.) After 12 days. 

* . . • ' 209 ’2® 



iC3.66 

2'78 



After degrad^tm with diastase. 



161*6° Maltose . . 

y87-7i re- r [«]>«.. 

iss-r 

%.86 • . * • 

5 3 ’.52 Dextrin . . 

:;'12*3 / quires I'Ks.gg 

63-52 



luo-o 



The grannies were nnahered in microscopical appearance. Iodine 
coloured them a reddish-purple. 

(3.) After 21 days. 

Ci»]>86. •' 210*2'^ 

' '^'3*88 ^ i * ■' 3*24 / 
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After degradation witli diastase. 

161*2" Maltose.. 85*771 re- rW,>sB.. 159*3" 

ifs-ss .... 52*32 Dextrin . . 14*23 j quires [ 52*32 

100*00 

E'eaiiy all tlie grannies had split across their shorter diametei*, and 
were coloured a light reddish-brown by iodine. 

(4.) After 33 days. 

js.gg, 208*4° 

/C3.86 4*4 

After degradation •with diastase. 

[a]j3.s6. . 160*7° Maltose.. 90*11 re- f . 156*5“ 

a: 3.8 s .... 54*96 Dextrin. . 9*9 / quires \ ^3.86 .... 54*96 

100*0 

Iodine reaction the same as in (3), but some of the grannies began 
to show"ijigns of disintegration. 

(5.) After 66 days. 

205*5" 

j'Cs-ss 6*05 

After degradation with diastase. 

157*2° Maltose.. 92*051 re- rW>Ha.. 155*2° ' 
.... 56*15 Dextrin. . 7*95 / quires \ . 56*15 

' All the grannies were at this stage strongly acted upon, and 
showed marked signs of disintegration along their lines of stratifica* 
tion. 

(6.) After 100 days. 

W,-3.8b 206*0° 

/C3.86 6*95 

After degradation with diastase. 

Wi3.8e.. 157*3° Maltose.. 92*241 re- ' f . 155*2°' 

/fg.gs .... 56*27 Dextrin . 7*76 J quires [ .... 56*27 

100*00 

The grannies at this^ stage had been so far disintegrated as to 
retain but little of their original form. 

It is evident that even after 100 days’ digestion the experiment bad 
not' been carried on sufficiently long to,' convert the whole of the 
soluble starch into amylodextrin, and a subsequent examination of 
the product confirmed this. 


2 K 2 
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It is praDable tliat, under tke conditions of tlie exiieriraeiit, a 
period of from five to sis moutlis is necessary for the complete con- 
version. We have already described the properties of the substance 
yielded by a digestion of several years, but we will again introduce 
the numbers obtained for the sake of comparison. 

(7.) After 84 years. 

20/ '9 


After degradation with diastase. 

153'3° Maltose.. 97-01 re- 152-0° 

^ 2 . 8(3 .... 59*18 Dextrin . . 3*0 J quires \ .... 59*18 


100*0 


On dissolving in water and reprecipitating with alcohol, pure 
amylodextrin was obtained. 


; 3 - 86 . - 

• • • * 


205*3" 

9*92 


After degradation with diastase. 

151-7° 

61-54 


maltose. 




On examination of the acid solution (dilute H 2 SO 4 ) which had been 
in contact with the starch for 8 ^ years, it was found to contain an 
amount of substance corresponding to about 40 per cent, of the 
original weight of starch taken. That this substance was dextrose is 
shown by the following analysis, which was made after neutralisa- 
tion of the acid in the cold with barium carbonate : — 


Pound. 

Wj 3 .b. 57*36 

%.86 9/ ‘49 


Dextrose requires. 

58*6" 

100*00 


The dextrose was readily separable by crystallisation. 


General Gondudam, 

(1.) One of the final products of the action of dilute mineral acids 
upon ungelatinised starch in the cold is the amylodextrin described 
by ' W. Nageli in 1874. 

(2.) Although its composition may be expressed in terms of 
maltose and dextrin, amylodextrin is not a mixture of these sub- 
stances, but is a well-defined chemical substance. This is shown 
(a) by absolute unfermentability with the ordinary yeast of the 
top fermentation; (5) by the impossibility of diffei'entiating it by 
fractional precipitation or partial solution ; (c) by its passage through 



AXI) ITS RELATION TO SOLUBLE STARCH. 4Gl 

tlie clialjser in an unaltered form ; and {d) by its distinct crystalline 
nature. 

(3.) Amy] 0 dextrin does not possess tbe optical properties ascribed 
to it by its disco Yerer. Its specific rotatory power is = 

206*11", instead of [a] = 175° to 177°, as stated by N%*eli. Its 
power of reducing cupric oxide is represented by = 9*08. 

(4.) In composition, amylodextrin is analogous to tbe maltodextriii 
we bave previously described (Trans., 1885, 47, 528). It may be 

r c oHooO 

represented by tbe formula | fj” q y constituted of one 

amylon- or maltose-group in combination witb six amylin- or dextrin- 
groups. Tbe molecular weight found by Raoult’s method is entirely 
in accordance witb this formula. 

(5.) Amylodextrin, like maltodextrin, is hydrolysed by diastase 
immediately to maltose without any indications of a resting point in 
tbe reaction ; it cannot, therefore, contain the stable amylin nucleus 
which constitutes one-fifth of the molecule of soluble starch, and 
which is only with difficulty attacked by diastase. 

(6.) Amylodextrin is an entirely different substance from soluble 
starch, with which it has been confounded by most observers. 

(7.) When ungelatinised starch is acted upon by dilute mineral 
acids in the cold, tbe first action is to convert the starch-substance of 
the granules into soluble starch ; this is then gradually hydrolysed 
to amylodextrin, a portion at the same time going into solution^ and 
being ultimately found as dextrose. 

Note. — The insoluble portion which remains after the treatment of 
starch -paste with malt- extract in the cold, has been erroneously con- 
sidered by A. Meyer to be identical with amylodextrin. Ueber die 
wahre E’atur von Kageli’s Starkecellulose,’’ Botan. Zeit, 1886, 356.) 
This substance was fully described by one of us and Heron some years 
ago (CJiem. Soc, 36, 611, 1879), and, following Nageli, we regarded 
it as starch-cellulose. The properties of the so-called starch-cellulose 
are entirely different from those of amylodextrin, as will be seen bv 
reference to the paper just quoted; but whether we are to consider it 
as a true cellulose, pre-existent in the starch-grannie, or as a trans^ 
formation product of the starch substance, is a question which we 
must for the present leave an open one. 
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XhY.'—TJie DetermimHon of the Molecular Weights of the Garbo- 
hydrates. Part II. 

Bj HoEiCE T. Beowit, F.R.S. and Gr. Habeis Moeeis, Pli.D., F.I.C. 

In the first part of this paper (^Ghem. Soc. Trans., 1888, 53, 
610 ), we laid before the Society the results which we had obtained 
by the application of Raoult’s method to die determination of the 
molecular weights of some of the carbohydrates, and showed how the 
numbers obtained were, generally speaking, in close accord with those 
commonly accepted as expressing these values, and also that the 
method was capable in some cases, notably in those of arabmose and 
nvffimse, of deciding between the two or more doubtful formulas. 

Dunng the last year, Raoult’s method has been largely employed, 
by chemists for very varied classes of compounds, and where it has 
been possible to compare the results with those obtained by the 
vapour-density method, there has been, on the whole, such a remark- 
able correspondence as to justify an increased confidence in the wide 
applicability of the method. 

Almost simultaneously with the appearance of our first paper, 
Tollens and Mayer (Per., 21, 1566, 1888) determined the molecular 
weights of raffi nose, dextrose, cane-sugar, and milk-sugar by the 
freezing method, and arrived practically at the same numbers as we 
have given for those compounds. Tollens, Mayer, and Wheeler have 
also moi’e recently (Per., 21, 3508, 1888) confirmed our numbers for 
arabinose, and have determined the molecular weight of xylose. 

Be Vries (Gompt. rend., 106, 751, ojudZeit. physihaL Gheru., 2, 431) 
has applied successfully to raffinose a totally difierent method, which 
is based upon a determination of the osmotic pressure of solutions. 
The investigations of Be Vries and Van^t Hofi have shown that 
solutions of similar osmotic pressure have the same freezing point and 
the same vapour pressure. Such solutions are said to be isotonic to 
each other. Be Vries determines the molecular weight of a given 
substance by comparing its isotonic concentration with that of another 
substance of known molecular weight, and belonging to the same 
osmotic group. The isotonic concentration is measured in a veiy 
beautiful manner microscopically, by detemining the sti^ength of solu- 
tion necessary ioplamiolyse certain turgesoent vegetable cells ; that is, to 
cause a separation of the protoplasmic membrane from the cell- wall by 
outward diffiision of the water of the cell-sap into the solution under 
experiment." In this manner, Be, Vries has obtained for ratfiiiose 
numbers indicative of a molecular weight of 595*7, almost the theo- 
■'i?6tical /rec^uiremeiits of ’the formula Ci8H320i6,5H20, and agreeing 
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veiy closely witL the results we obtained for raffinose by tbe freezing 
metliocl. 

We bave now to describe tbe results obtained by a further exaiiii- 
nation of certain substances belonging to the group of carbohydrates. 

The method ot experiment was substantially the same as that 
described in the first part of this paper. We have used, howeTer, in 
our later experiments a thermometer graduated to of a degree 
centigrade, and capable of being read accurately to 0'004i of a degree. 


Galactose, C 6 H 12 O 6 , M = 180. 

This sugar is one of the products of the hydrolysis of milk-sugar, 
C 12 H 22 O 11 , with dilute acid, the other product being dextrose. 

It was crystallised from alcohol and dried in a vacuum. For a 
solution containing 10 grams of galactose per 100 c.c. we found — 

[a]jatl9°0. 89'47“ 

Hb at 19“ C. 80-69 

Freezing point of water used -j- 0*060®. 

Strength of solution 10*000 grams galactose in 93*87 grams water. 



c. 

A. 

M. 

-1*090® 

1*150® 

0*108 

176 

-1*080 

1*140 

0*107 

177*5 

-1-080 

1*140 

0-107 

177-5 


Calculated for 


Found 


C6Hi20e. 


(mean). 

A 

0*106 


0*1073 

M 

180-0 


177-0 


Itmlin, wCsHioOs, or OgeHesOai. 

The formala which has been usually accepted for inulin iswOsHioOg, 
but the careful researches of Kiliani {Ammhn, 205, 145) certainly 
indicate that it yields on combustion a smaller amount of carbon and 
a larger amount of hydrogen than is compatible with this formula. 
His numbers for the pure substance dried at 100 — 130® are extremely 
concordant, and are given in great detail in his paper. They point 
unmistakably to a formula whoso simplest expression is C 30 H 62 O 3 i 
or GOsHioOs + H 2 O, ' and this composition is unaltered even ■ after 
drying at 130“ in a stream of hydrogen. 

The results obtained by treating inuHn by BaoulUs method are as 
follows, the substance having been previously dried at 100 ° until it 
ceased to lose weight, , 

* For explanation of these, headings, see. first part of tliis paper (Trans., , ISSS, 
53 , 614 ).: 



4f)4 BROWN AND MORRIS: THfcJ DETERMINATION OF THE 


Freezing point of water used 4“0'060°. 

15*079 grams iniilin in 91*9 grams water. 

E. C. A. M. 

-^-0*084" 0-144'^ 0*0088 2159 


A second determination was made after further purifying by 
solation in water and precipitation by alcoboL 
Freezing point of water used 4-0*120*^. 

17*614 grains inuiin in 105*7 grams water. 


E. C. A. M. 

-0*024" 0*144^ 0*0086 2209 

-0*0*26 0*146 0*0088 2159 


Molecular weight 
calculated for 

GaeHfisOai M 990*0 

2 O 36 H 62 O 31 M 1980*0 

SGseEAi M 2970*0 


Our experiments, we consider, justify us in attributing to inuiin a 
formula represented by twice that given by Kiliani, that is, 20 b 6 H 6203 i. 

We have already « awn attention in a previous paper to the great 
similarity, as regards eir physical properties, between amylodextrin 
and inuiin. We now know that they are compounds possessing 
approximately tlie same molecular weight, and from a consideration 
of all the facts, we are inclined to regard inuiin as a substance closely 
analogous to amylodextrin in its composition, and should attribute to 
the two compounds the following formulae : — 


f (Cn'EnOn). 
1 (CiaHaoOio)-! 
Inuiin. 

M *= 1980. 


\{0nRA% 
Amvlodcxtrin. 
M*' = 2286. 


The amylin- and amylon-gi'oiips in the two compounds possess 
very different optical properties, and behave differently with regard 
to cupric reduction. The ultimate products of hydrolysis with dilute 
acids are also very different, being in the one case levulose and in the 
other dextrose.* 

For the details of the determination of the molecular weight of 
amylodextrin we must refer to the previous paper. 


* If our views on these points are correct, it would follow that inuiin is a pro- 
diict of hydrolysis of an unknown carbohydrate, and stands in the same general 
relation to this substance as does amylodextrin to staroh. That inuiin is not 
directly hydrated to levulose by dilute acid, but that a series of intermediate com- 
pounds is produced, is rendered highly probable by the experinients of Dragendorff, 
and more recently by those of Glreen {Ann. £ot., 1888). 
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4^i5 


Maltodextrin^ I \ 1 ? M = 990. 

L l,Li2ll3oUio;2 j 

In a previous paper (Trans., 1885, 560), we have described this 
componnd as occnrring amongst the transformation products of starch 
when the action of the hydrolysing agent, diastase, is limited. 

The specific rotatory and cupric reducing powers of pure malto- 
dextrin are represented by — 


A-‘3*6S • • 


i93'r 

2M 


and we were led to consider it as being made up of one amy Ion- group 
in combination with two amylin-groups. 

A determination of the molecular weight of maltodextrin by 
Rao nit’s method is entirely in accordance with this view, as is shown 
by the following results : — 

Freezing point of water used, 0*060°. 

Strength of solution, 8*6114 gmms maltodextrin in 94*71 grams 
water. 


E. 

0 . 

A. 

M. 

-O-llS'* 

0 * 178 ° 

0*0195 

974 

- 0*120 

0*180 

0*0198 

960 

- 0-120 

0 -J .80 

0*0198 

960 

A ... 

Calculated for 

j UioHj-iOii 

1 (Ci 2 H 2 oO,o) 2 * 
0*0191 

Found 

(mean). 

0*0197 


M ... 

0*990 

0*965 



Starch, %(Oi2H-{oOio)* 

Owing to the very viscid nature of starch-paste, and the great 
increase in this viscosity at low temperatures, it is absolutely impossi- 
ble to apply to it Eaoult’s method. Our direct experiments on this 
carbohydrate were consequently limited to the modification known as 
soluble starch, which was prepared in a pure state by Lintner’s method, 
referred to in onr paper on amjlo-dextrin. 

hTotwithstanding the complete limpidity of solutions of soluble 
starch at ordinary temperatures, these also become viscid on cooling 
to 0°, if they are of any considerable degree of concentration, and it 
was consequently found impossible to operate with a solution contain- 
ing more than 3*5 grams per 100 c.c. 

Although separate experiments gave fairly concordant values 'for A 
of about' 0*0009 corrected, which corresponds to, a molecular weight 
of 20,000 to 30,000, the erroi’s of experiment 'bear' so large a proper- 
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tion to tlie observed readings that it is impossible to place aiij great 
amoiiTit of dependence on the resalts, no matter how carefallj the 
experiments are conducted. 

There also seemed a possibility that the method was not applicable 
to substances of such a hig’hly colloid nature as starch. 

In order to throw some light upon this last-named point, we made 
some experiments with another colloidal body, an arabinic acid 
possessing a right-handed rotation of = 61T6°. This gave the 
following results : — 

Freezing point of water used, -f-0’060. 

li‘928 grams arabinic acid in 92‘50 grams water. 


E. 

C. 

A. 

M. 

-0-310° 

0-840° 

0-0263 

722 

-0-315 

0-345 

0-0267 

712 


We see that arabinic acid, a substance with strongly marked 
colloidal properties, has a marked influence in lowering the freezing 
point ; hence it seemed probable that the small influence observed in 
the case of soluble starch is really due to the large size of its 
molecule. 

Since it is impossible to obtain with soluble starch in a direct way 
any numbers which can be regarded as even fair approximations to 
the truth, we were necessarily driven to more indirect methods, which 
have a&rded more satisfactory results. 

When the complex molecule of starch is broken down by diastase 
under the conditions most favourable to its complete hydrolysis, we 
have shown that a point of equilibrium, or, speaking more strictly, a 
resting point in the reaction is reached, when the amount of dextrin 
produced corresponds to one-fifth by weight of the amount of starch 
taken ; that is, when the mixed products have [c«] ja.gs = 162*6° and 
= 49'3. 

This reaction is expressed in its simplest form by — 

50i,H,oO,o 4- 4H,0 ■= C^AoOm + 4Ci.H,,0xi. 

Starch, Dextrin. Maltose. 

If the production of maltose and dextrin during hydrolysis is to be 
considered as due to a molecular degradation of the starch, and we 
think the evidence in favour of this is almost conclusive then, no 
matter what view we may take of the actual manner in which this 
degradation takes place, we cannot escape from the conclusion that 
the molecule of the stable dextrin of the above equation is one-fifth of the 
size of the soluble starch molecule from which if has been 'derived. 

* Of. Appendix to this papor.' , , 
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If, tHen, we can establish tlie size of the molecule of this lowest and 
most stable dextrin we can indirectly determine the size of the starch 
molecule. Our endeavours have consequently been directed towards 
determining this point, and, as will be seen, not without success. 

A conversion of starch with diastase was allowed to run down to 
its lowest limit, as stated above, and the resulting dextrin was 
separated by repeated precipitation with alcohol until the greater part 
of the maltose had been removed. On analysis the dextrin gave the 
following numbers : — 

Wi 3 . 86 -- 209*3° Maltose.. 8*16 1 re- f W>s6. . 210*6® 
ica.ss .... 4*98 Dextrin. . 91*84 / quiring 1 ^ca.&6. . . - 4*98 

100*00 

A freeze was made with this dextrin. 

Freezing point of water used -1-0*060®. 

(1.) 6*788 grams of dextrin in 95*90 grams of water. 

E. a A. ■ M. 

-f 0*008° 0*052° 0*0073 0*0u31 6333 


* A'' represents the coefficient of depression of the dextrin after correction for 
the maltose present. This mode of correcting the results can of course only be 
accurate if the total effect of a mixture of substances in depressing the freezing 
point is the sum of the effect of each constituent taken separately. This has ahead j 
been shown to be the case by Raouifc, but it seemed adTisable to confirm it for the 
carbohydrates. 

Solutions were made of (1) dextrose, (2) cane-sugar, and (3) a mixture of these 
two substances. 


(1.) Dextrose, 

Freezing point of water used, 4- 0*085.° 

11*295 grains in 93*06 grams water. 


E. 

-1*255° 


C. 

1*340° 


A. 

0*110 


M. 

173 


(2.) Cane-sugar, 

13*717 grams in 91*57 grams water. 

E. C. A. 

-0*820° 0*905° 0*060 

(3.) Dextrose and Cane-mgar, 

5*647 grains dextrose \ . no.on 
„ ^ > m 92*32 grams water. 

6*858 „ cane-sugar J 


M. 

316 


12-505 

E. 

-1-040° 


0 . 

1*125° 


A'. 

0-083 


231 


Talue of calculated from actual molecular weight of constituents % . ' 260*8 
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(2.) 17*758 grams of same dextrin as in (1), in 89*29 grams water. 


E. 

0, 

A. 

Af. 

M. 

- 0 * 088 ° 

0*148° 

0*0074 

0*0031 

6130 

- 0*088 

0*148 

0*0074 

0*0031 

6130 

- 0*088 

0*148 

0*0074 

0*0031 

6130 


Another low dextrin prepared in a similar manner gave the follow- 

Analysis. 

Maltose.. 9*7 1 re- f ■ 209*5° 

Dextrin. . 90*3 / qniring 1 .... 5*87 

100*0 

Freezing point of xvater, -f 0*060°. 

20*743 grams dextrin in 87*50 grains water. 


E. 

0. 

A. 

A'. 

M. 

-0*130° 

0*190° 

0*0080 

0*0030 

6333 

-0*135 

0T95 

0*0082 

0*0032 

5937 

-0*130 

0*190 

0*0080 

0*0030 

6333 


.^.notlier low dextrin prepared in a similar manner gave — 

Analysis. 

[fit] / 3 .« 6 . . 208*6° Maltose.. 9*061 re- f W/j-ao . 211*1° 

.... 5*53 Dextrin . 91*94 / quiring 1 .... 5*53 

100*00 

Freezing point of water, -f 0*060°. 


30*2217 grams dextrin in 81*78 grams water. 


E. 

C. 

A. A^ 

M. 

-0*250° 

0*310° 

0*0078 0i)030 

6333 

-0*250 

0*310 

0*0078 0*0030 

6333 

The mean value of M 

in these experiments with the lowest dextrin 


6*221, and the numbers obtained have but a small range on either 
side of this mean. The formula 20Ci2H2aOK) requires a molecular 
weight of 6480 ; and we think the experimental evidence quite 
justifies us in adopting this value. 

The formula of soluble starch would consequently be represented 
by five times the above, that is, 5 (Oi2H3oOip) 2(), and the molecular 
weight by 32,400. 

This is quite in accordance with the approximation obtained in 
a direct way with soluble starch, where, it will be remembered, we 


ing results : — 


• • • 


211*3° 

5*87 
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obtained indications of a molecular weight somewhere between 
20j000 and 30,000 . 

We have now to consider if Raonlt’s method is able to throw any 
light on the relations of the dextrins to each other, as it is a matter 
of the highest theoretical importance to determine whether these 
bodies constitute a series of polymers, or whether they stand merely 
in metameric relation to each other. 

In order to determine this point, we have prepared a number of the 
higher dextrins proceeding from starch- transformations wdiich liad 
been stopped in an early stage of hydrolysis. 

It will be unnecessary to give the full details of every experiment ; 
the following may, however, be quoted as an example : — 

Anahjsis, 

W>a6. * 210'7 Maltose.. 2*31 re- f • 214*4® 

/(.•a.gs 1*4 Dextrin.. 97*7 / qiiiring [ 1*4 

100*0 

On degrading a solution of this dextrin wdth a little diastase, we 
obtained — 

Wjg.ae. . 171*1° Maltose. . 72*2 1 re- f . 168*34" 

%.86 .... 44*04 Dextrin . 27*8 J quiring 1 .... 44*04 


100*0 

100 parts of the original dextrin have consequently yielded on 
degradation to the lowest point — 71*5 parts of maltose. This corre- 
sponds to a mean position of the dextrin of between (3) and (4) of 
our table (see Trans., 1885, 47, 543) ; that is, to a dextrin pro- 
ceeding from a starch-transformation whose mixed products have 
about [a]j 3.&6 = 1^0° and /cs-se == 24*0. 

If this dextrin is a polymer, or a mixture of polymers of the lowest 
dextrin, its molecular weight or mean molecular weight, as the case 
may be, ought to be 3| times as great' as that of the lowest dextrin ; 
that is, 3i X 6480 = 22,680. 

Let us now see how this dextrin behaves when treated by Raoult’s 
method. 

Freezing point of water nsed, 4-0*085". 

33*4005 grams dextrin in 77*96 grams water. 



0. 

A. 

A'. 

M. 

-0*100® 

O'lSS" 

0*0043 

0*0031 

6130 

-0*100 

0'185 

0*0043 

0*0031 

6130 


The correction for A has been made on the assumption that the small quantity 
of reducing matter is '^Maltose. If, however, it may be thought in these high 
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Ib tlie accompaiiyiiig table, we give fcbe experimental res nits ob- 
tained on snbmitting some of the dextrins to the freezing metbod. 
The position occupied by each dextrin in tbe series, as measured by 
its maximum degradation with diastase, is given in tbe sixth column. 

A comparison of tbe results obtained witb tbe so-called bigb and low 
dextrins points unmistakably to tbe conclusion that Raonlt’s metbod 
affords no evidence of there being any difference in molecular size 
between tbe bigb and tbe low dextrins ; in fact, tbe numbers ob- 
tained with dextrins occupying very different positions in tbe series 
are strikingly identical. It must be remembered, however, that at 
present our knowledge of tbe behaviour of polymers when submitted 
to this metbod is not sufficiently advanced for us to say witb 
certainty that it is applicable to a determination of molecular aggi’e- 
gates such as we imagine tbe dextrins to be. 

It has been suggested by Armstrong (Brit. Assoc. Bep., 1888, 
357) that Raoult’s metbod may, after all, only afford evidence of 
molecular complexity when some atomic rearrangement lias taken 
place, as in the case of aldehyde and paraldehyde ; and that it may 
not give any indication of the size of a molecular complex formed 
by the mere juxtaposition of molecules. We think, however, that 
this criticism of tbe applicability of the method scarcely touches the 
ease witb which we are dealing, and for tbe following reasons : — 

As far as our present knowledge goes, there is not tbe slightest 
evidence to indicate that tbe mode of connection between tbe amylin- 
groups of soluble starch differs in kind from that between tbe amylin- 
groups of tbe dextrins — supposing these last to be polymers. If there 
is atomic rearrangement in one case, there is no reason why it 
sboald not be present in tbe other; if, on the other band, it is a 
mere juxtaposition of molecules in one case, wliy not in the other ? 
In fact there is every reason to believe that the mode of union between 
tbe component groups wmuld be tbe same in both cases. If, therefore, 
Raotilt’s method gives us direct evidence — as it undoubtedly does — of 
a great difference in molecular size between soluble starch and the 
dextrins, we should also, expect it to indicate differences in the 
molecular size of the dextrins themselves, if these really existed, 
and if the dextrins are produced by a gradual breaking down and 
decrease in size of tbe starch-molecule, with polymeiisation of the 
residual amylin-groups. 

That Raoulffs method does not indicate these differences, when the 
tarious dextrins are treated by it, goes in our opinion a long way 

dextrins to be due wholly or in part to maltodextrins, the corrected value of M for 
the dextrin will be somewhat smaller than that given; consequently, the arguments 
based^ upon this and the following experiments are 'not in. any way altered by the 
fact ■ , ' ' 
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towards proving* that, after all, tlie dexti’ins are .metani 
polymeiic. If this is admitted as even probably correct, 
necessary to consider how far our previous view\s on the 
down of the starch- molecule must be modified in order to incl 
new facts. 

Ill a previous paper by one of us and Heron (Trans., 1879, 
646), we considered that the very simplest formula which could bt. 
adopted for soluble starch was IOC 13 H 20 O 10 , ^ud that during hydrolysis 
by diastase each of these 10 amylin- groups was successively removed 
in the form of maltose, whilst the remaining arnylin-groups poly- 
merised to form a dextrin of gradually decreasing complexity — the 
last dextrin of the series being one-fifth of the original starch- 
molecule. 

In a more recent paper (Brown and Morris, Trans., 1885, 47, 527), 
after an investigation of maltodextrin and a determination of its 
relation to starch and the dextrins, we noted that the original hypo- 
thesis was insufficient to include all the new facts which were then 
brought forward, and suggested, as a useful working hypothesis, an 
extension of the original idea, stating, at the same time, that we 
were far from regarding it as final, and that it would doubtless 
require still further development as a more intimate knowledge of 
the subject was gained. 

We suggested, in the paper just referred to, that the starch-molecule 
could not be looked upon as consisting of less than five times the 
ternary group (Gi 2 H 2 oOio) 3 * We were still inclined to believe that 
the action of diastase in hydrolysing the above molecule consisted 
in successive hydrations and removals of (Oi 2 H 2 fiOio)rgi’‘oups through 
maltodextrin to maltose, whilst the dextrin residues polymerise until 
the hydrolysis has proceeded so far as to reach the stage of the 
lowest dextrin — which only undergoes further change by a compara- 
tively slow process of hydration. 

It. is evident that the above views require considerable modification, 
if the so-called high and low dextrins are bodies possessing the same 
molecular w^eight, and we have now to consider how an alternative 
hypothesis can be framed which will enable us to explain the known 
differences in the properties of the dextrins without at the same time 
regarding them as polymers. ^ 

O’Sullivan, in 1879 (Trans., 35, 7§3), stated his 'belief that the 
breaking down of the starch molecul 4 ^|' diastase did not result in tlie 
sinnessive appearance of dextrin molecules becoming smaller at each 
step, and “ that we have not, in this case, to do with a series of polj- 
merides, but rather with a series of bodies of the same molecular 
weight, in which the difference in their behaviour to the agent under 
consideration must be accounted for by a difference of relation in 
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the arrangement of the molecules to one another, prohahlg in solutioti 
Ltlone” 

O’Sullivan regards the molecule of soluble starch as being identical 
in complexity with the molecules of the various dextrins, the groups 
of molecules rearranging themselves during the transformation so as 
to maintain the i*esulting dextrin molecule always of the same size. 
For the elaboration of this hypothesis, and for an explanation of how 
this rearrangement is supposed to take place, we must refer to the 
original paper (loc. citf. 

The new facts which we have brought forward, whilst confirming 
O’Sullivan’s view as to the identity in molecular size of the dextrins, 
indicate, on the other hand, that the molecule of soluble starch must 
be of much greater complexity than that of the dextrins, and that we 
must seek for some other explanation of the phenomena of starch 
transformations than is afforded by the above elaborate hypothesis of 
molecular rearrangement. 

The following hypothesis seems to ns to he more in accord with the 
facts. 

We may picture the starch-molecule as consisting of four complex 
amyiin-gronps arranged round a fifth similar group, constituting zi 
molecular nucleus. 

The first action of hydrolysis by diastase is to break np this com- 
plex, and to liberate all the’ five amylin-groups. Four of these groups 
when liberated are capable, by successive hydrolysations through nialto- 
dextrins, of being rapidly and completely converted into maltose, 
whilst the central amylin nucleus, by a closing up of the molecule, 
withstands the influence of hydrolysing agents and constitutes the 
stable dextrin of the low equation, which, as we know, is so slowly 
acted upon by subsequent treatment with diastase. The four readily 
hydrplysable amylin-groups we look upon as of equal value, and in 
their original state these constitute the so-called high dextrins, which 
can never be separated completely from the low dextrin by any 
ordinary means of fractionation. 

This hypothesis provides for intermediate maltodextrins or amylo- 
dextrins whose number is only limited by the size of the original 
amylin-group. 

Each amylin-group of the five has a formula of (Ci 2 ll 2 oOio) 2 o, and 
a molecular weight of 6480 ; so that the entire starch-molecule, or 
more correctly speaking, that of soluble starch, is ' represented by 
^(ObHsoO 10 ) 20 ? having a molecular weight of 32,400. 

An attentive consideration of all the facts which have been brought 
forward, both by ourselves and others, in connection with the trans- 
formation of starch by diastase, will,, we think, show them to' be in 
accordance with this view,, and the hypothesis which we now advance 

;; 'L. LV. '' L ' 2 ii 
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is siiSicieEt to support tliose facts and to give some of explana- 
tion of them, Vk^pJlst, at tlie same time, it may serve as a starting 
point for fiirfaer investigation. 


Tho gradual climinntioii in tlie molecular weight of the prcdiictrs of 
liydrolysis of a mixture of tlie so-called higli and low dextrins is well 
sliovm in tlie follo'wiiig experiment, in wliicli a, solution of tlie dextriTiS- 
ivas treated, with successive small quantities of diastase, and submitted 
from time to time to Eaoult's metliod. 

Correction has been made for the amounts of diastase, but the 
‘‘coefficient of depression A has, in each case, been calculated on 
the original amount of solid matter, thus neglecting the fixation of 
water wiiicli takes place as the hydrolysis proceeds. 

11*1035 grams of sabstance in 93*23 grams water. 


; 1. 

C. 

A. 

%L 

Before addition of diastase 

+ 0-035 

0 - 050 ’ 

0 *0043 

4418 

5 mins, after 1st addition of diastase ■ 

+a-oc .‘0 

0*060 

0*0050 

3800 

15 „ „ ^ ,, : 

15 I’Krtirs after 1st addition of diastase ' 

- 0-010 

0*070 

i 0*0058 

: 3276 

-0*255 

i 0*315 

! 0*0263 

722 

B> », 

1 Ikut after 2iif1 addition of diastase 

-0*265 

0-325 i 

! 0*0272 

69S 

-0*350 ! 

' 0*380 

0*0318 


1 „ 3rd addition of diastase i 

-0*410 1 

: 0*410 

0*0343 i 

554 


SliYI . — Eesearclies on Silicon Compoimds and ilielr BericafiveR, 
Part V. 0% Silicotetraphenijlamide^ Para- mid Oftlio-siUcotetraM^U 
amides^' and j3-8iUcotetrmia2dff]iijlanndes, 

By J, Emerson Brynolds, M.D., P.R.S., Professor of CheniistiT? 
Univei’sity of Dublin. 

Ih former oomnmnications I have shown that silicon tetrabromide can 
mmMaewifcli several thiocarbamides without loss of halogen, and ^ 
form highly condensed compounds of the type— ' -'.i 

(CS]SAH4),SiBri , 

'(Trans., 51^' 203, and 53, 853). 

I have, now the pleasure to lay before the Society an ■ account of !' 
cerlaim, interactions with amidio com, pounds in which silieon hromido ' 
an, d" chloride; lose all their halogen and afford a newnlass of silicon** - 'i 
,;cterivat-iTeB, In the '' following pages I shall describe the preparation 
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■nd cliief properties of five of these new substances, viz., silico- 
I ^-raplienylamide, para- and ortho-silicotetratolylamides, and 
/3-silicotetranaplithylamides. 

Bilicotetm^lieny lamide. 

When silicon tetrabromide is added to excess of aniline diluted 
with 3 to 4 vols. of benzene, much heat is evolved, and aniline hydro- 
bromide separates out, as it is nearly insoluble in benzene. If aniline 
be in excess throughout the operation, the whole of the halogen pre- 
cipitates as aniline salt, and there remains in solution a beautiful 
crystallisable compound which is silicotetraplienylamide. If the 
aniline be not in excess throughout the operation, a bromo-compound 
appears to be produced analogous to Hardeids (Trans., 51, 40) 
rather ill-defined chlorinated product. 

Silicon tetrachloride acts in a similar manner with excess of anilihe 
and, being less costly than the tetrabromide, can be advantageously 
used instead of the latter in comparatively large operations. The 
most convenient mode of preparing considerable quantities of the new 
compound with the aid of the chloride will appear from, the following 
detailed account of an experiment. 

A mixture of 100 grams of silicon tetrachloride with twice the 
volume of benzene was gradually added to 438 grains of pure aniline, 
also diluted with 2 vols. of benzene. Constant agitation was 
maintained during the addition of the chloride, and the latter was 
added more slowly towards the end of the operation. The product 
was quickly filtered from the separated aniline hydrochloride and the 
latter repeatedly washed with fresh benzene. The filtrate was then 
distilled as far as possible from a ■water-bath, and finally over a naked 
flame at 100 — 105'^, in a current of dry hydrogen, to remove as much 
benzene as possible; a sjmiipy liquid w^as left after this treatment. 
Experience of former preparations indicated that, while the liquid 
would solidify to an obscurely crystalline mass after some days, it was 
better to pour it still warm into an excess of carbon bisulphide, with 
which the syrup mixed completely. After rapid filtration from a 
little aniline hydrochloride, which was separated by the bisulphide, 
the clear solution, was slowly distilled at as low a temperature' -us 
possible until reduced to the, crystallising point, and it was then set 
aside, to cool. A fine crop of large, transparent, lus'trous crystals of 
the new compotind separated, and the motherdiquors from these 
afforded a further supply, so that rather more than 120 grams were 
obtained nearly free from secondary products, of which 'thiocarbanilide 
is' the most' troublesome.' It was subsequently found 'that the yield 
could be considerably increased by, the addition of light petroleum to' 

, '2 L 2 " ,' ; : 
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tke iiiotlier-liquors. Tvliicli precipitates small crystals of tlie tetranaide 
from its soliitioas in carbon bisnlpbide or benzene. Two crystal- 
lisaxions of tlie best crops from fresb Msnipliicle yielded tbe new 
componiicl in a state of purity and in fine, eoloiiriess, transparent 
crystals, wbicli are formed at tbe surface of tlie solution, as tliey 
speeiScaliy lig^liter tlian tbe liquid. Tliese crystals did not eoiit' 
any trace of elilorlne. 

Products of different operations, wliicli Jiad been tliree times 
reerystaliised from carbon bisnlpbide. were used in the following 
analyses : — 

I. U‘69B gram gave 0*103 of SiOa. Si = 6-03 per cent. 

IL 0*7505 gram gave 0*1115 of SiO^. S’ = 6*93 per cent. 

III. 0*2t31 gram gave 32*8 e.e. of X at 16“ and 751 mm. N = 14*45 
per cent. 

lY. 0*23 gram gave 27 c.c. of 27 at ll" and 766 nmi. 27 = 14*03 
per cent. 

T. 0*2325 gram gave 0*138 of H.O'and 0*6185 of CO.> H = 6*59 
and C = 72*55 per cent. 

YI. '0*2212 gram gave 0*127 of H^O and 0*59 of C'O-.. H = 6*37 and 
C = 72*73 per cent. 


These results* agree with the fonnula — 

vSirYH-CbHs)!, 

Experiment. 

Calcnkted. L H. 


Si 7*07 6*93 6*93 

C 72*72 72*55 72*73 

H 6*06 6*59 6*37 

27 14*15 14*45 14*03 


The reaction which ensnes when the silicon haloid is graclnally 
added to excess of aniline is therefore represented by the following 
equation: — 

SiCh -f ^ SiCYH-CgHs), -f 427H./C,H5,H01, 

which accords -with the weight' of hydrochloride ' separated in the 
reaction. 

' Silicotetraphenylaniide tvhen pare occurs m fine, colourless^ tmm- 
parent crystals, which have been subjected to ^ crystal! ogi'aphic ' 

It was obser red that half the nitrogen came of readily from the cobi|K3iiec 1 
when, feiimed with lead chromate and copper oxide, bat the residue veiy slowly, 
mi at; th^ end' the temperature had to be raised as high as praetieable 'in ordt^r 'to 
/easihe -wmplete twmbusticm. ' ■ ' y , '/t'' 
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examination bj my friend Professor Sollas, whom I have to 

thank for the following statement of his results : — 

“ Crystalline system, oblique (monoclinic) ; j3 = 110 ® 20 ' ; ratio of 
parameters, a ; & : c = 0*9853 : 1 : 1*043. 

‘‘ The crystals consist of the following forms: — ( 100 ), ( 010 ) ( 111 ), 
( 111 ), ( 101 ). The planes about the lorrer pole, with the exception of 
001 , are frequently reduced and sometimes completely suppressed, 



beinimorphic crystals resulting: twins occasionally occur, ’with 001 
as the plane of combination, and a normal to it as the twinning 
axis. 

‘‘ The cleavage is highly perfect parallel to 001, perfect parallel to 
010, scarcely perfect parallel to 100 : traces of cleavage parallel to 
the pyramidal faces are obtainable. 

“ The plane of the optic axes lies in the plane of symmetry, and the 
acute bisectrix makes an angle of 27“ 20' with the axis c in the obtuse 
angle The apparent angle with sodium light in air is 31® 5', and 
ill bromonaphthalene (r. i. = 1*66) 18® 36'. A parallel sided flake 
obtained by cleavage along the 001 plane almost completely loses 
visibility when immersed in methylene iodide (r. i = 1*7446), the 
mean refractive index is therefore approximately 1*7446. The true 
angle between the optic axes is consequently 17° 40'. 

“The dispersion is inclined, slightly less than w. The double 
refraction is negative. 

“ The extinction angle ' measured on the 010 plane is 7°, the edge 
010, 001 being taken for reference.” 

The pure compound melts at 137 — 138° to a nearly transparent 
liquid which can be heated in a narrow tube to 210° without decom- 
position. ' 

■ Heated in a vacuum to its melting point, some aniline is given of^, 
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and a mixture of silicon compounds formed whose constituents 
be described later on. 

Silicotetraphenjlamide is rerj soluble in benzene bat less soluble 
in carbon bisulphide (100 c.c. of the solution satiirateil at 14" co!i" 
tain 21*1 prams). The compound is separated from both solutions 
oil addition of light potroleumj in which ic is almost insoluble, hence 
in recent preparations the latter has been used with advantage in 
separating the pure compound. It is at once decomposed by chloro- 
form; aiilivdroiis ether dissolves the compound without apparent 
decomposition, but alcohol and water decompose it ; the latter veiy 
slowly yields silieie acid and aniline. E-apid decomposition takes 
place if either acids or alkalis are present, especially in alcoholic 
solution. 

So far as silicotetraphenylamide has been hitherto examined, it has 
not sliowm any distinct tendency to unite, as a wdiole w^ith acids, but 
is rather decomposed by them, even wdien the amide is present in 
considerable excess. The nature of the decomposition which takes 
place ■with hydrochlorie, acid appears from the results of the follow- 
ing experiment. 

Silicotetrapheriylaniidc was dissolved in benzene' and a' cnrrent of 
dry hydrochloric acid gas was led through it. There was immediate 
separation of a white substance which iiicreased as the current of gas 
continued. The mixture was ultimately saturated with hydrochloric 
acid gas and was allowed to stand for two days ; it was tiieii filtered, 
the precipitate -washed with benzene, and dried for anaijsi's, during 
which it slightly fumed. The filtrate was not precipitated ou largely 
diluting it with light petroleum, proving that all the silicotetraplienyl- 
amide had been separated from it. On the other hand, it con- 
tained silicon chloride in comparatively large quantity. 

The precipitate was found to contain 26’51 per' cent.' of chlorine, 
but only 0*79 per 'cent, of silicon. It was, therefore, cMefiy aniline 
hydrochloride from which 'all traces of silicon , tetrachloride had not 
been w’ashed out. The action of hydrochloric acid on the silicon 
compound is therefore represented by the equation — 

Si(I>rHPh), + 8HC1 = SiCh + 4iSrH.Ph,HCi ' , 

Thei^ was not any evidence that . a hydrochloride of silicoteira- 
phexiyiainide was formed 'at any period of the reaction^ The, insola- 
bility.'of aniline hydrochloride in benzene doubtless facilitated the 
ae'tion of hydrochloric acid.' , 

.SiUcotetraparaiohjlamiie.^ . 

At" in early stage of this investigation, it was found' that para- and 
oriho-toluidines react with the silicon haloids m a manner simfiar tub' 
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anili'Ee. As paratoluidine is most easily obtained in a state of purity^ 
owing to the readiness with wbicb it can be crystallised, I sliail first 
state tbe results obtained witb it. 

To 254 grains of piii*e paratolnidine dissolved in benzene, 50 grams 
of silicon tetracbloride, also mixed witb benzene, were added. An 
immediate separation of tbe bydrocbloride took place, and wlien tbe 
whole of tbe reagents w^ere mixed tbe bydrocbloride was collected, 
washed witb benzene, quickly dried and weighed. 170 grams of tbe 
imperfectly washed bydrocbloride were obtained, whereas tbe follow- 
ing equation requires 168 grams : — 

SiCl4 + = Si(NH-OTH04 + 4brH,-07H7,HCl. 

There is, therefore, practically complete separation of tbe bjdx^o- 
cliloride, and nothing but tbe silicon compound could remain in solu- 
tion. Tbe latter bad most of tbe benzene distilled from it, as in tbe 
case of tbe aniline compound ; tbe residue was then mixed witb 
carbon bisulphide which separated a very small quantity of bydro- 
cbloride, and tbe filtrate from this was then distilled down to a small 
bulk; on cooling it became semi-solid owing to tbe separation of 
botryoidal masses of crystals. Tbe, pi’oduot was purified, w^itb con- 
siderable loss, by pressure and recrystallisation from benzene, and 
was finally precipitated from its benzene solution by light petroleum 
and dried for analysis. 

1 . 0*859 gram gave 0*115 of Si 02 . Si = 6*24 per cent. 

II. 0*6192 gram gave 0*081 of Si 02 . Si = 6*10 per cent. 

III. 0*2315 gram gave 0*15 of H 3 O and 0*6285 of CO-i. H = 7*17 
and C = 74*04 per cent. 

lY. '0*2374 gram gave 24 c.c. of IST at 12° and 767 mm. N = 12*04 
per cent. 

Y, 0*213 gram gave 21*15 c.c. of 'bT at 14° and 771 mm. N = 12*15 
per cent. 

Tbe results^ agree witb tbe formula — 

Si(brHC7H7)4, 

Experiment. 

Calculated. iT II, 


Si ....... . 6*19 6*24 6*10 

0 74*35 ' . ' 74*04 — 

H ........ 7-08 7T9 

¥ 12*38 A2-05 ' 12*15 


* Tbe combustions were made with mixtures of lead chromate and copper oxide. 
As in tbe case of siiieotetrapbenylamide,'tbe temperature required at tbe end was 
high : moreover, in tbe nitrogen determinations, sensibly half the gas was quichly 
obtained, whilst the rest came off very slowly* , ’ ■ 
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Silicoparatoijlamide crystallises iu small Lotrjoidal aggregations 
of fine needles wliicli are colourless and transparent. Tkey fuse at 
131 — 132°, and decompose when more strongly heated, yielding 
paratolnidine. The compound is freely soluble in benzene, oarbon 
bisulphide, and anhydrous ether, but is dissolved to a small extent 
only by light petroleum, which can, therefore, be used to precipitate 
it fi^oni its solution in the other liquids. It is decomposed by alcohol 
and water. 


SiUcotetraorthoto ly lamide . 

In order to prepare this compound, 253 grams of pure redistilled 
ortliotoliiidine, mixed with twice its volume of benzene, was treated 
as in the former cases with silicon tetrachloride (50 grams) diluted 
mtli 4 voIs» of benzene. ■ Ortho toluidine hydrochloride did not begin 
to separate until about' one-fifth of the silicon chloride had been 
added, as it iS' more soluble in benzene than the para- compound. 
After cO'iaplete mixture of the reagents, the whole was allowed to 
stand overnight and the hydrochlonde then filtered off. The benzene 
was slowly distilled from the filtrate, .and at the end the temperature 
was raised to 110°, while a current of ' dry hydrogen was passed over 
the residue to aid the removal of benzene. A thick, somewhat crys- 
talline magma remained which was treated iu the ' cold with carbon 
bisulphide. The bisulphide left 30 grams of orthotoluidine hydro- 
chloride undi.ssoIved, which with 137 grams separated in the first 
treatment, gave a total quantity of 167 grams instead of the theo- 
retical yield of 168 grams from the orthotoluidine taken, if the 
following equation expresses the change : — 

SiCb -f = Si(NH‘C,H7), + M.CI. 

The carbon bisulphide solution was concentrated by distillation, 
during which operation a further small, quantity of hydrochloride 
separated and was removd. When heated on the water- bath until 
carbon bisulphide ceased to pass over, the residual liquid x^efused to 
crystallise on cooling. It was then exposed as a thin layer under 
the I'eceiver of an air-pump which was frequently exhausted during 
10 days, at the end of which time it gradually solidified to a crystal - 
Hue mass. 

In another ' preparation it has been found that the use of carbon 
bisulphide can be dispensed with, and the orthotoluidine hydrochlo- 
ride can be completely removed fx'om the benzene solution by addition 
of light petroleum. The silicon compound is not precipitated by 
light petroienm, unlike the para-derivative, and when the mixed 
benzeim and'' light petroleum solution is distilled a very thick, syrupy 
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liquid remains, wliich after long exposure in a vacuum gradual! j yields 
a quantity of minute needles of tlie silicon compound. 

Wiien purified as completely as possible, by quick washing with 
light petroleum and by pressure, a specimen of the crystals gave the 
following analytical data : — 

I. 1*6105 gram gave 0*2204 of SiOo. 

IL 0*3366 gram gave 35 c.c. hT at 18^ and 767*5 mm. 

These results agree with the formula — 

Si(NH*C7H04. 

Calculated. Experiment. 


Si 6*19 6*38 

N 12*38 12*06 


Silicotetraortliotolylamide forms small, colourless, transparent 
prisms, which do not readily form aggregations. They are very 
easily soluble in benzene, carbon bisulphide, and light petroleum, 
and consequently are difficult of complete purification. Water and 
alcohol decompose the compound. 

SlUcotetranaphthjlarmdes. 

It was obviously desirable to ascertain whether double ring amidic 
compounds, such as the naphthylamines, interact with silicon haloids 
ill a manner similar to those which include a single benzene nucleus. 
The following results prove that the two naphthylamines afford 
silicon-derivatives analogous to those obtained from aniline and the 
toluidines. 

It was found that the ^-naphthylamine derivative, like the para- 
toluidine product, ivas that most easily obtained in crystalline form ; 
the a-naphthylamine derivative being even less disposed to crystal- 
lise than that afforded by ortho toluidine. 

SiUcotetrabetamphthylamide. was produced on the addition of a 
benzene solution of 10 grams of silicon tetrachloride to 67*3 grams of 
pui*e ^-naphthyl amine also dissolved in benzene. After separation 
of the hydrochloride produced in the reaction, the concentrated 
benzene solution was treated as already described in the other cases, 
and then with light petroleum, when numerous small nodular masses 
of slightly coloured crystals separated. These were redissolved in 
benzene, again separated by petroleum, collected, “washed, pressed, 
and dried for analysis. 

I. 0*461 gram gave 0*0439 of SiOi. 

II. 0*3542 gram gave 29*5 e.c. of .Kf. at 18° and ,768*5 mm. 
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These results agree fairly with the formula — 

Si(NH-C,oH04. 

Calculated. Experiment. 


Si 4'69 4*34 

9-39 9*60 


This compound in crystallising carries down with it some free 
iiaphtliylamine w^hich it is difficult to remote. The purest product 
obtained is Yery readily decomposed by heat, while it | 3 artially melts 
and assumes a brown colour. It is soluble in benzene and carbon 
bisulphide, but is only slightly soluble in light petroleum. Like other 
compounds of tlie kind it is readily decomposed by water. 

was produced from ^-naphthylamine 
by similar treatment, but unlike the /^-compound it was not separated 
from benzene on the addition of light petroleum. When the mixed 
petroleum and benzene solution was evaporated, a thick, brown oil 
separated, and this oil, after gentle heating in a current by dry 
hydrogen, slowly solidified to a mass of minute crystals. 

The best product yielded the following numbers on analysis : — 

L 0*6305 gram gave 0*061 of SiO-> Si = 4*51 per cent, 

11. 0*2148 gram gave 16*7 c.e. of N at 20” and 766*5 mm. 

= 8*92 per cent. 

Although these results show that the material w^as still somewhat 
impure, the ratio of nitrogen to ' silicon is 4:1, or that required by 
she formula — 

Si(IirH-CioH;),. 

The a-compound is acted on by solvents, heat, and water, even more 
readily than the substance afforded by /:5-naplithyIaittine, but, unlike 
the latter, is not separated in crystalline form by light petroleum. 

I have to thank Mr. Emil A. Werner, F.C.S., lor the assistance he 
has rendered in carrying out the work recorded in this' paper 

Wmwrsit-t^ LaMrator^j 

Trinity College, JDuhUn. 
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XL VII. — The Yapotir-pressures of Quinoline. 

Bj Sydkey Yogxg, B.Sc., Professor of Ckemistrj, IJmYersitj 

College, Bristol. 

Foue years ago Dr. Ramsay and I communicated to tlie Society 
(Trans,, 47, 640) the results of determinations of the yapoiii’- 
jiressures of chlorobenzene, bromobenzene, aniline, methyl salicylate, 
and bromonaphthalene, and in the following year (ihicL, 49, 3?) of 
mercury. We have constantly made use of these liquids, as ^Yell as 
of carbon bisulphide and ethyd alcohol, the vapour-pressures of which 
have been determined by Regnault, for obtaining constant known 
temperatures — the tube or vessel to be heated being placed in the 
vapour of the liquid boiling under known pressure. This method of 
heating possesses the two great advantages that the temperature can 
be kept constant for any length of time, or it can be altered by a 
definite amount in a very few minutes. 

With the exception of methyl salicylate, these liquids h ave given 
excellent results, but the salicylic ether is open to several objections ; 
it is not easy to obtain a product of constant boiling point ; the ether is 
hygroscopic, and the moisture, besides being difficult to remove, causes 
slow hydrolysis, so that the liquid, after being used for some time, is 
always found to be contaminated with salicylic acid. Good results 
have, indeed, been obtained with methyl salicylate, but its employ- 
ment has involved considerable loss of time owing to the necessity 
for frequent re distillation] of the liquid, besides the preliminary very 
tedious fractionation. It appeared advisable, therefore, if possible, to 
substitute some other liquid less open to objection, and it occurred to 
me that quinoline might give good results. This substance is sup- 
plied by Kahlbaum in a pure state at a moderate price j although 
it is hygroscopic, the water has no action on the compound, and is 
rapidly expelled on distillation ; lastly, the boiling point (2B7*5“) is 
not far from midway between those of aniline and bromonaphthalene. 
Determinations were made with two samples of quinoline, one (K) 
obtained from Kahlbaum, the other (H) from Messrs. Harrington 
Brothers of Cork ; the' second sample required fractionation, but was 
easily obtained pure, and identical results were obtained with both. 
In the course of distillation, the following det erminations of boiling 
point were made : — 
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Temperature Corrected to 
Pressure. observed. 760 mm. 


K.... 749-2 2B6*9=^ 237-55" 

H. 750-4 237-0 237*55 

H... 751-6 237-0 237'5 

E.. 758-3 237*4 237*5 


Calculated from constants for BioCs formula ..... 237-45" 

These determinations agree fairly T^^ell with that of Skranp, 237*1" 
at 746*8 mm., or 237-8" at 760 mm. At low pressures the deterniina- 
rzons were made with the apparatus described by Dr. Bamsay and 
myself ; at higher pressures the thermometer was placed in the 
rapour of the liquid boiling under known pressures. 

The temperatures are those of an air thermometer ; the pressures 
are . in millimetres of mercury at 0°. The thermometer was one of 
the two employed in my work on benzene and its halogen-deriva- 
tiwes (p. 489). 


Ba^perimental Bemlts. 
Series I (K). 


Pressure. 

Temp, 

Pressure. 

Temp. 

Pressure. 

Temp. 

Pressure. 

Temp. 

2 ‘55 

75 -3“ 

9-3 

102 -r 

26-75 

126-05° 

70-0 

152 *15® 

2-75 

78-3 

10-65 

104*3 

29-25 

128-6 

77-2 

154*95 

3-25 

81 T 

11*8 

107-4 

33-6 

132 '35 

84*8 

157 -85 

3-75 ‘ 

83-05 

13-6 


37-4 

134 -95 

101-3 

163 *05 

4-55 

86*55 

15-6 

113-05 

43-1 

138-1 

109-4 

165 -4 

5*50 

90 -05 

17-55 

115*9 

47-3 

! 141-05 

119-7 

168 -05 

6 '15 

1' 93-65 

19-1 

118 T 

54-15 

: 144-15 

131 -2 

170 -95 

7-15 

i 96 '55 

21-3 1 


58-0 

; 146*65 





ST 

i 99-45 



64-1 

149-5 

— 

— 


Series II (K). 


101-7 
115-65 
232 *55 
249-5 
269*2 


162 -a® 

166-85 
190,-1 
192 -65 
195 *55 


2S8 '35 
313-95 
339-35 
368 T 
395-8 


198 -r 
201-2 
204-1 
207-2 
210*1 


428 '45 
460-0 
493 -0 
528 -8 
568-3 


213 -2® 
216*05 
218-9 
221*9 
224 ' 9t> 


610 9 
656 '0 
701-7 
745 '3 


228*0'^' 

231-1 

233-95 

236-65 


Series III (H). 


90-2' 

159*15° 

159-8 

177 -35° 

263-9 

194-65® 

500-0 

93-25 

160-16 

171 -85 

179-6 

304-9 

200-15 

560-3 

107-2 

164-6 

*45 

183-16 

346-8 

205 '05 

621*1 

m-6 

171-05 

213 -8 

187-15 

400-7 

210*2 

,683 -3 

,147-55 ’ 

„174*5 

'233-2 

190-2 

44S-2 

214*8 

745-3 


219-35 

224 *2o 
228*45 
232-8 
236 -55 
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Tlie logaritiims of these pressures were mapped against tempera- 
tures logarithms of pressures corresponding to eyen tempera- 

tures read off. Constants for Biot’s formula (log^ = a + hx^ -f cj^^) 
were then calculated, and from these constants the pressiii*es corre- 
sponding to definite temperatures — each 10° from 80° to 180° and 
each degree from 180° to 240° — wmre recalculated. 

The constants for Biot’s formula are — 

a zzz 0'78^142 

h = 2'510713 ^ log h 

c = —2*806455 log c 

log a =0*00047375 log /3 

t = fO ^ 80. 

The calculated pressures are given, in the following tables : — 


I. 


Temp. 

Pressure. 

Temp. 

Pressiu’e. 

Temp. 

Pressure. 

Temp. 

i 

Pressure 

80° 

3*10 

130° : 

31 -02 

180° 

172 *4 

230° 

641*3 

90 

5*21 

140 

45 -49 

190 

230 *4 

240 

804*6 

100 

8 *48 

150 

65 *31 

200 

303 *4 

— 

— 

110 

13 *42 

160 

91*90 

2X0 

. 394 *2 i 

— 

— 

120 

20 *66 

170 

126*9 

220 

505*7 1 

— 

— 


= 0*3997970 
= 0*4481581 
= 1*99682426 


IL 


180° 

172 *4 

196° 

272 *2 

212° 

414*7 

228° 

612*1 

181 ' 

177 -fi 

197 

279 *7 

213 

425 *3 

229 

026*6 

182 

182*9 

198 

287 *4 

214 

436*1 

230 

Oil 3 

1S3 

188*3 

199 

295 *3 

215 

, 447*1 

231 

056 *3 

184 

lfl3 -9 

200 

303 *4 

216 

458*4 

232 

071-0 

185 

199 -6 

201 

311 *6 

217 

469 *9 

233 

687*2 

1S6 

205 *5 

202 

320 *0 

218 

481 ;6 

234 

703*1 

187 

211*5 

203 

328*6 

219 

493 *5 

235 

719*3 

ISS 

217*6 

204 , 

333 *7 

220 

505*7 

236 i 

7 3 pj ‘ 1 

189 

223 *9 

2>05 

346 *4 

221 

518*1 

237 1 

752*5 

190 

230'- 4 

206 

355*5 

222 

530*8 

238 

769 *5 

191 

237*0 

207' 

364*9 

■ 223 

543 *7 

230 

766 4) 

192 

243 *7 

208 

374 *5 

, ■ 224 

556*9 

240 

SOI *6 

193 

250 -6 

209 

384 *2 

225 ' 

' 570 *3 



194 

257 *6 

210 

394*2 

226 

58i-0 

— 

— , 

195 

264*8 

211 

404*3 

227 ' 

597 *9 


— 


XLVIII — Oil- the Yajyour-pressiii^es and Speoifia Volumes of Similar 
Gom^io^mtl-S op Eletii-eyits un Telathon to the Pos%t%0)% of those PHeonefiis 
in the Feriodio Tidde, Part I. 


Bj Sydxey Youxg, D.Sc., Professor of Cheinistrjs University College, 

Bristol, 

At tlie meeting of tlie Britisli Association lieM in Aberdeen in 1885, 
it was pointed out, in a paper pnblisbed jointly by Dr. Eamsay and 
myself, (1) tliat wlien different substances are compared at tempera- 
tni'es at wdiicb tbeir vaponr-pressiires are equal, tlie product dpjdt . T 
(where T isdbe absolute temperatnre) is approximately a constant, and 
tliat for nearly related compounds, such as ethyl chloride and ethyl 
bromide, or chlorobenzene and bromobenzene, the products appear to 
bfe really equal; (2) that if these values of dp/dt . T are compared at 
a series of equal pressures, their ratios to each other remain approxi- 
mately unchanged with alteration of pressure, and that for nearly 
related bodies they remain identical at all pressures for which data are 
avy liable. If the values of dp/dt .T for any two compounds are 
identical throughout the series of equal pressures, it follows that the 
ratios of the absolute temperatures themselves must be also constant 
at equal pressures ; in other words, the ratio of the boiling points, 
expressed in absolute temperatures, must be constant whatever the 
pressure. , In the majority of cases, however, in which the values of 
dp/di . T are only approximately equal at equal pressures, and where 
the ratios of these values to each other do not remain quite unchanged 
with alteration' of pressure, the ratios of the boiling points cannot be 
■ quite constant at all equal pressures. It was found, how^ever, that for 
a range of pressure at any rate finm about 100 to 3000 or 5000 mm., 
the relation expressed by the equation R' = E + c(f' — t) is applic- 
able to any two substances, whether nearly related or not. 

is the ratio of the absolute temperatures at a pressure p',, E the 
ratio at p ; f and i are the temperatures of one of the' two substances 
corresponding to the two pressures p' and p ; o is a constant, which 
for nearly related bodies = 0, when E' “ E. 

, These and other generalisations are fully described in the Fhil 
\Mag, (Dec., 1885, and Jan., 188G). 

I am at present engaged in a study of the vapour-pressures and 
^paciic , volumes of the halogen-compounds of a number of elements, 

, iii, 'order to find whether the ratios' of' the boiling points ,(in absolute 
''temperatures) of /similar compounds of elements which belong' to the 
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same group in tlie periodic table are constant at all equal pressures, 
and whether any such simple relation holds good for the specific 
Yolnmes* But before doing this it seemed desirable to compare the 
halogens among themselTes, and for this purpose the mono- subs titn- 
tion products of benzene were chosen, as they are all stable sub- 
stances, and can he obtained in a state of purity. At the same time, 
the vaponr-pressnres and specific Tolnmes of benzene itself were 
determined, in order to ascertain the effect of substituting an atom of 
hydrogen for an atom of a halogen. 

The present paper contains details of determinations of the vapour- 
pressures and specific volumes of benzene, fiuorbenzene, chloro- 
benzene, bromobenzene, and iodobenzene within the widest attainable 
limits of temperature and pressure, followed by au account of the 
deductions drawn from the data obtained. 

Frefaration of the Fure Buhstances, Benzene, — A sample of care- 
fully purified benzene, prepared by Br. Ramsay and myself for our 
determinations of the vapoiir-px^essnres of solid and liquid benzene at 
low temperatures, wms employed {Fliil. Mag,^ 1887, 61). 

Fluorhenzene, — This compound was prepared, as described by Wallaoh 
(Annalen 235, 255), also Wallach and Heusler (ihid,^ 243, 219), by 
the action of concentrated hydrofluoric acid on benzenediazopiperidide, 
C 6 H 5 ‘]NIN'*R'*C 6 Hio. After fractionation, rather more than 50 grams of 
the pure product was obtained ; it boiled with perfect constancy. 


Substance. 

Pressure 
in mm. 
reduced 
to 0°. 

Boiling 

point. 

Boiling point under 700 mm. 
pressure. 

Prom ob- 
served b. p. 

Calculated from 
'Biot’s formula. 

Benzene''^ 

753 '4 

79-9 

80*2 

80 *25 

Eiuorhenzeuof 

764 '2 

85*3 

85-1 

85*2 


769*0 

85*6 

85*2 




730 '4 

83*85 

85-15 



Chlorobeuzenel 

— 



132-0 

Bromobexizene J ..... 

— 

! 

— 

156 *0 

Iodobenzene 

744-1 

187*55' 

188*45 

188*45' 


746*3 

187*65 

188*4 , 



752*3 

188*05 

188-5, ' 

— 


756 *4 

188*2 

188*4' 

— . 


758*1 

188*35 

188*45 



^ RaiBsay and Young (loe, cii.). 

t Wallach and Heusler (/oc. 85^* ; Paterno and'OliTeri (Tram, C%em. 

46, 42G), 8o-86”. " 

J Chlorobenzene and bromobenzene were used for the calibration of the thermo- 
meters (Eamsay and Young, Trans. Clmm, 1885, 47, 640).' 
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Clihrohenzene, BrornohertzeTie, lodohenzenc. — Tliese substances were 
obtained from Kalilbaam ; tliev were repeatedly fractionated until 
products were obtained with perfectly constant boiling points. 

Tlie table (p. 48/) gires the boiling points of these substances as 
nctiially observed under atmospheric pressiirej and also reduced to 
760 mm. pressure. As determinations by other observers are given in 
Ca rue i ley’s tables, it seems nnnecessary to reproduce them here. 


Sj^^ciiio Gravities and Specific YoIums. 

The specific gravities (masses of 1 c.c.) were in each case deter- 
mined in a Spreiigel tube of the form recommended by Perkin; the 
weighings -were reduced to a vacuum. The liquids were always 
redistilled immediately before the determinations, which were carried 
out first at 0° and then at about the atmospheric temperature, the 
Spreiigel tube being placed in cold water of constant temperature.,... " 


Substance. 

Temperature. 

SpeeiOc gravity 
or mass of 1 £%c. 

Specific volume or 
volume of 1 gram. 

Beiizeno 

0° 

0-90006 

1 -11104 

Fhiorboiizeiie 

18 

0 -88118 

1*13484 

0 

1 '04653 

0 •95354 

Chlorobenzene ............ 

12-86" 

1-03149 

0-96947 

O'" 

1 ‘12786 i 

0 -88664 

............ 

0 

1 -12787* ' ' 





16 •«■>" 

1 -11093 

0-90015 

Bromobenzeue 


1 ’52182 

0-65711 

j 

14-55" 

1 -50242 

0*66559 

lodobeuzene * 

0" 

1 *86059 

i' 0-53746 

” ! 

15-21" 

1 -83798 ' 

I 0*64407 


The results of determinations by other observers are given in 
Clarke’s '' Constants of ISTature,” Part J, but it is unfortunately 
not stated in any case whether the specific' gravities are compared 
with wuiter at 4^, at 0°, or at the same temperature as the substance. 
As the, error at 0“ must be inconsiderable whether the water were 
taken at 0° or 4°, I give the results at this, tempcniture for the sake of' 
comparison. 


* Second deteriiuim,tion some months iuter. 
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Substance. 

Observer. 

Seferenee. 

Sp. gr. at 0°. 

Benzftno - . . . . . 

Warren 

Jahresh.j 18^ 515 ....... 

0 ‘895'/ 

0 *89911 

,, •••••• 

Hopp 

Louguiiiine 

JPogg. Ami.y 72, 243 .... 
A7m. Ckim. JPhys. (4), 11, 


Pisati and Paterno. . , 

453 

Trans. CJiem. Soc.^ 27, 

0 -8995 


Adrieenz 

6S6 

!Bpric7ite^ 6, 442 

0 "89949 

0 "90023 


Bieff 

J. pr. Chem. (2), 27, 

Tluorbenzenc . . ‘ 

?» • 
Cblorobenzene . 

WTalbicb. ........... 

36S 

A nnal.p.n^ 235 2n5 . „ , , , 

0 *9000 

! 1 "024 (at m-)* 

' 1*0236 (at 20°)* 

Wallach and Heusler. 

„ 243,221 

Jungfleiscli 

Jaliresh.^ 21, 343 ^ 

: 1 *1293 

1 *12855 

1*12818 

1 *519 

Adrieenz 

JSerichtBj 6, 443 

SI • 



SJ 

Bromobenzene . 

1 Ladenburv. 

JSericlifej 7, 10S5 

,, • 

1 

J3 

» 35 ....... 

1*522 


Adrieenz 

„ 6, 444 

1 '51768 

1*5203 

3 ) 

Weper 

Annalen., 221, 61 , 

J3 

lodobeiizene . , . 

Sehiff 

JSeihldtter, Q, 559 

1 *8578 




Ya^our-^jpressures helow 760 mm. 

These "were for the most part determined hy means of the apparatus 
described by Dr. Ramsay and myself (Trans., 1885, 47, 43), but 
two vertical tubes were connected with the condenser so as to admit 
of two temperature readings being taken at each pressure. The 
numbers given are not nnfreqnently the means of several pressure 
and temperature readings taken within very narrow limits. The 
thermometei’s contained air and were heated for 10 days to abotit 
285° before calibration. In order to calibrate them, they w^ei^e placed 
in melting ice and in the vapours of pure liquids boiling under known 
pressures ; the zero points were redetermined fi‘om time to time, but 
were found to remain very nearly constant. 

In the case of iodohenzene, for pressures above 250 mm., it was 
found better to boil the liquid in a bulb fused to a wide, vertical tube 
connected with a gauge and pump, and to place the thermometers in 
the vapour of the boiling liquid. 

The vapour-pressures of benzene have been already determined by 
Dr. Ramsay and myself from the lowest pressures to 760 mm., and 
those of chlorobenzene and ■ bromobenzene from moderately low' 
pressures to the' atmospheric pressure. It, was, therefore, necessary 
to determine the vapour-pressures of chlorobenzene and bromobenzene 

* Trom the curve drawn from my determinations of tlie molecular volumes of 
fluoxbenzene the specific gravity at 20*^ would, b'e 1*0225; the value 1‘02S6 by 
Wallach and. Eeusler is given in terms of water at C* 

VOb. LV* , ' 2 m' 
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Table I. — Fliiorhenzene, 


Pressin*e. 

Temp. 

Pressure. 

Temp. 

Pressure. 

Temp. 

Pi’essiire. 

6*95 

-17*85= 

29*4 

6*05° 

111-3 

33 *3= 

359 *2 

S-15 

-15 T 

30 *2 

6*65 

125-7 

36*05 

364 *0 

9*7 

-13*0 

31 *3 

7*3 

143*4 

39*15 

398-7 

10 *S5 

-11 *35 

35*2 

9*5 

161-7 

42*05 

437 *0 

12*0 

-9*45 

37 ‘5 

10*65 

1S7-5 

45 • 55 

480 *0 

13-0 

-S*05 

44 *45 

13 *S5 

219*9 

49*6 

522*5 1 

14 *85 

— 5 *95 

51 *55 

16*75 

222*8 ! 

49*9 

563 *05 , 

16 '05 

—4* *55 

59*0 

i 19*5 

197*2 ! 

46*9 

5SS-4 1 

17*8 

-.3*0 

66*25 

22*0 

201*6 1 

47*6 

613 *1 j 

19*05 

-0*95 

76*85 

! 24*9 

206*25 ! 

48*1 

618 *6 

21*05 

-f 0 *15 

86*45 

27 *5 

246*75 

52*6 

624 -I- 

23*1 

1*8 

99*0 

1 30*6 

248*9 

1 52*95 

633*2 

24*1 

2*6 


— 

282-1 

56*2 

659*8' 

26 *1 

1 4*1 

89*05 

28*25 

2S3 *8 

1 56*4 

694*2 

27*1 

1 4*7 

97*5 

30*35 

320*2 

59*6 

730*4 


CMorohenzefie, 


3*15 ! 

2*95= 

11-45 

24 *75^ 

16*9 

i 

: 31*85° 

, 58*5 

57 -21: 

5 * Qd j 

10*15 

12*5' 

26*45 

18-1 1 

33*0 

01-45 


5*35 ! 

11*55 

13*15 

27 ^3 

20-75 i 

i 35 *45 

78-1 

64^**$' ',i; 

6*4 I 

15*1 

14*35 

28*7 

24*8 1 

38 -95 

79-1 

64:65; 1 

8*45 .! 

19*6 

14*8 

29*25 

35 *3 

46-25 

111-5 

7S'-'65:: 1 

10*5 ! 

23 *25 

15-8 

30*3 

36*4 

47-0 

170-85 i 

84-2 ' 1 


Bromohefizene, 


4*9 

27 *2® 

13 *65 

45 *9® 

46*0 

; 71 - 4 “ 

81-7 

85*2® 

5 '15 

28*4 

16*8 

49*8 

46*95 

' 71*7 

104*35 

01-7 

5*7 

1 30*2 

20*65 

54*15 

47-6 

72-0 

133*6 

99-15 

6*1 ' 

31*15 

25*15 

> 58*25 

59*05 

77*3 



— 

8*1 

36 *2 

30*9 

62*55 

59 ‘85 

77*05 

— 

— 

10*1 

40*35 

37*5 '■ 

67-2 

79 *3 

■84*45 





lodohenzeiie. 


1*6 

29 ‘3®' 

32 *0 

88 *75^ 

107*9 

120-65° 

202 *4 

139-7° 

1 '8 

33*0 

36*15 

91 *55 

lOS-7 

120*9 

231 -So 

144 *0 

2 '7o 

40 1 

41 *0. 

94*75 

123*5 

124*05 

261 -75 

'148 *15 

3-85 

46*3 

— 

— 

154*2 ■ 

130*5 

302*3 

153*1 ■ 

^ 5*65 

52 *5 

30 *2 

87*45 

176 "45 

135*95 

336*3 

156 *&■ 

7*0 

57*0 

36*15 

91 *6 

132 *05 

136 -7 

370 *55 

160 *2 

8*9 

61 -46 

50-15 

100*35 

214*2 

142*0 

404*2 

163*5 

10 *4 

' 64*5 

50 *7 

100*5 

256*3 ' 

147 *65 

1 442*6' " 

■ 166-8 

12*2 ' 

67 *8 

51*9 

101 *4 

260*95 i 

148*25 

; 4S9'6 

: 170-65 

14**15 

70*9 

62 ‘4 

105*65 

— . 

— 

' 532 *9 

173-8 

17*0 

74 *45 ■ 

71*75 ' 

100*5 

121*15 1 

123*9 

^ 381 *4 

177-35 

20 '*25 „ 

, 78^4 

83*1 

113 *4 

134*0 

126 *85 

^ 63P-4 

181-2 

^'*•75' 

81*9 

94*8 1 

116*95 

154*7 ■ 

131 *2 

683 *2 

m-0 

27*55 

S5*5 

96*3: i 

117 *35 

177*95 

135 *5 

756*4 

188-2 
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only at the lowest teoaperatiires, but those of fluorbenzeiie and iodo- 
henzene through the w^hoJe range of temperature. 

The results obtained are given in the table (p. 490). 

The logarithms of the pressures were mapped against the tempera- 
tiireSj and the logarithms of the pressures corresponding to equal 
intervals of temperature read oE. The corresponding pressures are 
given in Table III, p. 501. 

Constmits at High Temperatures. 

The apparatus is similar iu principle to that employed by Dr. 
Ramsay and myself {Fliil. Trans., 178, A, 59) in our joint re- 
searches ; it is, however, larger, and is modified iu certain details. 

The corrections for pressure were the same as those previously 
adopted (Ramsay and Young, Fliil. Trans., 1886, Part I, 124), but 
in addition the length of the comparatively short heated column of 
mercury was reduced to 0° ; this correction is of very slight import- 
ance in the case of volatile substances such as those previously 
studied, but becomes considerable — relatively to the vapour-pressure 
— with high boiling substances, such as hromobenzene and iodoben- 
zene. The vapour-pressure of mercury was not subtracted from the 
read pressures, for the liquid was always condensed completely 
immediately before taking readings of vapour-pressure, and the mer- 
cury vapour could not possibly make its ■way to any appreciable 
extent through the long column of liquid above it during the short 
time required for taking readings. Even with a gas above the 
mercury in these long, narrow tubes, the mercury vapour does not 
attain its full pressure for some hours, and -with a liquid the progress 
of tbe vapour -would be retarded to a very much greater extent. 

The temperatures are in all cases those of an air thermometer, and 
the pressures, since they are corrected for deviation of air from 
Boyle^s law, are expressed in true millimetres of mercury at 

In most cases, two series of determinations of vapour-pressure were 
made, the first •with a large quantity of liquid, the second wu'th about 
one-tenth of the amount, and in both series readings of pressure were 
taken at several different volumes ; ^ it will be seen that the two series 
give concordant results — a proof of the'' purity of the liquids. 

The' results obtained are given in the 'following' tables ; the means 
of all pressures at each temperature are given in Table III. 
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Benzene (continued). 


Temp. 

Pressure. 

Mean. 

Temp. 

Pressure. 

Mean. 

250° 

22181'^ 
22199 1 
22181 S> 
221G1 i 
22190J 

221S2 

280° 

328011 
32757 
32774 
32789 
32789 J 

- 

32783 

260° 

253391 

25326 

25309 

25320 

25349^ 

- 

25329 

284*3 
286 *1 
288 *0 
1288 *5 
\ Critical 

point 


34594 ' 
35436 
; 36226 

36395 j_ 

270“ 

28858“^ 
28840 
28842 
28861 
' 28858^ 

► 

28852 


i 

i 

! 




Fltiorhenzene . — 


90° 

8831 

883 

882 

883 

882, 

- 

882*5 

130° 

25331 

2534 

2536 

2537 
2537, 

1 

1 

2635 

100° 

11781 

1176 

1177 
1177 
1177J 

s 

1177 

! 140 

3171"! 

3172 

3173 
3172 
3172J 

1 

! 

3172 

110° 

1642'^ 
1542 
1542 ’ 
1541 
1543 j 

1 

i 

1 

1 

1542 

150° 

39281 

3926 

3922 

3929 

3927, 

i 

' 

I 

3926 

120° ^ 

1989 

1989 

,1989 

1990, 


1989 

150° 

3937'^ 
! 3932 

3931 
3929 
3929, 

>• 

3932 

130° 

2524"^ 

2524 
2523, 

2525 
2524 

• 

■' 

2524 

160° 

4831" 

4836 

4828 

4824 

4825 


4829 



494 


YOrXG: VAPOOB-PEESSTniES, ETC., OP 


Fltiorhensene . — I (coniinn ed). 


[Tenip, 


Pressure. 


170 " 


180® 


180® 


190® 


200 ® 


210 ® 


220 ® 


5S481 
5845 ! 
5836 i- 
5839 I 
5839 J 

70001 
6998 I 
7002 f 
6996 J 

70011 
7004 I 
7014 f 

7022J 

S3691 
8373 [ 
8379 f 
83S5J 

99041 
9S99 I 
9898 f 
9S95J 

116251 
11613 I 
11616 f 
11615 J 

135591 
13562 I 
13549 f 
13553 J 


Mean. 


5S41 


6999 


7013 


8376 


9899 


11617 


13556 


Temp, j Pressure. 


220 ® 


230® 


240° 


250° 


260° 


270° 


275° 

279*95 


135661 
13564 I 
13550 
13552 J 

157651 

15725 

15726] 

181601 

18171 

18181 J 

20934' 

20906 

20904^ 

23948 

23957 

23964 

27355 

27350 

27362 


Mean. 


1355S 


15739 


18171 


20915 


23956 


27356 


29200 

31204 


Series II. 


220° 

13545"! 

! 


240° 

18153'] 


i 

! 


13532 1 

1 



18154 


! 


13535 ! 


13536 


18143 

r 

18151 . 


13538 j 




18147 




13529J 

1 



18158_j 



\ ,230° 

15729"! 



250“ 

20912"! 




; 15708, 




20891' 1 




’ 15708;; 


1S709 


' 20893 ; 

", 

20896 


. 15704' ' 




20889 i 

'i, 



''15703J 

' '■ ! 



' , 20895J 
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^^hiorhenzene. — Series II (continued). 


Temp, j 

Pressime. 

Mean. 

Temp. 

Pressure, j 

Mean. 

260° ^ 

i 240051 


280 ‘6° 

31462'] 

1 



23963 1 

1 23962 J> 

23964 


31432 1 
31458 1 

t 1 

31455 

1 


; 23939 



31470 J 

1 1 



23952 J 


283 *3° 


32569 

270° 

273901 


285-7 

— 

33608 

1 

27371 1 


J2S6 -55 



33912] 


27365 J- 
27375 1 

27370 

\ Critical 

point 

I 


27348 J 






Ghlorobemene , — X 


150° 12111 

1213 V 
1215 J 


160° 

IW 

180° 

180° 

190° 

200 ° 

210-7 


15381 
1539 V 
1541 J 


19201 
1922 [ 
1923 J 



23711 
2377 Y 
2377 J 


29071 
2908 I 
2913 J 


35261 
3535 y 
3539 J 


42791 
4281 y 
4285 J 


1213 

1539 

1922 

2373 

2375 

2909 

3533 

4282 


220° 50331 

5042 y 5039 

5043 J 

220° 50711 

6064 y 5066 
5062 J 

230° 60021 

5988 V 5995 

5994 J 

240° 70571 

7065| ' 706X 

7078 J 

250° 82551 

8262 y 8266 

8281 J 

260° '96121 

9633 y 9633 

9655]' 

270° , 111631 

. 11163 y 11169 

11183] 
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YOUNG: YAPOUR-PRESSUBES, ETC., OF 


Series IL 


Temp. 

Pressure. 

Mean. 

210° 

4231') 
42371 
4231 i- 
4228 1 
422SJ 

4229 

220® 

mv 

5054 

5049 

5042 

5044_^ 


5043 

220® 

5064'^ 
5056 
5065 
5062 
5064 J 

> 

5062 

h 

CO 

5986'^ 
5992 1 
5979 }■ 
5986 

5989 J 

5986 

240' 

7049 
7062 

7050 
7048^ 

1 

1 

1- 

} 

7051 

250® 

8265"^ 
8271 j 
8273 )> 
8265 j 
^ 8251 J 

8265 

250® 

8378*1 

8270 

8277 \ 
8276 1 
8276J 

8275 

260° 

h oeein 
' 9660 

9646 
9643 
9643J 

h 

9648 

270° 

11199-] 

11196 

11198 

11186 

11187^ 

>• 

11192 


Temp, 


Pressure. 


Mean. 
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A few determinations at Liglier temperatures are given later on. 


Bromohenzene, — L 


Temp. 

170 ^ 

180 ® 

190'= 

200 ® 

210 ® 


Pressure. 


Mean. 


•Temp. 


Pressure. 


Mean. 


10771 
1079 I 
1079 f 

1080 J 

13481 
1349 I 
1351 f 
1352 J 

13581 

1361/ 

16811 

1681 I 

1682 f 
1684/ 

20741 
2075 1 
2077 f 

2082 J 

25191 
2520 I 
2519 f 
2526J 


1079 


1350 


1359 


1682 


2077 


2521 


220 ° 


220 ° 


230° 


240 ° 


250 ° 


260 ° 


30501 
3049 y 
3054 J 

30511 
3051 V 
3060 J 

36461 
3655 V 
3669 J 

43541 
4358 V 
4364 J 

51521 
5154 V 
5157 J 

60561 
6056 V 
6074 J 


3051 


3054 ' 


3657 


4359 


5154 


6062 


Series IL 


8461 



180° 

1354 '] 


846 




1356 


846 

> 

o4u 


1357 


846 J 




1357 





1358 , 


1071"] 





1073 



190° 

1684'^ 


1073 


1074 


1684 


1075 




1685 


1076 J 




1684' 


I . 



1685 J 


1347 '^ 





1348 



20(f 

2m'' 


1347 


1348 


2076 


1349 




2076 


1348 . 




2073 





2074 ^ 



1356 


1684 


2075 
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JOrSG: YAPOUR-PRESSUKESj, ETC., OP 


Bromohenzeiie, — Series II {continued). 


essure. I Mean. Temp. Pressure. I Mean. 


Temp. 

^ 1 

Pressure. i 

Mean, 

Temp. 

230= 

2532'', 


240® 


2530 1 
2520 j. 
252S ! 
252SJ 

2529 

250° 

220’'’ 

30581 
3054 i 




3058 

3057 i 

3057 



3056 J 


2G0° 

220“ 

30561 




! 3049 1 

I 3048 f 

3050 



304$ J 


270° 

230“ 

36621 
3660 i 
3659 f 
3657 J 

1 

3659 



lodobenzene. — L 
230 ® 


991 f 
991 J 

12331 
1230 I 
1234 r 


1520’ 

1522 

1518 


1520 


3821 

3821 

3819 


3820 


BENZENE A^'D ITS HALOGEN DEKITATITES. 


499 


Series IL 


Temp. 

I Pressure. 

Mean. 

Temp. 

Pressure. 

Mean. 

220° 

1521') 

1521 
1523 

1522 1 
1520^ 

> 

1521 

250= 

2701^ 

2703 

2701 

2699 

1 2694^ 

> 

2700 

230° 

1852"^ 

1853 

1856 

1856 

1854_^ 

b. 

1854 

260° 

1 32161 

! 3217 

! 3217 

3214 
j 3214^ 

=» 

3216 

240° 

2246'^ 
2245 j 
2251 }. 
2248 1 
2244J 

2247 

270° 

38121 
3812 [ 
3810 Y 
3810 1 
380S J 

3S10 


lodobenzene nndergoes slow decomposition, shown bj the gradual 
coloiution o£ the liquid, when exposed to light at the ordinarj tem- 
perature. At higher temperatures this is much more rapid, and it is 
also to be observed with bromobeuzene, at anj rate in contact with 
mercury. In the experiments with these substances at high tempera- 
tures, the tube was therefore carefully shielded from the light, and 
the decomposition v?as thns prevented in the case of bromobenzene, 
and was reduced to a very small amount with iodobenzene ; but it 
•was evidently not entirely prevented, for, after being heated to 270^, 
the liquid when cold contained a few fine, needle-shaped crystals. 

In calculating the mean pressures from the results of the two 
series, greater weight has been given, in the case of chlorobenzene 
and of bromobenzene, to the second series, as the results are in all 
probability rather moi^e accurate. 

From the mean pressures at high temperatures and the pressures 
read from the curves at low temperatures, the constants for BioFs 
formula, logp = a -f W -h were calculated. 

These constants are — 

Benzene. 

a = - 8*518142, 

h = ' 12*126708 ' log h = 1*0837430 

c, = -2*184666 , ' log c 0*3393850 

log o.=0*0001302029 log § 1*99589589 
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Fluorherizene. 
a = 3*193520. 


Jj = 

0*850980 

log h = 1-9299191 

c = 

-2*723934 

log c = 0-4351967 

log a 

=0*000942654 

log 13 = 1-99636976 


^ f 0. 


Chlorobenzene, 
a = 2*392256. 

h = 1‘317190 log h = 0*1196485 

c =: — ^2*523336 log c = 0*4019752 

log ^=0*00075845 log ^ = 1*99640773 

Bromobensenen 
a = 6*481438, 

b = - 4*284691 log h = 0*6319196 

c = -1*443167 log 0 = 0*1593166 

log a =1*99904968 , log ft = 1*99510535 

25 = f C - 30. 


lodohenzene. 
a = 3 * 259593 . 

h = 0*412170 log h = 1*6150762 

c = — 3*501503 log c = 0*5442545 

log 0*001421982 log ft = 1*99675426 

tz=fG- 30. 

Tlie following talble coBtains the observed and calculated vapotir- 
pressnres of the five liquids at definite temperatures. The pressures 
below 760 min. are 'bj the dynamical method, the higher ones by the 
.statical; those included in a bracket are taken from previous papers 
by Dr. Eamsay and' myself. 
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•Solid Loiizciio. 
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TOUXG: TAPOUR-PRESSUEES, ETC., OF 


Miiorhenzem. 


Temp. 


Pressure. 


Temp. 

Pressui*e. 

, , 

Observed. 

Calculated. 

Dm. 

1 

O 

Calculated. 

Diff. 

-^20" 

0 ’lo 

6 *15 

0*00 

140® 

3172 

3173 '0 

+ 1*0 

-10 

11 *0?) 

11*61 

■fO’06 

150 

3929 

3931 -4 

2*4 

0 

20 '02 

20*92 

0*00 

ICO 

4829 

4816*7 

-12 *3 

10 

3G -40 

36 *11 

-0*29 

170 

6841 

5841*6 

+ 0*6 

20 

60 *54 

69 -os 

-0*61 

ISO 

7000 

7018 *9 

12*9 

30 1 

96 'Gl 

95 *04 

-0-67 

190 

8376 

8363-5 

-12*5 

‘10 i 

149*6 

! 14S-56 

-I *04 

200 

9899 

9890*5 

-8-5 

50 

223*9 

1 223*16 

-0*74 

210 

11617 

11617-0 

0*0 

00 

1 325*1 

1 326 'CI2 

+0*92 

220 

13550 

13561*0 

+ 11*0 

70 

403^*5 

i 464*30 : 

i 0*8 

230 

15724 

15745*0 

21*0 

m 

644*9 

I 645*98 

j ■ 1 *08 

210 

18161 

18190*0 

29*0 

») : 

883*0 

i 879*73 i 

^ -3 *27 

250 

20906 

1 20924*0 

18 *0 

100 

1177 *0 

i 1174*9 ; 

; -2*1 

260 

23960 

! 23977 *0 

17.‘0 

110 . 

1542*0 

i 1541*3 

; -0*7 

270 

27363 

27384*0 

21*0 

120 

19S9'0 

1 19S9-2 i 

+ 0*2 

280 

31217* 

31182*0 

-35 *0 

130 

2530 *0 

1 2529*5 i 

—0 *5 

— 

— 

— 

— 


* Calculated from pressures observed at 279*95® and 280 *6°. 


Chlorobenzene. 


0 

2-52 

2 *56' 

+ 0*04 

150’ 

1206 

1206 *0 

0-00 

10 

4*86 

4-86 

0*00 

160 

1534 ' 

1528*3 

-5*7 

20 

8 '76 

8 -88 

0*07 

170 

1920 

1912 -8 

-7*2 

30 

15 '43 

15*33 

-0*10 

180 

■ 2370 

3367 -2 

-2*8 

40 

26-00 

25*68 

-0*32 

190 

2902 

2899 *4 

-2*6 

50 

41*98 

41 *46 

-0*52 

200 

3321 

• 3518-3 

-2-7 

60 

65 *54 

64*78 

-0*76 

210 

4220 

4-233 *0 

+ 4 ‘0 

70 


r 97*9 

98*22 

+ 0 *32 

220 

5056 

5053 *8 

-2*2 

80 1 


144-75 

1 '144*88 

0*13 

230 

5989 

5991*8 

+ 2*8 

90, 1 


208*33 

208*35 

0*00 

240 

■ 7048 

7059*6 

11*6 

lOO 1 

•< 

292*73 

292-76 

0*01 

250 

8270 

8270*5 

0*5 

110 i 


402*55 

' 402-72 

0*17 

260 

1 9647 

9639*8 

-7*2 

120 1 


542*8 

- 543*31 

0*51 

270 

; 11188 

111S5 -0 

-3*0 

130 I 


,718-05 

720*03 

1*08 

280 

— 

12925*0 



110 j 

939'*4 

938*84 

-0-56 

.i 


• — 




BEX2EXE AND ITS HALOGEN DERITATITES. 


Bromohenzene. 


Temp. 

Pressure. 

Temp. 

Observed. 

Calculated. 

Biff. 

Otserred. 

Calculated. 

Dm, 


5 ‘67 

5 *67 

0-00 

160° 

846 

840 -SI 

-5*19 

m 

9-99 

10-00 

+ 0*01 

170 

1077 

1071 *6 

— 5 -4 

50 

16 -96 

16-92 

-0-04 

180 

1351 

1349 -3 

-1-7 

60 

27 '61 

27 *54 

-~0-07 

190 

1684 

1379 -9 

-4-1 

70 

43 • 55 

43 -31 

‘-0-24 

200 

2075 

2070-1 

I -4-9 

80 

66-22 

60 '01 

-0-21 

210 

^ 2527 

2527*0 

, 0-0 

90 

97-72 

97 -80 

+ 0-08 

220 

3055 

3057 -8 

+ 2-8 

100 

141-1 i 

141 -23 

0-13 

230 

3659 

3670 -2 

11-2 

110 

ri9s-7 i 

199 -26 

! 0 -56 

240 

‘ 4360 

4372 -5 

12-5 

120 

1274-9 ' 

275 -26 

0*36 

250 

5160 

5173 -0 

13-0 

130 i 

-j 372 -65 

373 -02 

0-37 

260 

6079 

6080 -8 

1-8 

140 I 

i 1 495-8 

496-73 

0*93 

270 

7105 I 

7104 -8 

’ —0-2 

150 : 

1.649 -05 

651-0 

i 

1-95 

280 

■ — 

8254 -9 

— 


lodobemeyie. 


80° 

1 -48 

1-48 

0-00 

160° 

367-3 

367-43 

+ 0-13 

40 

2-74 

2-73 

-0*01 

170 

, 479-7 

480-4 

0-07 

50 

4-85 

■ 4-83 

-0-02 

180 

618 *7 

619*26 

0*56 

60 

8-30 

8-24 

-0-06 

190 

793 -0 

787-88 

-5 12 

70 

13 -65 

13-57 

-0-08 

200 

991 -0 

990-60 

-0 4(> 

80 

21 -78 

21-64 

-0-14 

210 

1232 -0 

1232 ‘0 

0-00 

90 

33 -50 

33-50 

omo 

220 

1520-0 

1517-1 

-2-9 

100 

50-23 

50-41, i 

+ 0-21 

230 

1854*0 

1851 -5 

! --2-5 

110 

73 -88 

74-04 i 

0-16 

240 ^ 

2246 -0 

2241 '2 

I -4-8 

120 

105-4 

106-16 i 

0-76 

250 i 

2700-0 

2693 -2 1 

1 -6-8 

130 

14S-3 ! 

148-96 ! 

0 66 

260 1 

3218 -0 

3214-9 ' 

-3 -0 

140 

204-9 

204-89 : 

-0-01 

270 

3815 -0 

! 3815-0 

0 0 

150 

276-7 

276-70 

0-00 

280 


1 4503 *4 

— 


Specific Gravities and Molectdar Volunies*^ 

■ Wit'll tlie larger quantities of liquid,, I’eadings of Tolume were taken 
at eacli tentli degree from 80° to 270° or 280°, and also at, a little 
below tbe atmosplieric temperature with the tube coaled by a current 
of cold water. Tlie Yolunaes at low temperatures were mapped against 
temperature, tbe curves continued to 0°, and volumes read off at tlie 
temperatures at wbicb specific gravity determinations bad been made. 
In this way, data for two independent calcnlationc of tbe weight of 
substance were in eacb ease available. ' , , 

Tbe data and tlie calculated weights are given below. 
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YOUXG: TAPOUE-PRE3SURE3, ETO .5 OF 


Substance. 

j i 

1 m ' 

; Temp. 1 

' I 

Tolume 
from cuTTe. 

i Sp. gr. 
i obseiTed. 

Weight 
in grams. 

Mean 

weight. 

i 

I 

Benzene i 

^ 0 ’ 

IS -o’ 

0*3240 

0 -3300 

j 0-90008 

i 0 8S118 

0-2916 

0 -2916 

! 0*2916 

Fliiorbenzene j 

O’ 

0*5344 ; 

1 -04633 

0 ‘5593 

0-5593 

i 

‘ 12*S6° 

0*5422 

1 1 *03149 

0*5593 

— 

Clilorobeiizene . . . . > 

O’ 

0*5620 

I X *12786 

0-0345 

0*6346 

1 

16 'O’ 

0*5714 1 

1 T1093 

0 *6348 

— , 

Bromobenzene •**.,! 

0’ 

0*5216 

: 1 *52182 

0 *7938 

0*793S 


14 '55'’ i 

! 0*52835 ■ 

: 1 *50242 

0 *7938 

— 

lodobenzene ...... 1 

O’ 

1 0*4905 i 

1*86059 

0*9120 

0*9123 

1 

1 

15 *21’ : 

i 0*4967 ! 

i 1 *83798 

1 0*9129 

~ 


Tlie results obtained are given in tlie following table : — 


Table IY* — Benzene. 


Temp. 

Tolume 
in c.c. 

Tol'of 

1 gram, 

" ' ' 

Molecular 

Tolume. 

Temp. 

ToL 
in c.c. 

ToL o£ 

1 gram. 

Molecular 

volume. 

0’ 

_ 

1-11104 

80 *483 

160^ 

0*4059 

1 *3918 

108*34 

S* 6 ’ 

0*3275 

1 *1230 

87*42 

170 

0*4140 

1 *4198 

110*51 

14-5 

0*3293 

1-1294 

87-91 

180 

0*4223 

1*44'80 

112 ‘71 

is-o 

— 

1*13484 

88*330 

190 

0*4315 

1-4798 

115 *19 

30-0 

0 -3358 

1*1514 

89 *63 

200 

0*4415 

1*5139 

117 *84 

4^yo 

0*3400 

1*1061 

90*77 

210 

0*4533 

1 *5546 

121 -01 

50 *0 

0*3444 

1*1812 

91*95 

220 

0 *4661 

1 *5986 

124 *43 

^ 60-0 1 

0*3489 : 

1*1966 ! 

93*15 

230 1 

0*4808 1 

1*6487 

: 128*33 

70*0 

1 0*3d3«) 

1 -2124 

94*37 

2-1^3 

0*4984 i 

1 *7091 

i 133-03 

so*o 

j 0*3580 

1*2278 

95 *57 

250 

0*5198 ! 

1*7827 

i 138*76 

trj-o 

i 0*3626 

1 '2436 

96 80 

200 

■ 0 *5473 1 

1 *8770 

146*11 

100 *0 

i 0*3679 

1*2615 

98*20 

270 

0*5350 

2-0063 

156 *17 

110 '0 

1 0*3734 

1 *2806 

99*69 

280 

0*6460 1 

2 -2154 

172*45 

120-0 

i 0*3791 

! 1*3000 

101*19 

284*3 

0*6921 1 

2*3735 

184*75 

130-0 

1 0*3854 

1*3214 

: 102*86 

286*1 

0'7150 1 

2 *4521 

190*87 

140*0 

i 0*3919 

1-3440 

104-61 

288*0 

0 75G3 

2 ‘5935 

201 *87 

150-0 

i 0*3989 

1*3680 

100*49 

■2SS*5’*^’: 

i 

0-8215 ! 

* 

2*817 

219*3 


* Critical temperature. 
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FLuorhenzene. 


Temp. 

Yoliime 
in c.c. 

Yol. of 

1 gram. 

Molecular 

Tolume, 

Temp. 

Volume 
in e.e. 

Yol. of 

1 gram. 

Molecular 

Toliinie. 

0^ 



0 *95554 

91 *542 

160'" 

0-6687 

1 -1937 

114 *55 

10 

0 *5405 

0-9665 

92 *59 

170 

0*6S1S 

1 *2190 

116-78 

13*86 

— 

0*96947 

92*875 

180 

0 *6959 

1*2442 

119 *20 

30*0 

0*5535 

0*9S97 

94-81 

190 

0-7118 

1 -2727 

121 *92 

40 0 

0*5601 

1*0014 

95-93 

200 

0 *7291 

1 *3035 

124 *88 

50*0 

0*5667 

1 *0156 

97 -30 

210 

0-7477 

1 *3369 

128 *08 

GO *0 

0 *5740 , 

1*0263 

98*32 

220 

0*7699 

1 *3765 

131 *87 

10 *0 

0 *5812 i 

1*0393 

99*56 

230 

0*7949 

1 *4213 

136 *16 

80-0 

0 ‘5890 : 

1 -0531 ' 

100*89 

240 

0*8238 

1 *4729 

141 *10 

90-0 

0*5971 ! 

1 -0676 ; 

102*27 

250 

0*8599 

1 *5375 

147 *29 

100 *0 

0‘005S i 

1-0831 

103 -76 

260 

0-9074 

1 *6225 

155 *44 

no‘0 

1 0 *6148 

1-0993 , 

105 -31 

270 

0 *9745 

1*7424 i 

166 ‘93 

120 '0 

1 0*6245 

1-1166 i 

106-97 

275 1 

1 *0240 

1 *8309 i 

175 *40 

130 -0 

0*6348 

1 1*1349 

108 -73 

280 1 

1 -0896 

1 *9482 ' 

186 *64 

140*0 

i 0-6454 

' 1 *1540 

110*55 

280*6 

— 

1 •9764t 

189 *34 

150-0 

0*0565 

1 1-1738 

! ' 

112 *71 

^286 *55 

— 

2*435t 

233 *2 


Ghlorohenzeiie, 


0“ 


0-88664 

99*48 

130° 

0*6451 

1 *0166 

114*06 

13*2 

0*5696 

0-8976 

100*71 

150 

0-6611 

1 *0418 

116*89 

15 -4 

0-5709 

0-8996 

100 *94 

160 

0*6693 

1 -0548 

118 *34 

15 -6 

0 -5713 

0-9003 

101 *08 

170 

0-6784 

1 -0690 

119-94 

16*2 

0-5717 

0*9009 

101-01 

180 

0 -6880 

1 -0841 

121 -63 

16 -0 

— 

0*90015 

101 *00 

190 

0*6980 

1-0999 

123*41 

30*0 

0-5793 

0*9129 

102-43 

200 

0-7087 

1 -1167 

125 *29 

40*0 

0 *5851 

0 *9220 

103*44 

210 -7 

0 7210 

1 -1361 

127-47 

50*0 

0*5908 

0*9309 

104*45 

220 

0-7318 

1 -1531 

129-37 

60 ‘0 

0*5966 1 

0 ‘9402 

105 -48 

230 

I 0-7450 

1-1740 ' 

‘ 131 -72 

70 *0 

0*6029 1 

0 '9500 

106 ‘59 

240 

! 0-7595 

1 1968 

134-28 

80*0 

0-0091 

'0*9598 

107 -69 

250 

0*7743 

1*2201 

136 *89 

90*0 

0-6158 

'0'9704 

108*88 

260 

0*7916 

1 *2474 

139-95 

100*0 

0-6226 

0 -9811 

110*08 

270 

0*8100 

i *2764 

143*21 " 

110 *0 

0-6297 

I 0-9922 

111*33 

— 

— 

— 

, .. 

120*0 

0*6372 

1*0040 

112-65 

— » 



’ - 


^ Critical temperature. 

t Wit'll smaller quantrtjj compared at lower temperatures with, larger* 


YOUXG: TAPOUR-PSESSUEES, ETC., OF 


50^5 


Bromooenzene, 


Temp. 

To! uni e 
in e.c. 

YoL of j 
1 gram, j 

1 

llolecular 

Tolmne. 

Temp. 

Yoluine 
in c.c. 

Yol. of 

1 gram. 

Molecular 

Toliime. 

0" 


0*65711 

103 *90 

140=^ 

0 *0971 

0 -7533 

117 *80 

13 -1 

0 *5273 

0 *6643 

104-03 

150 

0*6038 

0 -7607 

119 T2 

14*55 


0*60559 

104*23 

160 

0 -6109 

0 *7090 

120-52 

30 ‘0 

0 ‘odoS 

0-6750 

105-70 

170 

0 *6179 

0 -7784 

121 *90 

40 *0 

0 '5406 

0 *6811 

106*65 

ISO 

0*6252 

0-7876 

123 *34 

50 ‘0 

0*5457 

0 *6875 

107 *66 

190 

0*6333 

0*7978 

124 '94 

CD*0 i 

0 *5508 1 

0*6939 

108 *67 

200 

0*6412 

0 *8074 

126 *44 

•70-0 : 

0’5562 i 

0*7007 ^ 

109 *73 

210 

0*6501 

0*8190 

128 *25 

S0‘(} 

0*5613 1 

0'*7071 

110 *74 

220 

0 *6595 

0 '8308 

130*10 

90*0 

1 0*566S 

0*7140 

111 -82 

230 

0*6684 

0 *8420 

131 *85 

100 *0 

1 0*5726 

0*7197 

112*96 

240 

0*6791 

0 *8555 

133*97 

110*0 

; 0*5782 

0*7284 

114*07 

250 

0*6896 

0*8688 

136 *05 

120 0 : 

1 0*5844 

0*7362 

115 *29 

260 

0*7019 

0 *8842 

138*46' 

130-0 

i 0*5906 

t 

( 

0*7441 

116*53 

270 

— 

0 *901* 

141*1 


loddbenzene. 


0"‘ 


0' 53746 

109*82 

130'’ 

0*5493 

0*6018 

123 *40 

10-0 

0 -4943 

0 *5415 

110-15 

140 

0*5548 

0-C078 

123 *62 

11*0 

0*4949 

0 *5422 

110 *2S 

150 

0*5003 

0 *6137 

124*83 

15*21 

— 

0-54407 

110*66 

160 

0 *5657 

0 -6198 

126 *09 

15 ‘7 

0*4971 

0*5446 , 

110*77 

170 

0*5715 

0*6261 

127-34 

- 30 -0 

0 *5030 

0%5510 


L ISO 

0*5777 

0 -6328 

12S-72 

40*0 

0*5074 

0 ‘5559 

113*06 


... 0-6399 

ISO *15 

50*0 

0 '5115 

0*5603 

113 *97 

200 

0*5900 

0 *6464 

131 -4S 

60*0 : 

! 0‘5157 1 

i 0 *5640 

114-91 

210 

0*5960 

0*6529 

132-81 

70*0 ’ 

0*5205 1 

1 0*5703 

115*99 

2*20 

0 '6039 

0*6616 

134-57 

80*0 

0*5240 

0*5750 

110*95 

230 

o-eio9 

0*6693 

136-13 

90*0 

0-5292 

0*5798 

117 *92 

240 

0-61S3 

0 *6773 

137 -7S 

.-.aoo *0 

0 *5345 

0 *5855 

119 *10 

250 

0*6260 

0*6S5S 

139-49 

10^3-0 

0*5391 

0*5906 

120 *13 

260 ■ 

0 -G347 

0 *6952 

141 -40 

11^0 *0 
12( 

0 5444 

0*5964 

121 '30 

270 

0*6441 

0 ‘7056 

143 -51 


150*. II calculating tlie molecnlar Tolnmes, tlie following molecnlar 
gilts were taken : — 

Benzene, Eluorbenzene. CHorobenzene, Bromobeiizenc. lodobenzene. 

■7f‘84 95-8' 112-2 ,156*6 ' '203*4 

I liaye not tbonglit it necessary to calculate tlie ' constants for any 
formula siicli as Yif = Ya + < 2 '^ 4* 4- cf -f . . . * ; tbe range of iem- 

peratnrie is so great tliat it is doubtful wbetiier tbe formula witlx' 
, tiiree coiostants would reproduce tbe results witli sufficient exactness, 
di.'latation of benzene between OP and 80® bas been determined 

' , Wit,’b smaller eompaxed at lower teroperatmes with larger. 
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by several observers, tbe volomes being given in terms of tbat at 
taken as nnitj. The following table comprises the various results for 
eacli : — 

Yoliime, 


Temp. 

Ycimg. 

Kopp. 

Louguinine. 

Adrieenz. 

Pisati and 
Paterne. 

0^ 

i 1 *0000 

1 -00000 

1 *0000 

1 *00000 

1 ‘OOOO 

10 

1 1*0119 

1 *01190 

1 *0123 

1*01169 

1*0118 

20 

1-0241 

1 *02410 

1*0345 

1 -02367 

1 *0241 

, 30 

: 1 *0303 

1 *03665 

1 -0371 

1 *03603 

1 -0368 

40 

i 1 *0496 

1 -04961 

1 -0500 

1 '04SS7 

1 *0500 

50 

i 1-0633 

1 '06303 

1 *0623 

X *06228 

1 *0636 

60 

i 1 *0770 

1 *07693 

1 -0774 

1 '07637 ^ 

1 *0776 

70 

i 1*0912 

1 *09136 

1 *09X9 

1*09123 

1 *0931 

80 

i 1*1050 i 

' . i 

1 *10641 

1 -1065 

1 *10696 

1 *1070 


Witb tbe exception of those at 10° and 20°, wliicb were read from 
a curve, tbe volnines imder my name were calculated from tbe actual 
readings. Tbe agreement with Kopp’s values is extremely close from 
0^ to 70°; at 80° it is less satisfactory. A few determinations of 
specific gravity and vapour-pressure at irregular intervals of tempera- 
ture are given by ISTeubeck {Zeit, 'pliysihal. Ghem.^ I, 654). 

Cfit’kal I^omis of Benzene and Fluorbenzene. 

Benzene . — Tbe temperature was raised slightly above tbe critical 
point, and observations were taken after lowering tbe temperature by 
small stages- ' ' ■ 

Temperature. 

' 289*25°, Xo meniscus.- 

, 289*1°, Slight fog below ; strise visible on increasing tbe volume. 
288*7°, Permanent mist through 'the Tube, becoming denser on 
increasing the volume ; no meniscus. 

'288*6°. Tery extended cloudy within which the meniscus became 
visible for a shox*t time on increasing the volume slightly. 
2-88*5°. Aleniscus Just visible; it disappeared and reappeared on 
alternately decreasing and increasing the volume. 
288*35°. Meniscus quite visible ; appearance of rain up-wards ^ and 
down-wards, meeting at meniscus. 

The critical constants nre:— Temperature, 288*5°; pressure, 
36,395 mm. ; volume of a gram, 2*82 c.c. Sajotschewsky gives 280*6° 
'and 49*5 atm., and.Bamsay, 29P7 and 60*4 atm. 

Flnorhenzene . — ^The observations were ^ made in the order given : — 

2 H 2' ' 
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Temperature. 

288^, ^To meniscus or clondmess. 

286*9^. Paint cloudiness near bottom of tube, becoming denser on 
sliglitly increasing tbe volume. 

2S6*7°. Distinct cloudiness near bottom of tube, faint near tbe top ; 

strice on increasing tbe volume. 

286*45°. Meniscus just visible. 

286*65°. Rather dense cloud where the meniscus was. 

286*55°. Meniscus appeared or disappeared on increasing or 
decreasing the volume. 

Critical temperature, 286 * 55 °' ; critical volume, 2*43 c.c. ; critical 
pressure, 33,912 mm. 


Maiios of Ahsoliiie Temperatures corresponding to JE/jital Tressui^es, 

Curves were constructed from tbe vapour-pressui'es recalculated by 
means of Biot’s formula, taking the temperatures as ordinates ancl 
logaritlims of the pressures as abscissas. Temperatures corresponding 
to definite pressui’es were then read from the curves, the pressures 
being the same for each substance. The following table gives the 
temperatures, centigrade and absolute, of the five compounds, corre» 
spoiicling to these pressures, and for comparison, the absolute tem- 
peratures calculated in tbe manner described later, and lastly the 
difiereiices between the read and recalculated temperatures : — 


Table Y. — Be7izene. 


Pressure. 

Temperature. 

Centigrade. 

Absolute. 

Difference. 



Prom eurre. 

Recalculated. 


m 

—5 '0 

268*0 

268 *15 

+ 0*15 

50 

+ 11-8 

284*8 

264 -75 

-0-05 

100 

26*25 

299 *25 

299 *15 

-0*1 

200 

42-4 

315 *4 

315-35 

-0*05 

400 

60*8 

333 *8 

333-75 

- 0-05 

760 

SO* 25 

3 i >3 * 2 t > 

353*3 

+ 0*05 

' 1000 

89*5 

362-5 

362-55 

+ 0 *05 

2000 

165*35 

388-35 

388*6 

+ 0-25 

'2000 

133*7 

405-7 

405-75 

+ 0*05 

4000 ' 

146*0 

419*0 

419*05 

+ 0*05 

7000 

175 *05 

448-05 

448*1 , 

+ 0*05 

imo 

196*05 

469*05 

468-85 

,-’0*2 

■ 12000 

207*35 

480*35 

480-15 

"-0*2 

I5CMK} 

■ 222 

495*1 : 

495-16 

* +0*05 

^ ' , 20000 , 

242*2 

515*2 

515-3 

1, ' +0*1 ,■ 

„ , ' 

25$:*a i 

531*8 

531-7 ' 

; -0 *1 


" 272*^. ' ' '' 

545*0 , 

545-85 

-0-05 




BENZEXE AND ITS HALOGEN DERIVATIYES. 


50 y 


Flmrhenzene. 


Pressure. 


Centigrade. 


Temperature. 


Absolute. , I Difference, 


5 


Prom curve. 

Recalculated. 
251 -0 


10 

-12-35 

200*65 

261 *1 

+ 0*45 

20 

—0 '75 

272 *25 

272 '55 

+ 0 '3 

50 

+ 16 ‘3 

289 *3 

289 *3 

+ 0*0 

100 

30*9 

303 '9 

303*75 

-0-15 

200 

47-25 

320 *25 

320 ‘05 

--0*2 

400 

65 ‘75 

338 *75 

338 *55 

-0*2 

7GO 

85-1 

35S *1 

3oS'i5 

+ 0*05 

1000 

94-3 

367 *3 

367 ‘4 

+ 0*1 

2000 

120 -25 1 

393*25 

393 *5 I 

+ 0*25 

3000 

137 -4 ^ 

410-4 

410*65 1 

+ 0*25 

4000 

150*8 

423 *8 

423 -95 i 

i +0*lt> 

7000’ 

179 -S 

452 *8 

452 -9 ; 

-rO*l 

10000 

200 *6 

473 *6 

473 *55 ^ 

-0*05 

12000 

211 *95 

484*95 

484*8 

--0*15 

15000 

226 *7 

499 *7 

499*7 

0*0 

20000 ! 

246*7 

519*7 

519*7 

0*0 

25000 

263 *0 

536 *0 

536*0 

0*0 

30000 

277 *0 

550 *0 

550*0 

0-0 


Chlorobenzene, 


5 

10 *35 

283 ‘35 

283 *85 

+ 0*5 

10 

22 *1 

295 -1 ■ 

295 *25 

+ 0*15 

20 

35 *05 

308 *05 

308*2 

+ 0*15 

50 

54*1 

327*1 

327-15 

+ 0*05 

100 

70-4 

343*4 

343*5 

+ 0*1 

200 

88*95 

361 *95 

361 *9 

-0*05 

400 

109*8 

382*8 

■ 382*85 

+ 0*05 

760 

131*9 

404*9 

405*0 

+ 0*1 

1000 

142 *4 - 

415 *4 

415 *45 

+0*05 

2000 : 

172*0 

445 *0 

444*95 

-0*05 

3000 

191 *6 ^ 

464*6 

464*35 

-0*25 

4000 ’ 

206 *9 

479*9 

479*4 

-0*5 

7000 ' 1 

' 239 *5 

512*5 

5X2*15 

-0*35 

10000 1 

262 *35 ' 1 

535*35 

535*5 

+ 0*15 

' 12000 

274*75 1 

547*75 ■ 

548*2 

+ 0*45 


Brmnobemene, 


5 

27-9 

300*9 

300*55 

-0*35 

10 

40*0 

313 *0 

312*65 

-0-35 

20 

53-3 

326 *3 

326-35 

+ 0 *05 

50 '' 

73-3 

346-3 

346*4 

+ 0 *1 

100 

90*6 

363*6 

363-7 

+ 0*1 

200 

110-05 

S83-05 

383 *25 

+ 0*2 

400 

132*3 

405*3 

405*4 

+ 0*1 

760 

156*0 

429*0 

428-85 

-0*15 

1000 

167*05 

440*05 

439*95 

-0*1 

2000 

198*3 

471*3 ■ 

471*15 1 

-0*15 

3000 

219*0 

492*0 

491 *7 : 


4000 

234 *95 

507*95 

. 507 ‘65 

-0*3 ' 

,7000 

269*05 

542*05 ' 

'' , 542*3 . ' . 

+ 0*25 
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TOUKG; YAPOXJR-PHESSUrvES, ETC., OF 
lodobe^izene. 


Pressure, 

Temperature. 

Centigrade. 

Absolute. 

Piffierenco. 



Prom cuTTe. 

Recalculated. 


5 

50*6 

323-6 

323*4 

- 0*2 

10 

63-75 

336-73 

336-4 

- 0-35 

20 

78*25 

Sol '25 

351 -15 

i -0*1 

50 

99*75 

372-75 

372-75 

0-0 

100 

118*3 

391-3 

391-35 

+ 0-05 

200 

189*2 

412*2 

412*35 

-h0*l5 

400 

163*1 

436-1 

436 '2 

+ 0T 

■760 

1S8 * 55 

461*55 ’ 

461 *45 

^ 0*1 

1000 

200*5 

473-5 

473*35 

' -0*15 

2000 

23-1*0 

507-0 

507*0 

0*0 

3000 

256 *0 

529-0 

529 '1 

+ 0*1 

4000 

272*63 

545-65 

546*2 

+ 0*55 


Tile metliod of calcnlation adopted was. as follows r—Tlie ratios of 
tlie alisolute temperatures of eacli of tlie substances witli tbat of 
fluorbenzene were first calculated at each pressure, and these' are 
given in the table below. It will be seen that the ratios of .the 
absolute temperatures of benzene to those of fluorbenzene rise slowly 
with rise of pressure, but that the other ratios do not exhibit any 
decided tendency to rise or fall. 


Table YI . — Batlos of Ahsoliife Temperahvres. 


Pressure. 

OsHsF* 

C,H5C1 

CgBr^Br 

CWsF’ 

OrYsI 

CeHsF’ 

Calculated. 

Recalculated. 

ID 

, 


1 *1322 

1 *2008 

1 *2920 

20 

0*984-4 

0‘9S3S 

1*1315 

1 -1983 

1 *2902 

50 

0*9844 

0*9843 

1 -1307 

1-1970 

1 -2885 

100 

0*9847 

0*9848 

1 *1300 

1 *1964 

1 *2876 

200 

0*9848 

0*9853 

'1*1302 

1 *1961 

1 -2871 

400 ' 

0*<9854 

0*9859 

1*1300 

1 *1965 

1 *28*^4 

760 

0 *9865 

0 - 9 S 65 

■1*1307 

1 *1981 

" 1*2889 

1000 

0*9869 

0*9869 

1 *1310 

1 1 *1981 

‘ 1 *2891 

2000 

0-9873 

0 -9870 

1*1316 

1 *1985 

1 *2893 

3000 

0*9885 

0*9881 

1 *1321 

1 *1988 

^ 1 *2890 

'4000 

0*9887 

0*9885 

1*1324 

1*1986 

1*2875 

7000' 

; 0*9895 

0 *9894 

1 *1318 

1*1971 

1 

10000 

0*9904 

0*9901 

1*1304 

— 

! — 


0*9905 1 

0*9904 

' 1 *1295 

— 

. — ^ 

16000 

o-oms ' 

0*9909 

— 

1 

1 

mm 

.0*9914 ■ 

0*9916 


( , 

1 

25000 

0*9922 

0*9921 

' 

^ 

' 

' 300 W . 

.;,0*9®5^ 


' — 
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The recalculated ratios between benzene and flnorbenzeiie are gi^’en 
by the equation E' = R -|- c{t^ — where E = 0*9838, c = 0*0000313, 
f is the temperature (centigrade) of iiiiorbenzene, and ^ = 0, It will 
be seen that the recalculated ratios agree remarkably well with those 
calculated from the temperatures read from the Tapoiir-j)ressiire 
cnryes. 

In order to judge whether the deviations of the remaining ratios 
from constancy may be attributed to errors in tbe experimental work, 
ill the calculation of the constants for Biot’s formula, or, lastly, in the 
graphical construction of the vapour-pressure curves or the read- 
ing of temperatures corresponding to definite |)ressures from those 
curves, the simplest plan would doubtless be to take the temperatures 
of one substance, say fluorbenzene, as correct, and to recalculate the 
absolute' temperatures of the other liquids from these, taking the 
formula E' = E + cQ:' for benzene, and the simple formula 
E' = E in the other three cases. But this method of calculation is 
open to the objection that any small error in the temperature of 
fluorbenzene 'would be reproduced in those of the other bodies, and 
would be exaggerated in the case of the higher boiling substances. 

The calculation wus therefore made in two stages : — Firstly, the 
absolute temperatures of fluorbenzene w^ere recalculated from those 
of each of the other substances, and the mean of all the temperatures 
at each pressure (including in each case that read from the vapour- 
pressure curve) were compared with the read temperatures. These 
mean temperatures are given in Table V under fluorbenzene in the 
fourth column, and the diEerences from the read temperatures in the 
fifth column. It will be seen that the greatest diSerence 0*45° is, as 
might be expected, at the'lowest pressure, 10 mm. The difference iu 
pressure coirespouding to this difference in temperature is 0*27 mm. 
Considering that Eegnault’s individual observations of the vapour- 
pressure of water at 0° show an extreme variation of 0*195' mm., and 
that the mean pressures calculated for each of his 12 series of 
experiments exhibit a maximum difference of 0*152 mm., this differ- 
ence of 0*27 mm. in the case of fluorbenzene is perhaps not outside the 
limit of unavoidable experimental error. It is to be noticed also that 
the boiling point of fluorbenzene under a pressure of 10 mm. is —12% 
and 'below 0° the corrections for the thermometer could ' be^ obtained' 
only by extrapolation. , 

'Assuming now that these mean temperatures of fluorbenzene are 
coiTect, the absolute temperatures of benzene and the other halogen- 
derivatives were recalculated by means ^uf the same constants^ as 
before, and the ' recalculated ' temperature ' are given and compared 
with the 'read temperature in Table ;'V‘. It will be seen that the 
greatest error in the whole table; 'is :Q*55% with, iodobeiizene at the 
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Mgliest temperature, and it lias already been mentioned tliat tliis 
liquid, -wlien in contact witb mercniy, undergoes slight decomposition 
at a temperature of 270°, even when shielded from the light. From 
20 mm. to 3000 mm., the greatest error in the table is 0’S°, and 
below 20 inni. (excluding fluorbenzene) the most serious error is that 
of chlorobenzene at 5 mm., amounting to 0‘5°, but in this case tte 
corresponding error in pressure is only O'lo mm. 

Even if the temperatm*es of fluorbenzene as read from the vapour- 
pressure curves be taken as the basis of calculation, the errors at 
pressures at and above 20 mm. are not greatly increased ; for benzene, 
the maximum error is the same, -f0’25°, at 400 mm., as against 
+ 0*25 at 2000 mm.; for chlorobenzene, — >0’65° at 4000 mm., and 
+ 0*65 at 12000 mm., as against — at 4000 mm.; for bromo- 
benzene, — at 3000 mm. as against —0*3 .at 3000 and 4000 mm., 
and for iodobenzene, — O’o at 20 mm., as against -f-OhS at 4000 mm. 

In conclusion it may, I think, be stated that 'the relations stated 
below, by means of which the absolute temperatures given in Table Y 
as “ recalculated have been' obtained, hold good within the limits of 
experimental error. 


Liquids compared. 

G.'R.iC.mF 

CsHsCl/CfiH.E 

CaHaBr/CsHsE 

CsHJ/CeHsF 

CeHsBi'/C^HsGl 

CsHJ/GeHsCi 

CsHJ/OGHsBr 


Patios of absolute temperatures at equal pressures. 

W = 0'9838 + 0-0000313^ (t = f 0. of fiuor- 

benzene). 

= 1*1308 
= 1*1974 
= 1*2884 
= 1*0589 
= 1*1394 
= 1*0760 


Belations hehveen the Molecidm^ Volumes, 

It seemed likely that any simple relation which may exist between 
the specific or molecular volumes of difl'erent liquids ivould be most 
readily found by first comparing closely related substances such as 
those chosen. The very complete and accurate series nf determina- 
tions by Thorpe have already led to an important generalisation by 
Mendeleefi (Trans, Chem, 8oc.^ 1884, 126), and this, combined with 
the theoretical conclusions of Van der Waals, has in the hands of 
Thorpe and Biicker afforded a method of calculating the appx'oximate 
critical temperature of a liquid from its rate of expansion at constant 
pressure at temperatures below the ■ ordinary boiling point. But it 
^appeai!B;4o ^me that one at least of the 'conclusions of Van der, Waals 
'iS: open'' to , que'stion. In BotFs translation. (Leipsig, 1881, 128) of 
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Van der Waals’ Dissertation (“Die Continnitat”), tlie following 
passages occur : — “ 1st fill’ verscMedene ,K5rper die absolute Tenipe- 
ratiir derselbe Tlieil cler kritischen Temperatnr, so ist ancb der 
Drnck des gesattigten Dampfes fiir dieselben eiii gleicb grosser 
Tlieil des kritisclien Driicks .... so ist ancb das VoInmeHj 
sowobl das des gesattigten Dampfes, wie das der Eliissigkeit, ein 
gleicb grosser Tlieil des kritLscben Yolnmens f and later “ Hat man 
fiir .verscbiedene Korper die Grenzcnrve constriiirt — wobei man 
Drnck niid Volnmeii in solcben Alaassen nimmt, dass die Cnlmiiia- 
tions-pnnkie ziisnmmenfallen — so fallen die Cmwen gaiiz znsaminen.” 

The first of these laws does not appear to me to be even approxi- 
mately trne. It would be difficult to find tw'O bodies more likely to 
give results in coiifoi'mity with the law, if true, than benzene and 
•fiuorbenzene. Their boiling points do not difier by so much as 5^ 
at any pressure between 20_'mm. and the critical pressure of fiiior- 
benzene so that temperature readings are always on the same part 
of the thermometric scale, and as the substances were always heated 
by tbe Tapours of pure liquids boiling under known pressures, there 
can be no question of the fluctuations of the zero point of a ther- 
mometer. Again the critical pressures and temperatures are not 
very different, the temperatures being especially close together ; the 
compounds are chemically nearly related ; moreover the observations 
have been made by the same observer, by the same method, with the 
same apparatus, and as nearly as possible at the same time. Even, 
therefore, if the experimental work is only moderately accurate, any 
errors in the thermometric scale, in the calibration of the pressure 
gauges and so on, would have comparatively little influence. Tet 
the following table shows that when the absolute temperatures of 
tbe two bodies are in each case made proportional to the critical tem- 
peratures, the corresponding pressures are very far from bearing a 
constant ratio to each other. On the other hand, the ratios of the 
molecular volumes at these temperatures are nearly constant, and do 
not differ seriously from the ratio of the observed critical volumes, 
but, as will be seen from Table YIII, equally concordant though 
different results are obtained by taking pressures proportional in each 
case to the critical pressures. 

It will be seen that these ratios are uniformly lower than those in 
Table YIl, but the deviation from constancy is nearly the same in 
both eases. If the critical wolumes could be directly observed with 
sufficient accuracy, it would of course be possible to decide which of 
the two methods of comparison .gives the 'better results, but it ,is 
unfortunately impossible to reduce the , possible error with either 
substance below from 0*5 to I per cent.: 

Before comparing benzene ■, and fluorbenzene ' at corresponding ” 
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pressures and corresponding"' absolute temperatures, I had made a 
coinpartson of the moleciilar Tolumes of all fire liquids at tlicir 


T^bie YIL 

Absolute critical temperature of benzene. ..... 561 ’ 5 \ i • 0035. 

,, „ fluorbenzene. . 550 *55 J " 


Absolute temperatures. 

_ , 

Y apour-pressiires. 


Molecular Tolumes. 

Piiior- 

benzeue. 

Benzene. 

Eliior- 

benzene. 

Benzene. 

Eatios. 

Eiiior- 

benzeae. 

Benzene. 

Batios. 

272 *25 

273 *2 

20 

26*79 

1*340 

91 *47 

86*50 

0*9457 

320 '25 

321 *35 

200 

252*9 

1*265 

06 -SO 

91*73 

0 -9476 

367-3 

368*6 

lOtX) 

1190*0 

1*190 

102 *90 

97*62 

0-94S7 

423 -S 

425*3 

40CK) 

4550 *0 

1-1371 

112 *64 

106 *90 

0*9491 

473-6 i 

-475 *25 

10000 

llOSO-0 

1 *108 ’ 

125 *04 

118*54 

0*9480 

■ 519-7 

521 '5 

20000 

21730 *0 

1*088: 

145*08 

137*80 

0 *9498 

550 *0 ! 

551 *9 

30000 

32320*0 

1 *077 

179*40 

169*95 

0-9473 

559 '55 

5G1 ‘5 

33912 

36395*0 

1*073 

233* 

219*^ 

D‘9^10 


Table YIIL 


Critical pressure of benzene. ..... 

„ „ iluorbejizene. . 


8G3951 

38192] 


Eatio, 1 '0'T32. 


Pressures. 

Boiling points 
(Centigrade). 

Molecular Tolumes. 

Eatios, 

Fluor* 

benzene. 

Benzene, 

Fluor- . 
benzene. 

Benzene, 

Fluor- 

benzeiie. 

Benzene. 

30 

21 *46 

- 0-7o 

- 3*75 

91*47 

86*10 

0 *9413 

50 

53 -GG 

416*30 

4 13-25 

93 *30 

87 -87 

0 *9418 

100 

107 *30 

30 -90 

27-90 

94*92 

89 '41 

0*9420 

200 

214*60 

47 *25 

44*15 

9G-80 

91 *23 

0*9425 

■400 

429 *30 

65 *75 

CS -30 

90 *05 

93 *51 

0*9441 

700 

815*60 

85 *10 

82*65 

101 *50 

95*91 

0 *9441 

1000 

1073*00 

94*30 

91 *95 

102 *90 

97*12 

. 0*943'S 

2000 

2140 *00 

120 '25 

118*30 

107 -OO 

100 *90 

0*9438 

4000 

4293 *00 

150 *80 

149 *50 

112*64 

106 *33 

0 *9442 

7000 

' 7513 *00 

179 ‘80 

170*15 

119 *14 

112 *48 

. 0-9441' 

lOOOO 

^ 10732*00 

200*60 

200 *30 

125 *04 

117 *95 

0*9433 

12000 

12879*00 

^ 211*95 

212*00 

1 128*80 

121 *55 

0 '9437 

15000 

16008*00 

226 '70 

,227 *05 

1 ^ 134*64 

127*12 

0*9441 

20000 

21464*00 

1 , 246*70. 

247*50 

145*08 

137 -20 

0*9457 

25000 

2GS31-00 

: 2G3‘00 

264 *10 

: 15S *40 

149-80 ^ 

0*9457 

30000', 

, 32197 ‘W 

i 277 ‘00 

278 *60 

: 179 *40 

169*50 

0*9448 

' '33912' 

36395 ‘(X) " 

^ 2S6 *55 

288 *50 

233* j 

,219« 

0*9400 • 


^ B'irecfc obserfafcions of critical Tolames. 
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boiliiig points niicler equal pressures, and it is a remarkable fact that 
under tliese conditions the molecular yolumes of the halogen- deriva- 
tives of benzene bear a constant ratio to each other, but not to those 
of benzene. 

In the following table are given the molecular volumes of the four 
liquids at their boiling points under definite pressures, and also the 
molecular Tolnmes recalculated in the same manner as the absolute 
temperatures in Table Y on the assumption that the ratios are really 
constant. The recalculated volumes of fluorheuzene are the means 
of those calculated from the other halogen-derivatives and the volumes 
read from the curve. The volumes of the other halogen-derivatires 
are recalculated from these mean volumes of fiuorbeiizene. 

Table IX. — Fl^orhen::ene. 


Pressure, 

Molecular volume. 

Pressure. 

Molecular volume. 

Prom 

cuiTe, 

Eecalcu- 

iated. 

Bit. 

Prom 

curve. 

Eeealcu- 

lalech 

BiS. 

5 


89 '33 

_ 

1000 

102*90 

102 -95 

+ 0*05 

10 

— 

90 '34 

— 

2000 

107 '00 

106 *99 

-0-01 

20 

91 -Ui 

91*48 

+ 0*01 

3000 

110 '03 

110 *05 

+ 0-02 

50 

9S'30 

93*25 

-0-05 

4000 

112 *64 

112 -61 

-0-03 

100 

94 '92 

94 '84 

-0-08 

7000 

119-14 

119 *22 

+ 0-08 

200 

96 -SO 

96 *74 

-0*06 

10000 

125 '04 

125 *07 

+ Q-03 

400 

99*05 

99 '03 

-0*02 

12000 

12S-S0 

128*85 

+ 0*05 

^60 

101 '59 

101*64 

+ 0*05 


* — ' 

— 

— 


Glilorobenzene. 


6 

100-45 

100*44 

-O'Ol 

1000 

115 -75 

115 *76 

+ 0*01 

10 

101 -60 

101 *58 

-0*02 

2000 

120 *24 

120 *30 

+ 0-04 

2P 

102 '89 

102*86 

-0*03 

3000 

123 *69 

123*74 

+ 0*06 

50 ^ 

104*88 

104-85 

-0*03 

4000 

126 *65 

126 -62 

-0*03 

100 

106-63 

106*64 

+0*01 

7000 

134*08 

134*05 

-0*03 

200 

108 -75 

108*78 

+ 0*03 

10000 

140 *68 

140 *60 

-0*08 

400 

111 -32 

111 *35 

+ 0*03 

12000 

144*94 

144*93 

-O'-Ol 

760 

114 -26 

114*28 

+ 0*02 


— 

— - 



Bromobenzene* 


5 

105-47 

,105 *41 

-0 *06 

760 

119-84 

119 *93 

-0*01 

10 

106 -65 

106 '60 

-0*05 

1000 

121-47 

121 *48 

+ 0'Ol 

. 20 

107-99 

107-95 

-0*04 

2000 

126*24 

126-25 

+ 0*01 

50 

110 '04 

110*03 

-0*01 

3000 

129-86 

129*86 

0-00 

100 

111 *89 

111 *91 

+ 0-02 

4000 

182-90 

132 *88 ' I 

-0-02 

200 

114 *10 

114*15 

+ 0*05 

7000 

160-75 

140*68 ; 

-0-07 

'400/ 

116 '81 ! 

116*86 

+ 0 *05 

■ 


— 

— 
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lodobenmis. 


Pressure, i 

Molecular tolume. 

Pressure. 

Molecular volume. 

From 

eiirve. 

Recalcu- 

lated. 

Biff. 

From 

curve. 

Recalcu- 

lated. 

Biff. 

5 

114 '04 

114-09 

-fO'05 

400 

126-48 

126*48 

0*00 

10 

115*32 

115 *38 

+ 0-06 

760 

129*86 

129 *81 

-o-os 

20 

116*79 

116 *84 

+ 0 05 

1000 

131-56 

131 *49 

-0-07 

50 

119*03 

119*10 

+ 0*07 

2000 

136-72 

136*65 

-0-07 

100 

121*09 

121*13 ‘ 

+ 0-04 

3000 

140-63 

140 *56 

-0-07 

200 

123 *52 

123*56 

+ 0*04 

4000 

143-73 

143 *83 

-0-10 


Tlie ratios calcalated from the molecular volumes read from 'the 
curves are given in Table X, those of benzene to fluorbenzene being 
included. It will be seen that these, after rising very slowly 'from 
50 to' 400 mm. pressure, fall slowly, at first, then more and more 
rapidly with rise of pressure, while the ratios between the molecular 
volumes of 'the halogen-derivatives remain almost constant at' all 
pressures. 


Table X. 


Ratios of read molecular yolumes at ec^ual pressures. 


! 


Pressure, 

CeH^F* 

CgHgF- 

CgHsBr 

OeH^F- 

CeHaE" 

20 

_ 

1*1248 

1 *1806 

1 *2768 

50 ' 

0*9401 

1*3241 

1-1794 

1 *2758 

100 

0 -9403 

1 *1233 

1 *1788 

1 -2757 

200 

0 *9405 

1*1234 

1 -1787 

1 -2760 

400 

0*9410 

1 *1239 

1-1793 

1 -2771 


0 ‘9410 

1 -1248 

1 ‘1808 

1 *2783 

1000 

0*9407 

1 *1249 

1 *1805 

1*2785 

2000 

0 *9395 

1 *1241 

1 *1802 

1 *2781 

3000 

0*9392 

1*1241 

1 '1802 

1 ‘2781 

4aX) 

0 *9387 

1 *1244 

1 *1799 

1 *2760 


0 *9364 

1*1234 

1 *1814 

— 

mm 

0 *9339 

1 ’1200 

— 

— 

12000 

0 *9321 

1*1253 


— 

15000 

0*9297 

— ; 

— 



0*9251 

■ — 

— 

— 

' 25000 

0*9163 

! 

— 

— 

' ^ '30000 

0 *8919 

i 

' — ! 





517 


BENZEN-E AXD ITS HALOGEN* DERITATIVES. 


Tlie recalculation of tlie molecular Yolumes of tlie four lialogen- 
clerivatives is based on tke assumption tliat tbe follorriiig relations 
bold good : — 


Substances compared. 
CaH.Ol/CAP 
CfiHsBr/CAF 
CeH^I/CoHaP 
GcHaBr/CGH^Ci 
CsHsI/CACI 
CeHsI/CeH^Br 


Ratios o£ moleGular volumes at boiling 
points under equal pressures. 

E = 1*1244 
1*1800 
1*2772 
1*0494 
1*1359 
1*0824 


It would, no doubt, be unjustifiable to assert that tliese relations 
are absolutely true, but that they represent tlie facts with very con- 
siderable accuracy iSy I think, shown by the fact that in Table IX the 
greatest difference between the read, and recalculated molecular 
yolumes amounts to only 0*084 per cent. 

If Van der Waals’ laws were all true for these closely related com- 
pounds, it would follow that the critical pressures of the four halogen- 
derivatives of benzene must be equal or nearly so, that the ratios of 
tbe absolute critical temperatures must be the same as the ratios of 
the absolute temperatures at any other equal pressures, and tliat the 
ratios of the molecular volumes at the critical points must be the 
same as those at any other equal pressures. 

These calculated values would be : — 


Critical 

Substance. . pressure. , 
Chlorobenzene. . 33912 

Bromobenzene. . „ 

lodobenzene. . . • 


Critical tempex’afciire. 


Critical 

Tolame 

(molecular' 

r 

Absolute. 

Centigrade? 

633° 

360^ 

262 

670 

397 

275 

721 

448 

298 


It is quite impracticable to determine tbe critical constants of 
bromobenzene and iodobenzene by the method employed In this 
research, but I have succeeded in obtaining determinations of tbe 
critical constants of cbiorobenzene by heating the tube with the 
vapour of mercury boiling under ■, slightly increased pressure. It 
will be seen from the data below that as far as chlorobenzene at any 
rate is concerned the supposition stated above is correct, and it is 
therefore very, probably tmte for bromobenzene and iodobenzene also. 
Confirmatory evidence is also afforded by Thorpe and Eiicker’s rela- 
tions between the critical tempemtures .and 4he. dilatations from 0® 
to the boiling points. 
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Si^jemnental Data for Glilorohenzene at very Sigh Temperatures. 


Tempei’atiiye. 

Geiit,igrade. 

Pressure. 

Afolecular 

voitLine. 

Molecular yolumes and temperatures 
calculated from those of fiuorben- 
zene at the same pressiii'es by means 
of the constants given. 

330*0° i 
350*0 i 
J 359*95 
360*2 
(2) 360*55 
<3) 360*8 

23935 

30103 

33S24 

33926 

33998 

175*0 

202 *9 

253*1 
255*01 . 

262*0/ 

275 *0 (5) 

174*7 329*6° 

202 *3 349 *15 

— r359*4 

-- 1359*8 

— 359*95 


(1) Meniscus flat. (2) Meniscus unsteady and indistinct. (3) Probable critical 
jjoint; meniscus just yisible, but verj unsteady, and it frequently disappeared. 
(4) ' Approximately* (5) ' Eougbly. 


361’1°. Dense fog and strios, just possible to detect meniscus 
occasionally. Tbe frequent disappearance of the meniscus at 360'8° 
and its occasional appearance at 361*1° are probably due to slight 
fluctuations of temperature. 

361*3°, Faint mist, becoming denser in one part of the tube on in- 
ereasing the Yolume considerably. 

The reading of toI ume near the critical point was extremely 
difficult owing to condensation 'of globules of mercury on the tube and 
jacket, and to the fluctuations 'Of temperature which caused the 
meniscus, when yisible, to change its position constantly. hTo such 
■difficulties were experienced with benzene or fluorbenzene. 

The agreement of the critical temperature and pressure with those 
suggested as probable from the comparison with fluorbenzene is very 
satisfactory; as regards the volume, which is^ undoubtedly far less 
accurately determined,, it will be noticed that at 360*55°, at which 
tempemture the pressure is almost identical with the critical pressure 
of fluorbenzene, the molecular yolume 262 is the same as that calcu- 
lated from the critical Tolume 'of fluorbenzene. Considering the 
uncertainty of The reading at 380* 8°, I think it is not too much to say 
that the observed critical volume shows a rough agreement with that 
oalciilated, 

■' The following values may he taken as the critical constants of 
chlorobenzene — 

' .Temperature ' 360*55° to, 360*8°. 

'"’'■t'- Pressure 33926 to 33^98 mm, ' ' 

'Molecular volume. 262'to'275 o.o. 



BEXZEXE AXD ITS HALOGEN DERIVATIVES. 


519 


Thorpe and Itiicher's Eelations. 

I’l'om theoretical considerations, Professors Thorpe and Riieker 

rpTr 

deduce tlie equation a = 'vvhex’e T and Ti are tlie boiling 

point and tlie critical temperature of a substance on tbe absolute 
scale, and T t is its volume at the boiling point, tlie volume at 0“^ 
being taken as unit j. The value of a is found to vary -witbin corn* 
paratively narrow limits for a considerable number of substances, and 
from seven compounds investigated by Sajotscliewsky tbe mean value 
1*995 is obtained. Taking tkis mean value as correct, Thorpe and 
Biicker calculate the expansion of benzene between 0° and by 

means of tbe equation = Yo . giving Ti the value 

observed by Sajotscbewsky, 553*8. If, however, the critical point 
given in this paper be taken, the agreement mth the observed results 
from 0° to 60° becomes much closer, and if, farther, the value of a be 
taken as 1*9S55 the agreement with my results up to 80*^ becomes very 
satisfactory, as will be seen from the following table : — 


Uxpmision of Benzene. 


Tompera- 

ture. 

0=1 -eDS. 
Ti = 553 -s. 

0! = 1 '995. 
Ti = 561-0. 

1 

A == 1 *9855. 
Ti - 561 *5. 

Young* 

Eopp. 

<f ! 

1-0000 

I'OOOO 

1*0000 

1*0000 

1 1 *0000 

20 ' 

1-0246 ! 

1*0242 

1 *0243 

1 '0241 

1*0241 

40 

1 -0505 

1 *0496 i 

1 '0499 

1 *0496 

1*0496 

60 

1-om 

1 -0762 i 

1 '0767 

1*0770 

1 '0769 

80 ' 

1-1064 

1 *1043 

1 '1050 j 

1 '1050 

1*1064 


It is noticeable that Sajotscbewsky always finds lower critical tem- 
peratures than other observers. 

Having determined the expansions and critical temperatures of 
fiuorbeiizene and chlorobenzene, I was able to calculate the values of a 
for these two bodies. The values obtained are given below* 

Flaorhenzene. Chlorobenzene. 


Temperature. 

a. 

temperature. 

a. 

80° 

2-030 

120° ' 

2*050 

90 

2-021 

' ■ 130 

2-036 

— 

— 

150 

2*020 


At the boiling' points under normal pressures, tbe values of a for 
■the two substances would not'.difer greatly ■ from 2*03, and if we may^ 
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assume tliat tlie values of a for the two otEer Ealogeii-derivatlvcs of 
benzene are approximately tlie same, it becomes possible to calculate 
tlie critical temperatures of bromobenzene and iodobeuzene by an 
entirely different inetliod from tbat previously adopted. 


mTT 

In tlie eqnation Tj = I Rave taken for bromobenzene 

tlie volumes at tlie two temperatures 150° and 160®, and for iodo- 
beiizene those at 180" and 190°. The mean results are — 


Bromobenzene, critical temperature. . . . 675*5 
lodobenzene „ „ .... 721*0 

The absolute temperatures obtained by the previous method are 
670° and, 721®. 

This close agreement of the critical temperatures, as calculated by 
the two methods, makes it extremely probable that the critical 
pressures of the four halogen-derivatives of benzene are identical or 
very nearly so. ' 

The results obtained may be summarised as follows : — 

1. When the four halogen-derivatives of benzene are compared 
together at such temperatures that their vapour-pressures are equal, 
these temperatures, expressed on the absolute scale, and also the cor- 
responding specific volumes, bear a constant ratio to each other. 

2. The ' critical pressures of fluorbenzene and chlorobenzene, and 
ill all probability those of bromobenzene and iodobenzene, are equal, 
hence the critical temperatures and volumes may be calculated from 
the observed temperatures and volumes at any other equal pressures, 

3. When benzene is compared with fiuorbensene at such tempera- 
tures that their vapour-pressures are equal, neither these (absolute) 
temperatures nor the corresponding specific or molecular volumes bear 
a constant ratio to each other. 

4. The ratios, of the absolute temperatures of benzene and fluor- 

benzene corresponding to equal pressures are very exactly expressed 
by the equation B -f where is the ratio at a pressure for 

which the' corresponding centigrade temperature of fluorbenzene is t; 
B = 0*9838, and 'C = 0*0000313. 

5. If the specific volumes of benzene and fluorbenzene are compared 
at temperatures corresponding to pressures which are in all cases 
proportional to the critical pressures of, the twm liquids, the ratios of 
the volumes are very 'nearly constant- If, again, the specific volumes 
are, compared at absolute temperatures which are always proportional 
to the absolute critical temperatures, the ratios of the volumes ' are 
again nearly constant. Biitdhe two methods of comparison are not 
'^as stated by Van der Waals — equivalent, and they cannot both, be 
'correolj'lor it cannot be tahen as even ' approximately true 'that the 
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absolute temperatnres corresponding to pressures wbicli are always 
proportional to tlie critical pressures are tbemselves proportional to 
tlie absolute critical temperatures. Moreover, tbe values obtained by 
tlie two metliods of comparison are not quite tbe same, anti for two 
liquids wMeb are cliemically dissimilar tbe values may difer eon- 
siderably. 

It is impossible at present to say witb certainty wbicb method of 
comparison gives tbe better results, but I am inclined to tbiiik that 
tlie comparison at proportional or “ corresponding pressures is more 
likely to be correct. 

6. Tbe relations of Yan der Waals, as i^egarcls “corresponding” 
temperatures, pressures, and specibc volumes of liquid bold good 
accurately in tbe case of tbe balogen-derivatives of benzene, but since 
tbe critical pressures are equal, tbe comparisons must always be made 
at equal pressures. 

7. Fluorine, cblorine, bromine, and iodine belong to tbe same group 
in tbe periodic table ; tbe effect of substituting one of these elements 
for aiiotber in tbe compounds of tbe type CsHsR, as regards tbe 
relations betw’-een vapour.pressure, temperature, and specific volume, is 
extremely simple, but if hydrogen be substituted for one of tbe 
halogens tbe changes produced are much greater. 


XLIX . — The Molecular Weights of ike Metals. 

By Professor W. Ramsay, Ph.D., F.E.S. 

The means at tbe disposal of chemists for determining tbe molecular 
weights of elements or ' compounds have, until recently, been limited 
to tbe determination of their vapour-densities. 'Starting with 
Avogadro’s assumption, wbieb by tbe investigation of ' tbe kinetic 
theory of gases has now been given tbe precision of a law, the relative 
weights of gases under similar conditions of temperature and pressure 
are proportional to tbe relative weights of their molecules.' Tbe 
standard of reference is hydrogen, wbicb on chemical grounds is 
supposed to exist in the' free state as a diatomic molecule,' and this 
assumption has been rendered almost certain 'by Kundt and Warburg’s 
determination of tbe ratio of tbe specific beat of mercury gas at 
constanfe volume to that at constant pressure, whereby it is shown 
that all tbe energy imparted in tbe form of beat to gaseous mercury 
can be accounted for by supposing it to impart increased translational 
velocity to the molecule; no energy appears to be absorbed, 'produc- 
'' LV. \ ' , ''' ',2; 0^ , , '' 
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ing internal oscillation or parts of a molecule. Hence tlie coiiclnsion 
timt tLe atom o£ niercnrj constitutes the molecule. HaumaiLii, move- 
ovei\ lias pointed out that that energy which disappears in producing 
internal work when presumably diatomic gases, such as oxygen, 
hydrogen, nitrogen, carbon monoxide, &c., are heated, and which 
doubtless causes oscillation or rotation of the atoms within the 
molecule, in all probability bears a constant proportion to the trans- 
lational energy of the gaseous molecules. Such gases as HO, CO, 
HCL Ac., are not easily conceived other than diatomic ; hence oxygen, 
nitrogen, and hydrogen may, from their similarity of behaviour as 
regards heat with these unmistakably diatomic gases, be also 
regarded as diatomic. 

The method of x^eplacement by stages, although it has rendered 
excellent service in determining the molecular weights of compounds' 
and, indirectly, the atomic w'eights of elements, is from its very nature 
not adapted to the determination of the molecular ■weights of elements. 
A knowledge of the molecular weight of potassium chloride, for 
example, throws no light on the molecular, weiglit of the element 
pota.ssium, although it may serve as an assistance in deducing the 
'atoaiic weight of potassium from its equivalent. 

On the supposition, then, that the molecular weight of hydrogen is 
expressible by the formula H^, the vapour-density method has fixed 
the molecular weights of the following elements in the state of gas : — 


Haine. 


I IMolecular 
I foriimla. 


IiiTCstiffiitors. 


Ilonatomle . 


Di ato-m ' cliangxiig 
to momiomie at 
high teiiiperatui'es 

Diatom ie^noh altered 
by rise of tempera- 
ture. . 

Triato'M-lo, 


f Me re my , . j Hg . 
1 Ciidmium . : Cd , 


j Sodium . , Xa . . . . . 

hRotassium j Iv 

flodine . , . . ; and I . 


Bromine . . i Br^ and Br ? . 
.Chlorine . . ! CL and Gi r. . 


f Hydrogen . 
< Oxygen . . , 
[ Xitrogen . . 

Ozone 

r PliO'Sphoriis 


Tetratomk yj ^Irsenic, . » . 

1 L Antimony . 

li SeleBium. . 

bTelinrinm. 


temperatoes , 


o; 

1^2 

Oa 

Wf) 

A84 ‘As.>(?) . 
Sh4(?)Sb.df) 

Se6(?)Se5,.. 

Te6(.P)Te2... 


' Dumas; T. Meyer. 

Deville and Troost?. 

: Meuse, liiug and Y. Mover. 

Seotfc. 

^ Scott- 

: Dumas ; Deville and Troost ; 
I V. Meyer ; Crafts and Meier, 
, Jahn ; Y. Meyer and Eublm. 
j Ludwig ; Y. Meyer ; Crafts. 

I Kegnaidt ; Y. Meyer. 

! Eegnauit ; Jolly ; Y. Meyer. 

I j» ' J? jj 

I Andrews and Taifc. 

I Bn mas ; Beviile and Troost ; 
1 Y, Meyer. 

Mitsoiierlieh ; Deville and 
Tmost; V. Meyer. 

Y. Meyer. 

Dumas ; Bineaii ; Deville and 
Troost; Y. Meyer; Biitz. 
Deville andfihoost. 

Deville and Troost. 
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About tlie molecular form alee of mercury, cadmium, zinc, sodimn, 
and potassium tHere, can be no doubt, so 'far as tlie gaseous density 
reveals tliem; nor are those of hydrogen, oxygen, and nitrogen 
uncertain. But the remaining elements in this table, which, it may be 
remarked in passing, are all commonly called n on-metallic, exhibit 
densities Tarjiiig with temperature, and from what w'e know regard- 
ing similar beliavionr of compounds, and especially" of those wliich 
dissociate into like molecules, it may be concluded that they exist in 
different molecular aggregates, according to their pressure and their 
temperature. It is, to say the least of it, remarkable that the majority 
of elements, about the molecular complexity of w^hich anything is 
known, should exhibit such a marked contrast to the majority of 
compounds, where dissociation is the exception and not the rule. 

The theory of the analogy betw^een the condition of matter in dilute 
solutions and in gases under moderate pressure and moderately high 
temperature, so beautifully developed by Taii’t Hof! (FhiL Jluy., 
Aug., 18SS), and the clear and incoiitrovertihle deduction of the 
necessary sequence of Haoult’s law of the connection between the 
molecular %veight'of a dissolved substance and the depression of the 
vapour-pressure of the solvent, or the lowering of its melting point, 
have placed in the hands of chemists a new means of investigating the 
molecular w^eights of substances inconvenient or impossible to gasify. 
This method has been applied to the determination of the molecular 
weights of the following elements : — 

Method of Bep'essmg the Vapour-^ressure of the SoU'ents,* 

Iodine dissolved in solvents with brown colour .... I 4 . 

Iodine dissolved in solvents with violet colour I> to I 4 . 

Method of JDepressmg the Melting Point of the Solvent.f 


Bromine in water and in acetic acid Bfa. 

Iodine in. benzene (very dilate) ... I 2 . 

„ (more concentrated) I 2 to I 4 . 

Sulphur in benzene ■ Sg. 

Phosphorus in benzene ... P 3 to P 4 . 


It would thus appear that iodine, like phosphorus and arsenic, but 
at far lower temperatures, tends to form a molecule' of the complexity 
I 4 ' whilst the complexity of the sulphur molecule at, low temperatures 
is confirmed (see Biltz, Zeii, jgliydhaL Ghem., 2, 920 ; also Bamsay, 
ibid,, B, ^7). 

* Loeb,' Zeit, Chem,, 2, 606. 

t Patern6 ..and 21, 2153. 
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It is milikelj tliat tLe metliod of Tapoxir- densities will render any 
fiirtlier service in determining tlae molecular weiglits of otter elements. 
Tteir temperatures of Tolatilisation are so tigli ttat Dnmas^ mettod, 
tlie only one adapted to settle tte point decisively, cannot be em- 
ployed 

It occurred to me that by nsing mercury as solvent, many of tbe 
metals might be investigated. But as Baonlt’s method presupposes 
a Ivnowledge of the molecnla,r weight of the solvent, the question' 
arises, what is the molecular weight of liqnid mercury ? I think it 
very unlikely, in view of the investigations of Dr. S. Young and 
myself, that in concleihsing from gas to liqnid the molecular weight of 
inerenry is altered. Onr experiments with stable liquids, snch as the 
alcohols and ether, have shown that their molecular formiilee are not 
increased, even at low temperatures, when the vapours are in contact 
with their respective liquids. And further proof, which cannot be 
gainsaid, of the non-association of mercnry-atoms is furnished by the 
research of 'Kniidt and Warburg, previously alluded to (Fogg, Ann.^ 
127, '497 ; also 135, 337 and o27). It will be lemembered that they 
sliowmd that the total energy communicated to inereury vapour ' as 
heat, emi when ihe vapour wm in contact with liquid mercwrij, was 
employed in effecting translational motion of the molecule, wdeiice it 
may be concluded that even the saturated vapour of mercury consists 
of single atoms. Hence it appears just to consider the molecular 
wmight of licjiiid mercury as equal to its atomic weight, 20-0. 

The simple formula connecting the molecular weight of the dis- 
solved substance with the depression of vapour-pressure -which the 
dissolved substance produces in the solvent is — 

MW = X F X 

100 X cl ’ 

where MW* is the molecular weight to be found ; M'W' the molecular 
weight of the solvent; P/100 the percentage weight of dissolved 
substance in the solution; p, the vapoui'- pressure of the' solvent; and 
d, the depression in the vapour-pressure of the solvent produced by 
adding the substance dissolved. 

This expression becomes for mercury as solvent — 

MW = ^ - 2 ^ 

100 X d - d ’ 

Apparaim ^Employed , — The first form ^ of apparatus used was a 
IJ-tube, one limb of which was 'about 160 mm. long, and sealed; 
about 30 mm. from the sealed end a trap wm provided. The other 
limb was about 400 mm. in^ length, and was connected at its upper 
end by 'sealing with a gauge stoding in the same trough 'with a 
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Uarometer-tube of similar bore. This jj -tabe was jacketed with pare 
bromonaplitlialene, which, bj means of the aiTaiigenient described on 
another occasion (PliiL T-raus., 1887, A, p. 59), could be made to boil 
under various pressures alterable at will ; hence it was possible, from 
data given in the Trans., 1SS5, 640, to heat the jj-tiibe to such 
temperatures as 260“ or 270°, with the certainty that the error in 
temperature was a small one. 

Previous to the experiment, the filled with the required 

amalgam, and all air was expelled by boiling it past the trap. The 
U -tnbe was then placed in position, and a little more mercury was 
added. Both limbs of the U -tube were graduated in millimetres, so 
that, w'hen the niercmy fell in the shorter Kmb and rose in the longer 
one, the difference of pressure in the two limbs could be read. But as 
the open end of the fj-tnbe was connected with a gauge, it was possible 
to vary the position of the mercury in both limbs, and so to obtain a 
set of readings at the same temperature. 

To control the aconracy of the process, determinations were made 
of the vapour-pressnres of mercury alone at 260° and 270®. In the 
following table all the data are given, so as to afford an idea of the 
method and its trustworthiness : — 


‘ Temperature 260°, Pressure under loMch Bromonaphtlmlem hailed 
488*95 mm. at 19*5°, the AtmospheriG Temperature. 


Ox^en. 

Close, 

Gauge. 

Barometer. 

Ai. 


Afi. 

aV 

As. 

mm, 
61 -0 

moi, 
25 *4 

mm. 

276*8 

mm. 

U5-5 

35-6 

m*3 

34*0 

130 *8 

mm. 

96*8 

61 -0 

25*5 

27G-7 

145 *5 

35 ‘5 

131 *2 

33 *9 

130-7 

96 '8 

55 *4 

31*0 

266 *3 

145*65 

24*4 

120 *65 

23*3 

120*2 

96*9 

49-2' 

37-0 

254*95 ^ 

145*9 

12 *2 

109 *05 

11 *65 

108*65 

97 *0 

49*1 

36 *95 

254*9 

145*95 ; 

12*15 

108*95 

11*60 

108*55 

96 *95 

44 *4 

41*7 

245 *95 

146 *0 

2*7 

99*95 

2*6 

99 *55 

96*95 

44 *4 

41-6 

245 *9 

146*0 

2-8 

99*9 

2*7 ^ 

99*50 1 

96*80 






! 


Mean . . 

96-87 


In this table, the first two 'Columns 'refer to the fj-tube, the open 
end being the one connected with the gauge. Ai and are respec- 
tively the differences between the readings in the fj -tube ' and those 
of the gauge and barom^er. , Ab is Ai corrected from 260°, to 0° ; 
As, Ag corrected from 19*5° to 0°; As is ,the difference between the 
two, and gives th,e observed vapour-pressure of mercury,, 

, At 270°, the following results, were 'obtained: — 
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Fressure under tvMch Bromonaplithalene toiled^ corrected to AtmospiMriG 
Temperahire, 21°, '771 mm. 


Open. 

Close. 

Gauge. 

Barometer- 

Ai- 

Aj. 

Ah. 

Ah. 

A 3 . 

mm. 

78*8 

mm. 

7-95 

mm. 
337 -3 

mm. 

145 *0 

70*85 

192*3 

67*4 

191*6 

mm. 

124*2 

78 -8 

7 “95 

337 *2 

145 *0 

70 * S 5 

192*2 

67*4 

191-5 

124*1 

68*6 

17 -8 

318-9 

145 -15 

50*8 

173-75 

48 '“3 

173 -15 

124*85 

68-4 

18*0 

318-7 

145*1 

50 *4 

173-6 

47 -9 

172 *95 

125*05 

59 '4 

26*95 

301*3 

145 3 

32 *45 

156 *0 

30 85 

155 *45 

124*6 

59 '35 

27-0 

301 *25 

145 *25 

32*35 

i 156*0 

30 *75 

155*45 ' 

124*7 

51 *4 

34*8 

286 - 5 ^ 

145 *'4 

16 *0 

j 141 *1 

15 *8 

140*6 '■ 

124*8 

47 *65 

SS *0 

279*9 

145 *5 

9 ‘65 

i 334-4 

9 '15 

133*9 

124*75 

47 *75 

37*9 

279*85 

145 ‘45 

9 -So 

1 134*4 

9 ‘35 

133*9 

124 55 

43 *7 

41*9 

2 ' 72*0 

, i 4 £ *00 

1-8 

I 126-46 

1*70 

126*0 

124*3 

,43 *8 

42 *0 

272 *03 

145 *6 

1-8 

i 126*45 

1*70 

126 *0 

124 * 3 ', 




\ 

i 




Mean . . 

124*56 


'We iiaTe liere tATO determinatioii.s ■ of the Yapour-pressure of' 
mercmrjj vis:., at 260”, 96*87 mm., and at 270”, 124'56 mm. These 
Sgiires assume that the vaponr-presstires of bromonaplithalene have 
been correctly determined at these temperatures. The rapoiir- 
pressnres of bromoiiaphthaiene “were determined by Dr. Sydney 
Young and myself by the method described by ns in Trans., 1885, 
42. But we have also shown (Trans., 1886, 47), that the vapoiir- 
pressures of mercury folloAA’ the law pointed' out by ns in tbe PMlosO'- 
pMcal Magazine for December, 1885, and January, 1886 ; and that it 
is possible from tivo trustworthy observations of the vapoiir-pressnres 
of a substance at any two temperatures not too close to each other, to 
calculate the temperature corresponding to any vaponr-pressiire below 
60'00 mm. By means of these relations we calculated the vapour- 
pressures of mereuiy at intervals of 5” irom 185° to 520°. The 
calculated vapour-pressure of mercury at 260° is 96*66 nim, I have 
now found 96*87 mm. ' The d'i&rence, 0*21 mm,, corresponds to an 
eiTor, in 'temperature of the bromonaphthalene' of 0*27“ ; and at 270'^, 
,tlio calculated vapour-pressure of mercury is 123*90 mm. ; whereas 
the vapour-pressure found is 124*56 mm., the difference is 0*66 mm., 
corresponding to a difference in temperature of 0*21°. The error as 
' thus calculated may be wholly ascribabie to the determination of the 
vapour-pressures of bromonaphthalene, in' which case those given by 
Dt,. Young and myself are' at such temperatures low by a pressure 
equivalent '„to about 0*2° ; ,or it may be ascribed to error in the/deter- 
mination of the vapour-pressures of m'ercury. I am disposed ^tp' 
believe the former supposition ; but, whichever be taken, the: Terence, 
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is a mimite one for sncli Mgli temperatures, and tlie observations 
fiirnisli further proof of the accuracy of the work already referred 
to. 

In carrying out similar experiments on amalgams by means of 
this apparatus, two difficulties were met with which led to its 
abandonment. These were, first, the difficulty of iiitrodiicing the 
amalgams of easily oxidisable metals without considerable oxida- 
tion ; this caused a dilference in the sui’face tension of the mercury in 
the closed limb and the open limb of the U -tube ; and althoiigli it is 
easy to introduce such a correction as would approximately restoi^e 
the surfaces of the mercury to the position which they would occupy 
on.' the scale provided both meniscuses were plane surfaces, yet this 
correction does not show the true position of the mercury, inasmuch 
as a greatly curved meniscus means that the merciuy is considerably 
depressed in that limb of*the tube on which the meniscus is so curved. 
It is impossible to estimate the value in millimetres of this depression ; 
and hence no allowance is possible. This uhlmown error may bear 
a ccnsiderable proportion to the whole depression observed, which is 
not a very great one. The second difficulty is, tliat tbe solubility of 
many metals in mercury at 260® or 270® is very slight. liow as the 
depression of the vapour-pressure of mercury by a dissolved metal 
depends on tbe total amount of metal dissolved, and is inversely pro- 
portional to the molecular weight, a very weak solution cannot be 
employed, else the probable error bears too large a proportion to the 
total quantity measured. But the .results of measurements with 
cadmium and with sodium bear out the conclusions of subsequent 
experiments, hence they are worth quoting here. I should mention 
that attempts were also made to determine the behaviour of xinc, 
magnesium, barium, and silver, but owing to the oxidation of the ' 
first three' of these metals during their introduction, the glass was 
wetted by the metal, and it was almost impossible to obtain readings ; 

, with silver, the solubility was too small at 270® to permit of trust- 
worthy measurements. ' 

1. ^Oadmium ^, — Temperature = 260° ; percentage in amalgam, 2*074 ; 

vapour-pressure (mean of- 11 measurements), 93*02 mm . ; highest 
measurement, 93*6 mm. ; lowest, 92*2 mm. ; calculated ' molecular 
weight, 104*15 temperature = 270° ; percentage, bhe same ; vapour- 
pressure (mean of 9 measurements) 120*17.; mm.; highest ^ measure- 
ment, 120*75 mm.; lowest, 119*45 mm; calculated molecular weight, 
117*7 ; mean of both determinations,^ ' 110*9 '; atomic weight of cad- 
mium, 112*1. \ 

2. Temperature 270°.';-; p'ercentage in amalgam, 0*'625'5 y 
Yapqur-pressure '(mean' of- '1,8 ’mi^mremente),' '112*9' mm.;-; .highest, 
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laeasTiremeiitj 114*2 mm. ; lowest measiireinent, 111*3 mm. ; calculated 
molecular weiglit, 13‘36 ; atomic weigM of sodium, 23*04. 

Owing to tlie difficulty of experiment, this process was abandoned 
in faTour of a simpler one. A with a shorter limb was em- 

ployed, of the shape shown in the figure. Close beside, almost in 



contact with it, was a perfectly similar ■ Both of these tubes 

were surrounded by a bath of mercury vapour. The one containing 
the amalgam was connected with a gauge standing in the same trough 
with a barometer so that the pressure could be slightly altered, and 
various separate readings of pressure could be taken. As the tem- 
perature of the boiling mercury was not in variably, that coiresponding 
to the atmospheric pressure of the day, some slight difference heing* 
always caused by radiation, or by convection currents,' the second 
y -tube, which contained pure mercury, served to correct the reading ; 
for, had the temperature 'been exactly that of mercury , vapour, the 
levels' ,of the mercury in the two' ■' limbs of the ' second 'U -tube would 
have been ,the: samep this was sometimes the case ; but as a 'rule,' the 
temperature of the hath was slightly below: that 'of 'the temperature of 
the vapour of boiling mercury at. the preS'Sure' of.the'-day, 'an,d by'Stxb- 
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tractiiig tiie difference in level of the mercury in the two limhs of the 
second U -tube from the height of the barometer^ the pressure truly 
coiTespoiiding to the temperature of the mercury vapour was 
obtained. 

In this way, a series of determinations at the boiling point of 
mercury were obtained ; it was nnnecessary to know the temperature, 
for that corresponded to the pressure of the atmosphere of the day, 
subject to the correction mentioned. 

Various methods of filling the experimental with anialgan 

were resorted to, according to the nature of the metal experimented 
with. The usual method of procedure was as follows : — The tube 
was pumped empty by means of' a SprengeFs pump, and hydrogen 
wuvS admitted to restore the pressure. The tube was again evacuated, 
and the amalgam, previously prepared, Avas introduced thi'ough the 
side-tube. The determinations ■ having been made, the percentage 
composition of the amalgam was ascertained by analysis. This plan 
was pursued with oxidisable metals, such as lithium, sodium, 
potassium, barium, and manganese. With metals easily obtained 
and not readily oxidisable, the requisite amount of mercury, 
weighed out, was introduced into the tube. The tube was then 
exhausted and filled with hydrogen ; the metal, weighed out, was 
dropped on to the mercury, and the stopper replaced ; and the tube 
was again exhausted and again filled with hydrogen. Before each 
experiment, the contents of the -weve well boiled for about an 

hour under diminished pressure, so that all gas might be carried 
round the bend. On increasing the pressure, it is necessary that the 
mercury column should quickly touch the glass, leaving no trace of 
a gas-bubble, During each experiment, often between each two 
readings, the pressure was again reduced so as to ensure the expulsion 
of any residual gas. It was seldom found that this operation was 
necessary, for, as a rule, the readings obtained were identical within 
the limits of experimental error. 

The proportion which the experimental error hears' to the result 
obtained differs in each individual ease. It was not 'common to 
obtain two r^eadings from any set with so great a difference as 1 mm. 
in pressure. But vrhen the total lowering of vapour-pressure amounts 
to 10 mm. this represents an extreme error of 10 per cent. In cases 
where larger amounts were ' used the error "was proportionately 
smaller, and often did not atnount to more than 1 or 2 per cent. The 
mean result is 'of course still more trustworthy. 

The source of an error which cannot be ' very great, and yet which 
cannot well he estimated, has '.been previously mentioned, viz., that 
the form of the meniscus’ in the closed . 'limb differs from that in 
the open limb. Here it ds'' not the 'mere 'differences 'in level which 
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recjiiire coiTectiou, tliat can easily be approximated to, and bas been 
uniformly allowed for; it is tbe unknown diminution or increase in 
pressure produced by tbe tendency of tbe curved surface to occupy a 
lower position in rbe tube tban a plane surface would. Tbe general 
concordance of tbe results would, however, sbow tbafc this error is 
not a serious one. Tbe depression in one limb ivS partially balanced 
by tliat in tbe other, and the algebraic sum is probably negligeable. 

The results rvill now be considered in tbe order in which the 
metals occur in tbe periodic table : — 

1. LitJiluvi . — Prepared by electrolysing a solution of tbe chloride, 
mercury forming tbe negative electrode. Long, lustrous, needle- 
shaped ciystals separated on standing, w^bicb rapidly become dull, 
and melted on exposure to air. Tbe constants were determined, and- 
tbe lit ilium in tbe piortion of amalgam employed was subsequently esti- 
mated as chloride. Tbe amalgam was admitted through the side tube. 

21 Sodium. — Sodium amalg’am, prepared in tbe usual wa}^ vras 
employed. It was admitted through the side-tube into a rarefied 
atmosphere of hydrogen. Five sets of experiments were made, tbe 
percentage of sodium in tbe amalgam being different in each case. 
Tbe sodium was afterwards estimated as chloride. 

3. Fofassmuu — The results with potassium amalgam were similarly 
obtained, two sets of experiments being made. 

4. Barium . — Barium amalgam was prepared in tbe same manner as 
lithium amalgam. Before introducing it into tbe U 

warmed so as to bring all tbe barium amalgam into solution. When 
cold it was filled with needle-shaped crystals. After tbe experiments 
bad' been made, tbe barium was estimated as sulphate. 

5. '6, and 7, Repeated attempts were made to prepare berylliiiiii, 

calcium, and strontium amalgams in a similar manner, but without 
success. Tbe amalgams can be made, but are so easily attacked, by 
water, even when tbe tube in which tbe electrolysis took place was 
surrounded by a freezing mixture, that they were not of sufficient 
concentration to give trustworthy results. AH of them oxidise very 
rapidly on exposure to air, beryllium amalgam becoming covered with 
a Mack film, wLilst strontium and calcium are covered by a grey film 
of oxide. ' During the electrolysis of calcium chloride, the solution' is 
filled with, black particles; this us not tbe case wdtb strontium nr 
barium. Attempts were also made, but wntbout /success, to prepare 
the metals by 'the electrolysis of tbe fused chlorides ; for no coherent 
lumps; were obtained which would bare been suitable for such deter- 
minations. ' Tbe depression produced by these' amalgams was^ulways 
too small to giwe trustworthy results. Tbe result ' for calcium, bow-, 
ever, will be given in its place, but 'it must, not be," considered U'S ' of 
any g3?eai, walue. b;/„; 
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8. Magnesumi . — A sample of commercial magnesium was suMimed 
ill a vaciitim by beating it to redness in a piece of bard combastion 
tnMng. It snbliiaed ivitb difficulty ; but tbe resulting metal liad a 
silver- white colour, and was obviously pure. A weighed piece was 
dropped on tlie surface of tbe mercury in tbe U -tube ; tbe tube was^ 
tlien exhausted and filled with hydrogen. Two sets of experiments 
were made wdth different, quantities. 

9. Zinc . — This metal was also carefully pmified by distillation in a 
vacuum. The pure zinc was barely attacked by hydrochloric acid,, 
even at boiling temperature. The method was the same as with 
magnesium. Three sets of experiments were made. 

10. Cadmiimi . — The sample was also purified by distillation. Three 
sets of experiments were made. 

These amalgams are also unstable in moist air. The amalgam of 
magnesium turns black, and it was conjectured that the black sub- 
stance might prove to be a suboxide of magnesium ; but on analysis 
it proved' to be a mixture of magnesia with finely divided mercury. 
Zinc amalgam is more stable in air than magnesium amalgam ; and 
the cadmium compound may be exposed for some time without much 
oxidation. 

11. Altiminmm . — A sample of aluminium wire, w^hich contained on 
analysis 99i per cent, of aluminium, was employed. It was cut into* 
short lengths and dropped into a weighed amount of mercury con- 
tained in the jj -tube. After exhaustion and filling with dry hydrogen, 
the aluminium dissolved readily on boiling the mercury. The result- 
ing amalgam possesses a most curious property. A drop, allowed to 
stand in ordinary aii’, sends out a loose, porous, white mass of alumi- 
nium oxide, ■which growls from hour to hour and presents the appear- 
ance of a long, white worm, often attaining the length of a foot. All 
the aluminium , is thus expelled from the mercury, and the alumina 
may he ignited and weighed. Two sets of experiments wrere made. 

12. Gallium . — By the bindness of M. Lecoq de Boisbaudraii, I was 

furnished with Ob gram nf gallium. ■ It dissolved easily in the 
mercury., One estimation was made. The galliiim amalgam does 
not tarnish in air. ^ ^ 

13. Thallium . — A sample of commercial thallium 'was purified by 
precipitation as chloride, and reduction by fusion with potassium 
carbonate and cyanide. ' The amalgam is easily made, and does not 
tarnish. Five experiments were made. 

' 14. Tin . — The metal was reduced 'from the dioxide as with thallium.. 
The amalgam is stable in air. ' Two experiments „were made. 

15. Lead. — The metal was prepared 'from thO' chloride, as above. 
Two sets' of readings were' takeU', ■ ■ , 

'16.', Araemh.— Attempts to' 'prepare; an'' amal^m,' of arsenic '.'failed;;'' 
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tlie eleaient is £11301111316 in mercury, eTen at the boiling point of 
mercury ; and on electrolysis of the dilate cliloride, the element is 
deposited on tlie surface of the mercury; none enters into solution. 
Hence experiments could not be carried out. 

17. Antirdony . — ^ Antimony dissolves in mercury freely at the boiling 
point, but crystallises out in spangles on cooling. The amalgam is 
permanent in air ; four estimations were made. 

IS. Bls/niifh . — Two experiments were made with this amalgam. It 
is permanent in air. 

19 . Cojyyer. — Although copper amalgamates readily, yet its amalgam 
is almost insoluble in mercury, even at the boiling point, giving too 
small a depression of vapour-pressure, hence experiments made with 
it failed. 

20. Silver. — The same remark applies to silver. But the amalgam 
is much more soluble in boiling mercury than The corresponding one 
of copper. One set of readings was taken. The composition of the 
amalgam, after it has been heated to dull redness, appears to be 
Hg:A'o:. 

CIS ^35, ' 

21. Gold, — This amalgam is also not freely soluble ; yet sufficient 
dissolved for the purpose. 

22. 23. Platimmi and Falladium, — “These metals do not dissolve in 
mercury to a sufficient extent to make it possible to carry out experi- 
ments. 

24, 25. Iron and Nickel, — ^Attempts to prodnce these alloys by 
electrolysis succeeded in so far as dilute solutions were obtained ; but 
the amount present was too small to allow of an estimation of their 
molecular weights. 

26. Manganese. — This element was amalgamated by electrolysis of 
its chloride. The amalgam rapidly turns black in air, but may be 
preserved for some time under water in a closed vessel, on . which it 
has little or no action. Under alcohol, in an open vessel, it x’apidlj 
becomes oxidised, owing to absorption of the oxygen of the air. A 
successful series of readings was obtained. 

The results of these expei’iments are given in the table (p. 533). 

On inspecting the table it will be seen that the molecular weights 
of the elements lithium, magnesium, zinc, cadmium, gallium, tin, lead, 
hisniuth, silver, and gold are expressed by nnmbex^s almost identical 
with their' atomic, weights. Bnt here the question of probable error 
of experiment should be considered. It may be taken that no two 
readings of any set differed by more than^ a millimetre.' 'The total 
Aopression with different elements, however, is represented by nimbers 
' of : very,, different magnitude.,. Thus with the smallest quantity*' of 
sodium taken,. '6* 86, atom per 100 atoms of mercury, the .mean total 
depnession observed'' was 6'7 mm. The , probable error, i.8, however, 
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reduced "by tlie nnmber of observations, and cannot be considered so 
great as 1 min. It would' bave been easily possible to calculate the 
true mean probable error ; but tbe result would bare given a fallacious 
impression of tbe amount of error. For, as bas been previously re- 
marbed, there is a source of error impossible to 'estimate, due do 
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unequal capillar j depression in the open and closed limbs of the IJ -tube. 
It must however he held that those measurements in which a largo 
depression iras observed are more accurate than measurements of a 
small depression, inasmuch as the total c|uantity measured hears 
a iiiiicli greater proportion to the sources of en*or. 

The element sodium, present in small proportion to the solvent 
mei'cuiy, has apparently a molecular weight lower than the atomic 
iveight, the nuinher 21*6 being found, whereas the atomic w^eight is 
26. On increasing the proportion of sodium, the apparent molecular 
weight falls, till with 5*35 atoms per 100 atoms of mercury, the 
number 15*1 is reached. This beha%noar is not ohservahle with 
potassium, the numbers obtained with 1*55 and 5*26 atoms of metal 
per 100 atoEQ.s of mercury being sensibly identical.' The low nuinher 
cannot be due to the existence of stable alloys of these metals with 
mercury, for if these were present a higher and not a lorver weight 
’would be obserrahle. One possible cause, and that appears an im- 
probable one, is that the presence of sodium tends to produce an 
association of atoms of mercury so that it would no longer be justifi-, 
able to assume the' atomic weight of mercury as identical with its 
molecular, weight. It may, on the other hand, be the case that a 
definite stable alloy of sodium and mercury is formed, with a definite 
vapour-pressure, and that such a substance acts as a solvent. It is, 
ho'wever, remarkable that lithium, an element closely related to 
sodium, gave no sign of such irregularity, while alteration of dilution 
with potassium is apparently without influence on the molecular 
weight, which nevertheless was found lower than the atomic w^eight, 
viz., 29 and 30, instead of 39 . 

But little weight can he attached to, the result with calcium; the 
difliculty of producing a sufficiently concentrated amalgam hindered 
any further experimental investigation. Yarious attempts were made 
without success. But with both calcium and barium the same pecu- 
liarity is seen, viz., molecular' weights lower than the atomic weights 
of these elements. 'No doubt the cause of this behaviour, whatever it 
may be, is the same as determines it with sodium ; but as a study of 
the influence of vaiying amounts did not throw light on the anomaly 
with sodium, series of experiments with metals much more difficult to 
manipulate were not executed. 

Perharps the same tendency may account for the results with mag- 
'nesiiim ; ■ but as the total depression with 0*7 atom present'per 100 of 
mercury amounted to only 7*4 mm., too much weight must not be 
attached ^ to the nU'mber 24 * 0 . With cadmium, again, the numbers 
obtained are 'Somewhat low; and about these results there can be no' 
doubt; the cadmium waS' free from zm'C, , and '"was redistilled in 
vabuum before use.',' : ' '' ; - 
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The metal o£ wliich the atomic weight is approzinintelj 

204, again gives low results, varying from 164 to 198 ; but the 
tendency is here to rise with increase of metal proportionately to 
soivent. Still there can be no doubt here as to the molecular 
weight indicated. 

The metals tin, lead, antimony, and bismuth show distinct teiideiiej 
towurds association of atoms. The more concentrated the amalgam 
the higher the apparent molecular weight. As regards the immber 
301*2, obtained for antimony, with 6'22 atoms per 100 of mereiiiT, 
such a high result may well he due to the limit of solubility of anti- 
mony in mercury having been reached. , The amalgam, on cooling, 
was filled with crystals of antimony, and there may well have been 
free antimony in the hot amalgam. This would have the effect of 
apparently raising the molecular weight ; for that portion which did 
not dissolve in the mercury would still a23pear on the numerator of 
the fraction in the equation given on p. 524, and W’ould cause, the 
quotient to be too liigh. I do not think that this vras the case with 
3*84 atoms of antimony joresent per 100 of mercuiy, for the amalgam 
on cooling deposited few crystals. And the remark is also inapplicable 
to the three metals tin, lead, and bismuth, all of wdiicli are readily 
soluble ill mercury. 

The metals gallium, silver, and gold give numbers sufficiently 
near their atomic weight to render it probable that* the molecule 
and atom are with them identical. 

The only other elements to he considered are manganese, with which 
the normal number ivas obtained, and aluminium, wffiich gave inva- 
riably high results. G-ood commercial aluminium was used, wffiicli on 
analysis ivas found ,to contain over 99 per cent, of that metal. The 
result can hardly be attributed to impurity, but must be connected 
in .some way with the metal itself. The numbers 36*7 and 33'1 were 
found instead of 27. It is possible but not probable that such a 
high result is due to association of atoms; for' very different 
amounts were used in each case, viz., 1*52 atoms and 2*94 atoms per 
100' atoms of mercuiy. ' , A 

It is interesting to compare these results with those of two experi- 
menters who ' have published their results since the preliminary note 
of this research was read'; Messrs* Heycock and JSTeville made use 
of the method of freezing in a similar series of observations ; their 
preliminary note is published in the Froceedings of the Cliemiml 
Society, 1889, lllo. 65. Employing tin as, solvent, they find concordant 
results , for the metals zinc', copper, silver, ' cadmium, lead, and mer- 
cury, , The elements antimony and. aluminmm gave ab normal results. 
With antimony they, obtained a rise, ■; connected .possibly ivitli the 
formation of compoiincV' of ' antimony and and^ its serving as 
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solvent; and with alnininitim tlie fall was only 1'34° per atom of 
metal per 100 atoms of solvent instead of about 2*4°. This would 
imply a Iiigb molecular weight for aluminium ; in fact, assuming the 
other metals to have molecular weights identical with their atomic 
weights, the molecular weight of aluminium should be represented by 
the formula AI 2 when dissolved in tin. 

G. Tamman has also published a memoir in Ostwald’s Zeitsclirifl fur 
plii/sil'cdiscJie GJiemie, 1889, 441, in which he gives results similar to 
those of ^Messrs. Heycock and ISTeville. He used mercury as solvent, 
and with the metals potassium and sodium obtained what he con- 
siders normal results ; taking as the molecular depression of freezing 
point of mercury 425, the mean numbers for these metals are 424 
and 4*20. Yery dilute solutions were used, varying from 0’048 atom 
to 0*353 atom per 100 atoms of mercury. With thallium and with 
zinc, lower numbers were, obtained, viz., 365 and 390, while with 
bismuth the number 570 expresses incipient association. ^ With lead, 
cadmium, gold, 'and tin his results, when only small amounts were, 
employed, were also normal ; but with larger amounts, either associa- 
tion of atoms or formation of stable alloys occurred, rendering the 
i*esults inconclusive. 

Similar experiments, in which sodium was employed as solvent, 
gave erratic results — in every case appearance of association of atoms 
being observed. But Tamman points out that it is improbable tlmt 
such association can take place, as it would contradict experience. 
We have, however, no knowledge of molecular weights of metals at 
low temperatures ; which, moreover, are eminently favourable to 
chemical association of atoms to form molecules. hTo opinion can be 
pronounced on Tamman’s suggestion ■ in tbe present ' state of our 
knowledge. It is, however, notewoxdhy that the solvent in this case 
is a substance which gives cuiious results as regards its own mole- 
cular weight as determined by the boiling point method ; and it may 
be that its molecular aggregation is disturbed by the presence o! 
foreign metals dissolved in it. 

So far, then, as conclusions can be drawn from these experiments, 
it would appear legitimate to infer that in solution, as a rule, the atom 
of a metal is identical with its molecule, as the physical properties of 
those metals which have been vaporised would lead us to suppose. 
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L. — The Ammint of Nitric Acid in the Eain-water at EotJiamsted^ luitJi 
Notes on the Analysis of Ram-imter, 

By B. Waeikgtox, F.B.S. 

The earliest analyses of the rain-^vater at Eothamsted pnbiishecl by 
Lawes and Gilbert (Brit. Eeport, 18-54), do not include the 
determination of nitric acid ; attempts were indeed made to deter- 
mine the amount present, but the method used proved inadequate for 
this purpose. Way subsequently determined the nitric acid in samples 
of E-othamsted rain-water, representing the rainfall of each month in 
1855 and 1856 (/. Boy. Agri. iSoc., 1856, 142, 61S ; 18S6, 12), To 
accomplish these determinations he made nse of the reaction pro- 
posed by Bnnsen : the residue obtained by evaporating the rain with 
lime-water was heated -with potassium iodide and hydrochloric acid 
in a hash free from oxjgeiLy and the liberated iodine determined. 
By this process' he obtained a mean of 0*12 of nitrogen as nitric acid 
per million of water, the extreme amounts in the rainfall of any 
month being 0*06 and 0*30 per million. The total quantity of nitric 
nitrogen in the rainfall of each year was respectively 0*72 lb. and 
0*76 lb. per acre. 

In 1869 and 1870, Dr. E. FranMand examined 71 samples of rain- 
water from Eothamsted for nitric acid. He found that his usual 
method (the production of nitric oxide gas hy the action of the water 
residue mixed with sulphuric acid upon mercury) failed to sIiotv the 
presence of nitric acid. Thirty-four of tlie samples of raiii-wmter 
were, ho.wever, examined by tbe aluminium method, and in each case 
nitric acid was found. The arithmetical mean of these 34 analyses 
gives 0*14 of nitrogen as nitric acid per million of water, the extremes 
being 0*01 and 0*44 per million. In samples of dew, a maximum of 
0*50 was obtained. As the samples of rain examined did not repre- 
sent the w^hole rainfall of any period, they do not afford material for 
calculating the average composition of rain-water ; the mean result 
of the 34 analyses ' agrees, however, substantially with tbe earlier 
results obtained by Way, 

111 recent years, new determinations of tbe ammonia, cbloriiie, and 
sulphuric ' acid in rain-water have been made at the 'Eothamsted 
Laboratory (Trans., 1887, 501) 5 we have nowAo record similar 
results relating to nitric acid. 

The rain-water employed, as in all the determinations already 
noticed, ivas collected in a ' large leaden gauge, hamng an area of 
1 -lOOOtli of an acre. Of the daily collection; of rain, clewqmr, siiow- 

yoL. LT., ' 2, p ^ 
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water, a fixed fraction (a gallon for eacli inch) was placed in a 
carhoj ; at the end of each month the contents of the carhoj was 
mixed, and a sample taken for analysis. In the carboy receiTiiig the 
rain for nitric acid estimation, a little mercuric chloride was placed 
each month, with the view of preventing any change of ammonia into 
nitric acid ; it may he donbted, however, if this precaution was 
necessary, as the rain-water always contained a very appreciable 
a^nioniit of lead, and earlier experiments (/. Boy. AgrL 8oc., 1883, 
319) showed that on the whole the rain-water more frequently 
gained than lost ammonia by keeping. 

The method first employed was to concentrate 10 lbs. of the rain- 
water in a retort, .a little magnesia being added to decompose any 
ammoiiinm nitrite or nitrate present. The concentration was con- 
dnctecl in a retort, as earlier experiments had shown (Trans., 1881, 
229) that evaporation in the open air, and especially over gas, 
resulted in a distinct addition to the nitrites present. When concen- 
trated to a small bulk, the water was filtered,, and then evaporated 
nearly to dryness in a very small beaker. The nitrogen as' nitrates ^ 
and nitrites vras then determined by the improved form of Schloesing’s 
method already described (Trans., 1882, 34o), the amount of nitric 
nitrogen being, ascertained by measurement of the nitric oxide gas 
obtained. 

My own experiments had shown Schloesing’s method to be 'sus- 
ceptible of great accuracy, and to be quite unafiected by the presence 
of organic matter. Suspicion was, how^ever, aroused that nitrates 
were lost during the final stage of concentration of the water. In 
some cases, depending apparently on the amount of organic matter 
present, a heavy black deposit, probably of reduced lead, was formed 
when the water reached a small bulk, and from this deposit biibldes 
of gas were coiitinnonsly evolved. Tearing the reduction of nitrates, 
I sought to control the resnits by some method in which the concen- 
tration of the water should he unnecessary. The aluminium method 
seemed open to objection, as it involved the addition of much sodium 
or |)otassiuni hydrate, w'hich would probably react on the nitrogenous 
organic matter in the rain-water and produce ' ammonia. I' resolved, 
therefore, to try the copper- zinc couple, following the plan proposed 
by AI. W. Williams (Trans., 1881, 100), 

In the experiments first made, ammonia wms determined in one 
portion of the raiii-wnater ; the nitrates and nitrites were then reduced' 
by means of the couple in another portion of 'the water, .and ammonia 
again determined; from the difference in the, quantity of ammonia 
found" in the' first and second determination, the quantity of nitrogen 
originally present as , nitrates and' nitrites was calculated, TkiS' mode 
■of proceeding was soonTejected as admitting of little 'exactness. As 
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tlie determinatioiis of ammonia were made by N'esslerising, the quan- 
tity of aniraonia present in tiie second determination was necessarily 
small, and tiie greater part of tliis consisted of the ammonia originally 
present in the rain ; tbe errors of two deterniiB.atioiis tlins fell on tbe 
very small amount of ammonia representing tlie nitrates and nitrites 
in tbe water. 

The method finally adopted was to boil rapidly 1 litre of tlie rain” 
water in a retort, with a little magnesia (previously raised to a low 
red heat and then washed), till 250 c.c. had distilled over. The 
residue was then made up to 800 c.c., transferred to a wicle-nionthed 
stoppered bottle, supplied with strips of zinc foil converfced into 
couple, and placed in an incubator at 21 — 24° for three days.'^ A 
measured portion of the solution was then distilled, and the ammonia 
in the distillate determined. 

This plan had two advantages : 1. The ammonia, as well as the 
nitrogen as nitrates and nitrites, could be determined in the course of 
the same operation, and in the same sample of water. For this purpose 
it was only necessary to fit the retort to an efficient condenser, and to 
remove all ammonia from the apparatus by boiling distilled water in 
the retort before introducing the rain-water. Tlie distillate of 
'250 c.c. afterwards obtained was well mixed, and the ammonia 
present determined in 25, 50, or 100 c.c., diluted to 150 c.c, with 
water free from ammonia. 2. The nitrogen as nitrates and nitrites 
was determined directly and alone; the error of the deteimiination 
was also as small as Nfesslerising admits of, since it was possible, if 
necessary, to distil 600 c.c. of the boiled rain-water (corresponding to 
750 c.c. of original rain), and thus obtain a full amount of ammonia 
for determination, even when the rain had been poor in nitrates. 

Some of the monthly samples of rain-water were analysed both by 
the Schloesing and by the copper-zinc method, with the results given 
in the next table. 

On comparing the results given by the two methods, it appears that 
in a iiuinber of cases the differences sliowm are very small ; whilst in 
fewer instances, generally where the 'rain-water is of a more concen- 
trated character, the copper- zinc method show^s a considerably larger, 
amount of nitric acid. In 11 samples of rain, the mean amount of 
nitric nitrogen found by Schloesingh metbod w^as 0*125, and by the 
copper-zinc ' method 0T62 per million of water. The original ' sus- 
picion was thus confirmed. .The lowmr ■ result obtained by tbe use of 

This time is a good deal longer than that, mentioned hy "Willmms. It is perhaps 
unnecessarily long ; but the condition of the solution ' naturally determines a very 
slow, .action. The disapp'earanee«of nitrites, as shdwn'hy rn'etaphenylenediamine, k 
,in this case no safe indication of the completion of the reaction, as the amount ot* 
nitrous nitrogen will 'frequently be too small ':to, give a reaction with this test. ^ 

'' ' ' . ''2 p . 2 ' . ' .. 
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Nitrogen as Nitrates and Nitrites _pe?* million of Eain-icater. 


Rains analysed. 

Schloesiiig*s 

method. 

Copper-zinc 

method. 

Difference. 


0-196 

0-270 

0 -074 


0*038 

0*048 

0*010 


0-111 

0 *172 

0-061 

3Iareli 

0-163 

0-247 

0-084 


0*366 

0 *385 

0*019 



0 *081 1 

0*093 

! 0 -012 

! 

0 *094 i 

0 -090 

0 -004 

Xovember ‘ 

0*069 

0-093 

0 *024 


0 *064 

0 *066^ 

0-002 

, 

1SS8, FebniarT 

0*127 

0 -229’^ 

0-102 

, March 

0 'OGS 

0*095* 

0*027 


Mean 11 analyses ........ 

0 125 

0 *162 

0-037 


Nitrogen as Nitrates and Nitrites in 19 Monthly Bain falls at 
Eothamstecl {Scliloesing^s Method), 



Rainfall. 

Xitrogen as nitrates and nitrites. 

Per million. 

Per acre. 


inches. 


lb. 

1886j September 

1*51 

0-196 

0-067 

5 , October 

3*94 

0 -089 

0-079 

„ XoTember 

2*77 

0 -064 

0 *040 

„ December 

4*21 

0*038 

0 *036 

1SS7, Janiiarv 

2*39 

0 *111 

0 -060 

„ Marcli 

1 *76 

0-103 

0 -065 

-April 

1*19 

0 *106 

0 *029 

„ Mav 

2*35 

0*162 

0 *086 

j, June .... 

0*71 

0 * 28-1 

0-046 

„ J uIt 

0*79 

0 *204 

0 -036 

,5 August - 

1*04 I 

' 0 -366 

0 -086 

„ September , . ■ 

3*11 i 

0 -osi 

0 -057 

5 , October 

1*69 1 

0-094 

0-036 

„ Xorember 

3*41 

0 *069 

0 ’ 0 i >4 

December 

1*66 

0 *064 

0 -024 

1888 s JanuaiT 

0*95 

0*198 

0 -043 

ss Februain* 

0*98 

0 *127 

0-028 

5 , March ................ . . 

3-13 

0 *068 

0 -048 

„ April .. 

2*14 ■ 

; 0 *145 

0 '070 

Mean of 19 months 

2*09 

0 -111 

0-052 

Total 12 months, May, 1887, to 
April, 1888 

21 *96 

0 M 24 

0 -614 


♦ These results 'were obtained with the less exact method first employed. 
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Scliloesiii,g’s metliod in tlie case of certain rain-waters was iirol^aMy 
due, as. already suggested, to a reduction of nitrates during the pre- 
liminary concentration of the water, and was thus no fault of the 
method itself. 

When this error of deficiency was discovered, the nitrogen as 
nitrates and nitrites had already been determined during 10 months 
by Scliloesiiig’s method. Since May, ISSS, the copper-zinc method, 
with its accompanying determination of the ready-formed ammonia 
in the rain, has been exclnsively made use of. The results of these 
analyses ai*e given on page 540 and below. 


KitrogeH' as A'itrates and Nitrites in 20 Monflihj Ealnfalls at Eotham- 
sted (Copper-zmc 2Iet]iod). 



i 

1 Xitrogen as iiitri 

Eainfall. [ 

i Per million. 

! 

itcs and nitrites. 

Per acre. 


inches. 


lb. 

1886, September 

1-51 

0*270 

0 *092 

„ December 

4*21 

0-04S 

0*046 

1887, January 

2-39 

0*172 

0 *093 

„ March 

1-7G 

0-247 

0 *098 

„ ' August 

1-04 

0*385 

0*091 

September ' 

3*11 

0*093 

0*063 

,, October 

1-G9 

0*090 

0 *034 

„ Xovember 

3-41 

0*093 

0 *072 

ISiiS, MaT 

1-28 

0*109 

0*031 

3 , June 

4*87 

0*167 

0 *184 

» July 

3*86 

0*104 

0*091 

j, August 

3-38 

0*090 

0*069 

„ Sentember 

l-()3 

•0-253 

0*059 

„ October . . 

1-09 

0'173 

' 0*043 

,, November ............. 

4*46 

0*096 

: 0 *097 

„ December 

1 *69 

0-155 

; 0 *059 

1 8S9, January 

1 ■ 1 -29 ■ 

0*190 

1 0 *055 

3 , , February 

! 1‘95 

0 '095 

! 0 *042 

„ March i . . 

1 1-89 ■ 

0*136 

0*058 

» ■A.pril 

j ' 2 -48 

0-230 

0 *129 

Mean' of 20 months 

2 '42 , ' 

0*138 

0 *073 

Total 12 months, May, 1888, 
to April, 1889 ............ 

29-27 

0-139 

0-917 


A comparison of the average amount of nitric nitrogen found by 
the two methods again shows that higher results were obtained by 
'the copper-zinc method. Thus the average contents of 19 monthly 
samples (mean rainfall 2*09 inches) is. OTll of nitric nitrogen per 
million by the Schloesing method;' .whilst the average of 20 monthly 
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samples (mean rainfall 2‘42) is 0*138 per million by tbe copper-zinc 
loetliod. The excess bj the latter method shown by these figures is 
also probably below the truth, as the waters analysed in the copper- 
zinc series represent heavier rainfalls, and consec|_tientlj weaker 
waters, than those analysed in the preceding series by Scliloesing’s 
method. 

The average amount of nitrogen as nitrates and nitrites found by 
the more exact (copper-zinc) method is 0*138 per million. This is 
almost exactly the figure representing the arithmetical mean of 
Frankland’s 34 analyses of indiyidnal rainfalls, namely, 0*14 per 
million. It is slightly higher than that found by Way, namely, 
0T2 per million; the comparison with Way’s results is apparently a 
fair one, as the average monthly rainfall in the case of his samples 
was 2*35 inches, and in the case of the present series, 2*42 inches. 

In the next table the amount of nitrogen as ammonia, as wmll as 
that found as nitrates and nitiites, is given for the 12 months during 
which the copper-zinc method has been employed. 


Nitrogen as Ammonia, and as Nitrates and Nitrites, in the Bainfall at 
Botliamsted during 12 months, 1888-89. 



Rainfall 
(inches) . 

Per million of rain. 

Per acre (lbs.). 

Nitrogen 

as 

ammonia. 

Nitrogen as 
nitrates and 
nitrites. 

Nitrogen 

as 

ammonia. 

Nitrogen as 
nitrates and 
nitrites. 

1888, May 

1-28 

0-256 

0*109 

0-074 

0*031 

„ ' d une ..... 

4*87 

0*500 

0-167 

0 ‘551 

0*184 

» Jxdy 

3-86 

0*388 

0*104 

0 *338 

0-091 

„ August .... 

3*38 

0*288 

0*090 

0-220 

0*069 

3 , September, . 

1’03 

1025 

0*253 

0*238 

0 -039 

„ October.'. . . 

1*09 

0 *525 

0-173 

0*129 

0 *043 

„ November . 

4 *40 

0-313 

0 *096 

0*315 

0-097 

„ December . . 

1*69 

0-500 

0*155 

0*191 

0 -059 

1889, January . . , 

1 *29 

0-575 

0*190 

0*168 

0,-055 

„ February .. 

1*95 

0-238 1 

0 *095 

0*105 

0 -042 

„ ' March .... 

1*89 

0-400 

0*136 

o*m 

0-058 

„ April...... 

2*48 

0 -575 

0 *230 

0 -323 

0-129, 

, Whole' year . . . 

29 -27 

0*426 

0*139 

2*823 

0 * 917 , 


With a rainfall slightly above the average, the proportion of nitrogen 
as ammonia gives a mean of 0*426 per million or 2*823 lbs. per acre.* 
The, mtrogen as nitrates and nitrites is at , the. same time' O'lSO 

* amount of nitrogen as 'ammonia is somewhat above 'the 'average of Rye 
y»w, rfreafiy publshed (Trans., 188^, 502), nam^y 2*41 lbs. per aereJ' ' ' 
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per million, or 0*917 lb. per acre. Tlie total nitrogen present as 
ammonia, and as nitric and nitrons acid, is tlins 3*74 lbs. per aci^e. 

Tbe amoBiit of nitrons acid in tlie Rotliamsted rain-water is 
extremely small, and only to be appreciated by tbe delicate napbtbyl- 
amine test. 

Tbe quantities of nitric acid found by other inxestigators bare 
been very various. Tbe average result of tbe analyses made at seven 
agricultural stations in Germany and Italy in 1864 — 72 (/. Boy. Agric. 
iSoc., 1881, 268), representing tbe rainfall of ' 13 years, is 0‘47 per 
million of nitrogen as nitric acid, and 1*26 per million of nitrogen as 
ammonia, tbe total being 10*18 lbs, of nitrogen per acre per annum. 
At tbe Observatory at Moiitsouris (Paris) tbe average of 10 years is 
0‘70 of nitrogen as nitric acid, and 1*82 of nitrogen as ammonia per 
million of rain, tbe total being eqnal to 12*36 lbs. of nitrogen per acre 
per annum. 

Eesults recently obtained at Lincoln, IsTew Zealand, and at ToMo, 
in Japan, agree more closely with tbe Eotbamsted figures. At 
Lincoln, Professor G. Gray finds, on an average of three years, 0*15 of 
nitric nitrogen, and 0*096 of ammoniacal nitrogen per million of rain ; 
tbe total equal to 1*6 lb. of nitrogen per acre per annum. At Tokio, 
Kellner finds in one year’s rain 0*085 per million of nitric nitrogen, 
or 1*02 lb. per acre. Tbe nitrogen .as ammonia in another year’s rain 
was 0*126 per million, or 1*78 lb. per acre. 

Miintz and Aubin found only a minute trace of nitrates in rain and 
snow-ivater collected at tbe summit of tbe Pic du Midi (neaxdy 
3000 in. high) ; they suggest that nitrates are not produced in tbe 
atmosphere at elevations above those at wMcb electrical ' discharges 
from clouds occur. 

Miintz and Marcano {Conijot rmcl.^ 108, 1062) have analysed 121 
rainfalls from Caracas (Venezuela)*; tbe mean proportion of nitric 
nitrogen w^as 0*578 per million, tbe maximum' reached 'was 4*21 per 
million. Nineteen rainfalls from St. Denis (Eeiinion) gave a mean 
of 0*69 of nitric nitrogen per million. They conclude that tbe pro- 
duction of nitric acid in tbe atmosphere, proceeds wfitb much more' 
energy in tropical countries. 

Notes on the Analysis of Main-water. 

Bain- water is so seldom systematically analysed that our 'knowledge 
of its contents in various, localities is very imperfect’; it may perhaps, 
therefore, be of some use to describe very, briefly tbe, methods of an,aly'sis 
"employed at Botbamsted. 

, If tbe average composition of rain-water' is to be determined, it is 
most important that either the, of'hhe rain falling on a given 
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area slioiikl form tlie sample examined, or that a sample representing 
tlie wliole rainfall slionld be prepared by mixing together a fixed 
fraction of each rainfall. The plan adopted in preparing tlie monthly 
samples at Eothamsted has already been described. Averages obtained 
by taking the mean of many analyses, without regarding the relative 
quantity of the rainfalls which they represent, are necessarily inexact. 

Artirnonia . — When ammonia is determined by Nesslerisiiig, the 
direction nsuailj given is to place 400 c.c. or 500 c.c. of the water 
ill the retort, and to distil two or more quantities of 50 c.c. ; the total 
ammonia present is then ascertained by adding together the amounts 
found ill the several distillates. This method may be convenient 
when nothing is known as to the quantity of ammonia present, but it 
must generally be attended with a loss of accuracy. The liability to 
error in comparing the tints given by the ammoniacal distillate, and by 
the standard solution of ammonia, is not inconsiderable, and is usually 
estimated as 5 j.|)er cent., tliongli this may he reduced by practice. 
The possible pi4^)ortion of this error is least at a certain depth of tint, 
about that given by 2 c.c. of the standard solution of ammonium 
chloride ; with much weaker solutions, the possible error will assume 
considerably larger proportions. In following the method described 
above, we have the errors of at least two experiments included in the 
determination of the ammonia, and one or more of these errors may 
be proportionally great, from the extreme dilution of the later distil- 
lates. 

The plan adopted at Eothamsted is to make one determination of 
ammonia in the whole of the distillate obtained, the strength of which 
is regiiladed by varying the amount introduced into the retort, so 
that it sshall be equal to, somewhere about 2 c.c. of the standard 
ammonia solution. A 150 c.c. cylinder is first filled with the rain- 
water, and 3 c.c. of NTessl^r’s reagent added; the depth of tint in- 
dicates wdiat quantity of raii^ will be required for distillation. The 


retort and condenser having,^^n fi*eed from ammonia by boiling 
distilled water and a little i]aa||esia in the retort, the measured 
amount of rain-water is added (cooled) contents of the retort, 

taking care that the final volume d<l| not exceed 600 c.c. ; distillation 
is then continued till a 150 c.c. cylider is filled. The determination 
of ammonia is made in this distillsi^, in, th© usual way. The five 
years' determinations of ammonia alrfedy^ referred to were made in''*^ 
this manner. When nitric acid is alsd^:t£>''''' be, determined, ,the ready,, 
formed ammonia is obtained in, the manifer described above. 

BUric Acid.— The general mode of deteir!hining nitric acid by means 
of the copper-zinc couple' has been already pteparation of 

the Gouple^ is the only: point, requiring iip*er the 800 o.c. 

„, 0 f boded ^ain- water I employ six Strips of long by 
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inches wide ; the strips ai’e bent at right angles along their centre 
to obtain stiffness. The couple is prepared in a series of five beakers, 
containing respectively a dilute solution of sodium hydrate, very 
dilute sulphuric acid, 3 per cent, solution of copper sulphate, ordinary 
distilled water, distilled water free from ammonia. Through these 
five beakers the zinc-foil is successively passed. It is rinsed both 
after the alkali and acid, hut after the copper has ]3eeii deposited the 
strips are simpl}^ drained, and carefully placed in the distilled water, 
it being difficult to rinse without removing the copper. The couple 
should be entirely submerged when placed in the rain-water. 

GMorine . — The method of estimation employed is the one generally 
made use of in water analysis, namely, titration witli solution of silver 
nitrate, using potassium dichromate as an indicator. The proportion 
of chlorine in rain is generally too small to he determined with 
accuracy in the unconcentrated water. Moreover, some rain-waters 
give at once an orange tint with the reagents employed, giffing rise 
to the idea that chlorine is absent : this orange tint is not discharged 
by the addition of a chloride. The method adopted at Rothanisted is 
to add 5 c.c. of lime-water, free from chlorine, to 1 litre of rain-water, 
and to concentrate the water in an open basin in a quiet room to less 
than a quarter litre. When cold, the water is filtered through a 
washed filter into a quarter-litre flask, diluted to a quarter litre, and 
then used for the determination of chlorine. In water thus prepared 
a normal reaction is always obtained. 

S‘ulphunG Acid . — The rain used for the determination of sulphates 
is specially collected in a glass funnel, having a small piece of asbestos 
cloth ill the pipe; no vulcanised caoutchouc is employed for connec- 
tions. 10 — 15 lbs. of the water are concentrated to a small bulk in a 
i"e tort, and then filtered through Swedish paper previously washed 
with hydrochloric acid. Sulphuric acid is then gravimetrically deter- 
mined in the filtrate with barium chloride. The concentration in a 
retort is essential, as gas flames are a constant source of sulphuric 
acid. 
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lil. — The Action of the Chlorides of Fropionyl and Btdyryl on Flienol, 
By W. H. Pekkix, Pli.D., P.R.S. 

As I liave been making an examination of tlie magnetic relations of 
some of the plienylic ethers of the fatty acids, it has been necessary to 
prepare several of them in a pure state. The process employed has 
been the ordinary one of acting on phenol rvith an acid chloride. It 
was found, hoivever, that nsnally the phenylic ether is not the sole 
product of the reaction, and as I have in two instances to some 
extent examined into this snbject, it was thought that it might 
be useful if I gave a short account of my observations. They 
refer to the action of the chlorides of propionyl and bntyryl on 
phenol. 


Action of Glilorides of Frojyionijl on FhenoL 


A quantity of crystallised phenol was treated with rather more 
chloride of propionyl than that required by theory for the formation 
of phenyl propionate. At first the temperature fell very considerably 
as the phenol dissolved, hydrochloric acid was then gradually evolved, 
blit the mixture did not get warm. After standing for about 
20 hours, the product wa.s distilled, the portion coining over between 
202"* and 230° being kept separate. The rest did not come over 
entirely below 360°, the last parts crystallising on cooling. A little 
carbonaceous matter was left in the retort. 

The first portion boiling at 202 — 203"^ was repeatedly fractioned, 
and eventually a considerable qnantity was obtained, boiling at 
211*5 — 212*5*^ (corr.) ; this was considered to be nearly pure phenyl 
• . 15 ® 

propionate; its density was 1*04954. On standing, however, 
JLo 


daring tKe cold weather the substance became a crystalline mass, and 
was furtber purified by draining off tbe oily prodncts, and then keep- 
ing the crystals on a porous plate for some time. Thus purified, 
phenyl propionate boils at 211° (corr.), and has a density of — 


djar06427, 1-05418, 

9 

1-04672. 

rhenyl propionate crystallises in beautiful, large, transparent prisms, 
which fdse at 20” ; when in the liquid state it may be cooled to 0°, 
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and kept at that temperature for some time Tvitlioiit crystallising. 
It has been prerioTisly prepared but not obtained in tlie solid state. 

Tlie' product boiling above 230° was again distilled; all tliat came^ 
over below 250° was rejected, but ibe bigber parts were sa 2 :}oiiified by 
boiling witb alcobolic potasb, a little water added, and tbe alcoliol 
boiled off. On tbe addition of bydrocbloric acid, an oil separated 
wMcb solidified to a crystalline mass. This was purified by being 
spread out upon a porous plate, and left until all oily products bad 
been absorbed : it was then dissolved in boiling alcobol, in vdiicb it 
was easily soluble, and on cooling w^as deposited in brilliant, bigbly 
refractive crystals consisting of short prisms which often appear as 
thick, six-sided tables. On analysis, this substance gave the following 
numbers : — 


0*2045 gram of substance g'ave 0‘o390 gram of CO- and 0*1260 
gram of OH 2 . 

Theory for 

CgHioOo. Pound. 


Carbon 72*00 71*99 

Hydrogen 6*60 6*84 


This substance is therefore isomeric with phenyl propionate. It 
is easily soluble in alkalis, and there can be no doubt it is sh p'ropionyh 
phenol, C 3 H 50 -C 6 il 4 * 0 H. 

It fuses at 148*5°, or 128*5° higher than phenyl propionate. In 
boiling water it dissolves to a small extent, and crystallises out as 
the solution cools. Unlike phenol, it dissolves easily in ammonia^,, 
this is probably owing to the chlorous influence of the CyHsO group. 


Actio7i of Chloride of Butyryl on Fhenol, 

Chloride of butyryl behaves with phenol in a manner similar tD 
chloride of propioiiyl, very little rise of temperature taking place. 
The product of tlie reaction was heated to its boiling point to drive 
off hydrocliloric acid, and when cooled dissolved in twice its volume of 
ether, the resulting solution was then agitated with dilute potash to- 
u'emove any phenol, separated, dried witlr calcium chloride, and dis- 
tilled. After the ether had come over, the temperature quickly rose 
to 227°, and a considerable quantity of oil came over between this and. 
230°, the temperature^ then soon rose to 250°, leaving a residue in the- 
retort. 

On 'fractioning the first part a few times, a considerable quantity of 
'oil boiling at 227 — 228° (corr.)was obtained; this was phenyl butyrate 
its density determination gave 
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d~ 1-03644, 

4 


1-02685, 

10 


1*01985. 

25° 


All attempts to make tke substance crystallise bj cooling failed . 
It has not previously been described. 

The residual product left in the retort, and boiling above 250°, was 
distilled under reduced pressure (250° mm.). It commenced to boil 
at about 197°, and the oil which came over between this and 225° 
proved to consist chiefly of pbenyl butyrate, and was rejected, the 
rest came over between 225° and 285°, the thermometer stand- 
ing for some time at about 280°, which is supposed to represent 
the boiling j)oiiit of the oil. This is a thick oil, and conld not 
be solidified by means of a freezing mistnre. It was saponified 
with alcoholic potash, and after the removal ofi the alcohol, dilute 
hydrochloric acid added, when an oil separated; the product was 
then boiled to volatilise butyric acid; on cooling the oily matter 
solidified to a brown crystalline mass, which was extremely soluble 
in alcohol, but not easily so in light petroleum ; it was therefore 
first crystallised from this solvent, wdien it was obtained in brownish 
crystals, and then from carbon bisulphide in w*hich it is moderately 
soluble when hot, but nearly insoluble w^hen cold. A black product, 
however, came down at the same time, but this was separated by 
recrystallising from petroleum of low boiling point (75 — 100°), of 
which a considerable quantity was required ; it was then obtained in 
white, pearly plates, melting at 91°. 

This substance gave the following numbers on analysis : — 

0T9S9 gram of substance gave 0'5216 gram of OO 2 and 0T316 
gram of OH 2 -. 


TJieojy for 


CioHpO. Foimd. 

Carbon 73T7 73‘3G 

Hydrogen 7*31 ■ 7*54 


This substance is therefore isomeric with phenyl bntji^ate, but as it 
behaves as a phenol no doubt it is butyrylphenol, 04 H 70 *OoHpOH, 
It dissolves freely in alkalis and in ammonia, it is also soluble to a 
small extent in boiling water, from which it is deposited in slender 
needles on cooling. 

There can be but little doubt that the propionyl- and butyryl-phenols 
described above are para- derivatives. An experiment was made in 
reference to this point with propionylphenol ; this was converted into, 
its methyl-derivative by treating its potassium compound with methyl 
iodide;,' 'and the product was then oxidised with chromic' mixture'; 
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cliirmg tLe osiclation tlie odour of anisic aldehyde ivas rer j pei’ceptible^ 
‘but no anisic acid was obtained ; it is quite likely, however, that tlie 
oxidation was carried too far as the amount of product at my disposal 
was very small. 

Tlie formation o! these phenols is rather remarkable, as the tem- 
perature at which the acid chloindes acted on the phenol was low, 
unless it occurred afterwards, w^hen heating the product to its boiling 
point. I have, however, made several experiments in this direction, 
such as boiling the phenylic ethers either alone or in presence of 
hydrochloric acid for a long time, or hy heating the acid chloride in a 
sealed tube, but the results have been negative. 

There are two ways in which they may be formed. First, the acid 
radicle in the phenylic ether may pass over into the phenyl, or they 
may result from the action of the acid chlorides on the phenylic ether. 
This, however, is not settled, and owing to other -work I have not 
given so miieli attention to the subject as I could wish. 

' It is rather remarkable that in the formation of phenyl acetate no 
high boiling products are obtained. A mixture of phenyl acetate, 
acetic chloride, and a little chloride of zinc heated in a sealed tube 
yields' a dark-brown tar, containing a colouring matter dissolving in 
alkalis with a red colour, probably phenacetein. Acetylpheiiol, ho-w- 
ever, has been prepared by Klingei (Fer., 18, 2691), from amddoacefo* 
]p]ienone by the diazo-reaction. In the preparation of phenyl ceiianthate, 
high boiling, secondary products were obtained, but not examined. 


LII . — OhseTvations on the Uelting Points of some Salicylic mid Anisic 

Conipoimds* 

By W, H. Peekin, Ph.D., P.R.S. 

Ix 1867 (Chem, Soc. 20, 418), I brought before the Society an 
U'Ccount of some new derivatives of salicyl aldehyde, and amongst 
'Other coBipoiiiids described the methyl- and ethyl- derivatives of this 
substance. These were described as nearly colourless oils, which did 
not solidify when 'cooled by ice and sa;lt. Since then methyl salicyl 
aldehyde has been re-examined by Yoswinckel (Ber., 15, 2024), who 
says that if every trace of salicyl aldehyde be removed from it, it is 
obtained in prisms melting at 35*". 

Wishing to measure the magnetic rotation of methyl sali'Cyl alde- 
hyde, some quantity 'Of it was prepared, the process used being 
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practically tliat descri'bed in my paper already referred to, ivMcli 
consists in lieatiiig tlie sodium compound of salicyi aldehyde with 
methyl iodide and alcohol ; the temperature used was that of the 
water-hatli, instead of 135 — 140'" as originally given, the lower tem- 
perature being sufficient as shown hy Yoswinckel. The product was 
diluted with water, the oil taken up with ether, washed with potash 
to remove any salicyi aldehyde, and the ethereal solution then dried 
with potassium carbonate and distilled. After the ether had been 
driven over, the oil boiled at 243'4 — 245*4 (corr.). This corresponds 
]}retty closely to the uncorrected boiling point given in tlie previous 
paper if the correction for stem in the air be added, as it then becomes 
about 242*8°. 

On cooling this methyl salicyi aldehyde by ice and hydrochloric 
acid, it did not solidify until the sides of the vessel containing it ■were 
well rubbed with a glass rod, it then crystallised to a hard mass ; on 
removing it from the freezing mixtm?e, however, it' soon became fluid 
again, and on exa'iiiining the melting point by a thermometer immersed 
in the, product it wms found to he from 2*7^^ to 3°. A specimen of 
the 'product made in 1867 was next experimented with in the same 
manner, and it behaved in the same way. Erom these results I was 
inclined to think that the melting point given in Yoswiiickel’s paper 
was a misprint, and shonid be 3*5 instead of 35°. ITot being satisfied, 
the methyl salicyi aldehyde was steam-distilled, dissolved in ether, 
ti*eated with potash, and the ethereal solntion' dried with potassium 
carbonate. A small cpiaiitity of this solution when evaporated 
deposited prismatic crystals of the aldehyde, and these had a much 
higher melting point ; the ethereal. solution was then distilled, and the 
methyl salicyi aldehyde came over as a colourless oil boiling at 
243 — 244° (eorr.) at the normal pressure, and at 199° (corr. (constant), 
at 250° mm.. On touching this oil with a crystal obtained by evapoi’at- 
ingthe ethereal solution, it quickly solidified, and the crystals melted 
at 35 — 36°, and thus the observation of Yoswuiickel was confirmed. On 
touching the product prepared in 1867 with a crystal of this substance, 
it also solidified and then melted at about 35°, and it was found that it 
was not the difference of purity which caused this great variation in 
in'elting .point, but that it was due to the substance being dimorphous 
and the two modifications having distinct fusing points, as the follow- 
ing observations made with the purified specimen showed. 

The crystallised product was melted so that not a trace of crystals 
was left, the resulting oil was then allowed to cool and afterwards 
further cooled with ice and salt. At first it remained fluid, but on 
rubbing the' sides 'of the vessel containing it, it soon solidified to a 
beautiful, white, radiating crystalline mass ; this, when removed from 
the freezin'g mixture and placed in w^ter of'U temperature of, 15 ° very 
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soon entirely melted and appeared as a clear oil, but on introducing a 
mimite crystal of a specimen melting at Bb"", it rapidly solidified with 
eTolntion of heat to a mass of prismatic crystals liaying the melting 
point of :i5h 

There are but few' dimorphous substances in wliicli the differences 
of the melting points of their stable and unstable modifications vary 
so greatly as in the case of methyl salieyl aldehyde. This will be 
seen from the following table : — 


i 

Unstable. .Stable. Biff. 

1 

i 

1 

Nitrotetrabromoheuzeiie . . ; 

60° 1 

96° i 38° 

: V.T. Eieliter, Bcr., 8, 1427. 

CMorouialeic anhydride . . j 

about 0 i 

34-5’j 34 -5° 1 

: Perldii, Chem. Soi\ J.. 53. 

Metliyl salicvl aldehyde . . ' 

i 3 

35 *5 ; 32*5 j 

i 705. 

Benzoplieiioiie : 

i 26 ' 

49 ! 23° 

i Zinelce, Amaleii., 159, 377. 

Metac'liloronitroheiizene , . 

! 23 1 

i 1 

44 1 21 

; Laubealieimei', Ber.^ 9, 

; 766. 

Dibroniopropionic acid. .. 

1 5X 

65 ; 14 

; Limiemann and Penl, Ber.. 

I 8, 1099. 

Isoliydrohenzoin diaeetate 

106 

IIS 1 12 

i 1 

i ¥orst and Zincke, 
i 1874, 518. 

Nitrometaehloronitroben- 

36*5 ; 

! 39 3*5° 

! Laubealieimer, Ber.^ 9, 

zene. 


i ■ ■ '! 

i 760. 

Tolvl plienTl ketone ..... 

55 

1 59 13 

i Ziueke, Jahresl.. lS7ll 2. 

1 ' s » 


EthjI sallcijl aldehyde can be made to crystallise in the same way as 
the iiiethyl-derivatiTe, but as yet only one kind of crystals has been 
obtained, and these fuse at about 6 — 7°. 

Anisic Aldehyde . — This was prepared from the bisulphite compound, 
it boiled at 248® (corr.), and at 199 — 199*5® at 210 mm . ; wdien cooled 
with ice and salt, it solidified to a crystalline mass. A thermometer 
placed in the product w^hen melting showed a constant temperature 
of —0*02®. It is thus seen that anisic aldehyde, although a para- 
compoimd, melts at even a lowei* temperature than that of the 
unstable crystals of its orthoisomeride, methyl salieyl aldehyde. 

Anisate of BthjL — This boiled at 269 — 270® (corr.), and w^iien cooled 
in a freezing mixture solidified, the crystalline mass melting at T. 
Its isomexide, methyl salicylate of ethyl, boils at 261*5® (corr.), and 
could not be made to crystallise by 'cooling, these two ethers there- 
fore behave like most para- and ortho-compounds, the para ^ easily 
crystallising, the ortho being liquid or of lower melting point* ' 
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LIII. — €hi ScJiiUzenhergers Frocess for the 'Estimation of Dissolved 
Oxygen in Water. 

By Sir Hexey E. Eoscoe, E.E.S., D.C.L., LL.D., and Joseph LuhTj 
B.Sc.j Associate of the Owens College. 

The increased use of SchiitzenhergeEs method as a means of deter- 
mining the amount of dissolved oxygen in water, has led ns to make 
a careful critical examination as to its reliability. 

The method has been examined recently by Dupre, and by 
Eamsay and Williams {Chem. Soc. J., Trans., 1886, 49, 751), whose 
papers may be referred to for a description of the process. 

Iksulls not ccmcordani with the same TFater.-— Iii' the first place, 
15 careful experiments made with London tap water, with . improved 
apparatus, showed that with every care the oxygen valnes' found for 
the same sample varied between 4‘55 and 6*50, the mean being 5*57, 
or a 'difference of 85 per cent, on the mean value. 

The obje,*ct of the present comnmnication is to indicate the cause 
and the means adopted to eliminate the sonree of error attaching to 
these observations . 

High Eesiilts when the Titration is peif armed qtiicMy . — An indi- 
cation of the natnre of the disturbing influence is obtained by varying 
the conditions under wdiich the experiment is made. 

Thus, if instead of adding the hyposulphite solution drop by drop 
as ill the above-mentioned experiments, it be 'added quickly and 
nearly the' mcximiiiu quantity at once, mixing the liquids thoroughly, 
and finishing the titration drop by drop, a much higher result is 
obtained than when the addition is made slowly. 

The 2 *esiilts of four series of estimations by the slow and quick 
methods alternately, gave the following hyposulphite values : — 


Slow. 

Quick. 

Slow. 

Q.mck. 

5'30 c.c. 

7*05 c.c. 

i 5*50 c.c. 

7*45 c.c. 

4*60 

' 7*55 

: 5*65 

7T5 

^ 5*25 

6*90 

■ 5*35 

6*60 

r5’75 

7*15 

5*65 

7*05 

5*80 

7*25 

5*80 

7*00 

'Means. * ' 5’34 cxu 

MS c.c. 

5*59 c.c. 

7*05' c.e. 

' 10. 

156, or Sutton’s F 

ohmefne Amlysis. 

5tli Edition, 
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Tills indicates a difference o£ 47 per cent, on the mean of the 20 
estimations. 

LoivMesuU ivlienthe TFater lias heen exposed io Hydrogen . — The cause 
of these anomalous results ivas indicated bj an experiment in -wiiicli 
the water to be analysed, contained in a Winchester quart bottle, 
was allowed to stand in an atmosphere of hydrogen overnight, esti- 
mations being made before and after such exposure. The results 
obtained show, that whilst the volume of hyposuIi>hite solution needed 
in the evening’ was 6‘32 c.c., a mean of 10 experiments varying 
between 5*65 and 6*80, the amount required by the same volume of 
water after standing overnight in hydrogen was only 4'IS c.c., a 
mean of four experiments varying between 3*8 and 4*5. 

Diffusion the disturhing Lifluence . — The conclusion was, that when 
aerated water is introduced into an atmosphere of pure hydrogen, it 
immediately begins to lose oxygen by diffusion into the hydrogen 
until ' an ecj_uilibrium is established, a fact hitherto overlooked ,by the 
experimenters with this process. 

Explanation of the previous Experiments . — This explains the 
previous observations, viz., that the highest results are obtained when 
the hyposulphite is added ' quickly and immediately after the intro- 
duction of the water into an atmosphere of hydrogen, because the 
oxygen is estimated and combined before it has had time to di ffiise to 
any great extent, the slight diffei’ence in the time of exposure 
between a quick and a slow titration being quite sufficient to give a- 
marked loss of oxygen by,, diffusion during the slower addition of* 
hyposulphite. ' The variation in the results of the apparently identical 
experiments first given, being explained by the slightly longer or 
shorter time taken over each titration, and the consequent greater or 
less facility for diffusion. 

Mesidts less in proportion to the amoimi of exposure to Sgdr&jen . — 
This conclusion, that diffusion is the disturbing influence, As borne 
out by further experiments easily suggested by the preceding. 

Six , series of estimations were carried out ou' the same sample of 
water, and in each succeeding one a slightly longer time of exposure 
to hydrogen was given. The figures represent the voliiines in c.c, of 
hyposulphite required for one measure of water. 


2 Q 


'von. hi. 
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Mean of 3 
esperiinenis. 


Series I. Titrated immediately and qaicMy, 6 c.c. 

of liyposnlpliite being added at once, 

the rest carefully drop by drop 7*56 

„ II. Titrated immediately, but drop by drop 6*18 

,, III. Titrated drop by drop, after standing 30 

seconds in tbe bydrogen 3*72 

IV. Titrated as before after standing in a 

moderate current of bydrogen 1 minute 2*55 

V. As in IV, but 2 minutes’ exposure 1*45 

s, VI. As in IV, but 5 minutes’ exposure .... 0*53 


It is tbiis obrious tbat tbe result' of an' oxygen estimation by tbe 
present metbocl, 'depends on tbe degree of exposure to bydrogen 
during titration. 

fJowliimis ifijlnmcmg ilie Amount of ■Diffusion. — Tbe rapidity and 
amount of tbe 'diffusion of dissolved oxygen depend oH' (1) tbe surface 
area of water exposed to bydrogen, influenced by tbe size and shape of 
tbe vessel and tbe degree of agitation during titration. (2) Tbe volume 
of tbe atnios’pbere of bydrogen. (3) Tbe time of exposure, up to tbe 
point of ec|iiilibriiim (under tbe Law of Partial Pressures). (4) Tbe 
volume of water. 

Effect of Size and Sha^ye of Vessel. — If tbis be the true explanation 
of the observed differences, it is clear, tbat if tbe water be exposed in 
a shallow layer to a large volume of bydrogen as in Sebiitzenberger’s 
and Dupre's apparatus, diffusion will take place more quickly tbaii 
if tbe water be titrated in a small vessel having a , limited surface 
exposure of tbe liquid. A series of estimations titrated quickly in' a 
small bottle (*200 c.c. capacity) gave 13*56, whilst with tbe same 
sample of' water titrated quickly in a large flask, using tbe same 
liyposulpbite, tbe result was only 9*95, both numbers being the mean 
of five estimations. 

But even in tbe small bottle a considerable amount of diffusion bad 
taken place, for , by modifying tbe method of procedure* so as to 
prevent diffusion, the same water gave 16‘6 as compared with IS'od 
and 9*95.' 

Tbe foilowuBg numbers give the r^ults of tbis series of observa- 
tions ' extended by varying tbe time ' of exposure in tbe large 
've'Ssel. ' 


♦ S'BC description, of'Vcw Method,' page 562. 
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Series 

I. 

II. 

i III. ‘ 

! : 

IV. 

I 

1 

Small 

vessel. 

; 

Large vessel. 



Qiiieklv. 

Quickly. : 

1 imn. 

! 3 mins 



13 -50 

10*20 i 

4-20 

i 3 TO 


16-7 

13 '70 

9 90 1 

3*95 

1 2*90 

2 *7 

— 

1 13 -60 

i 9*90 

4-45 

1 S ‘OC^ 


IB *5 

1 13-50 

9 ‘90 ! 

4*20 

: 3 TO 

2*7 


I 13 -50 

9 *85 j 

4-40 

1 3*00 

— 

16 -G 

1 13-56 

= 9 -95 1 

; 1 

4-24 

3-02 

2*7 

111 each case, oO c.c. 

of water and 

10 c.c. 

of iiidigo-i 

carmine were 


used. 

Series I. Maximum result wlieii difesion is eliminated. 

,, II. Titrated quickly in small bottle. 

III. Titrated quickly in large flask. 

lY. Titrated after gentle agitation in large flask for 
1 minute. 

,, Y. Titrated after gentle agitation in large flask for 
3 minutes. 

YI. Minimum readings^ wbeu tbe diffused oxygen is 
driren out by a current of bjcli'Ogen. 


These estimations -were repeated the next day with a new and 
slightly stronger hyposulphite solution, with the following results : — 


I. 

II. 

nr. 

IV. 

V. 

YI. 

Small' vessel. 

Large vessel. 


Quickly. 

Quickly. 

1 min. 

5 mins. 


13*0 

10' *5 ■ 

7*4 

3*5 

2*0 

1*9' 

13*0 

11*0 

7T 

3*9 

2*0 ; 

1*9 

Means 13 *0 

10*75 

7-25 

3*7 

2*0 

1-9 


* The 2:7 c.e. merely repre&oats the combined oxygen in the blue indigo- carmine. 

. 2 ,a 2 , : 
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Ferceniage of Oxygon diffused tinder various conditiom. — It is bow 
easy to calculate the perceutage of oxygeu thus lost hj cliftiisiou. In 
the first place, it is necessary to subtract from the readings the 
volume of hyposulphite required for the decolorisation of the indigo- 
carmine used. 

The following numbers show that the percentages of oxygen lost 
agree very closely in the two series : — 

First Series, JDiffusihle Oxygen 16'6 — 27 = 13*9. 

L n. III. IV. T. 

Oxygen diffused = 0 3*04 6’6f5 12*36 13*58 c.c. Hyposulphite. 

Percentage 0 22 48 '89 97 p.c. of' total oxygen. 


' Second Senes. JDiffusihle Oxygen 13*0 — 1*9 = 11*1. 

I. IL III. XT. T. 

Oxygen diffused = 0 2*25 5*75 9*3 '11*0 c.c. Hyposulphite. 

Percentage. ...... '0 ' 20 ■ 52 84 99 p.c. of total oxygen. 


Thus we see, that under favourable ■ circumstances, that is, using 
a small vessel and titrating quichly with least agitation, 20 per cent, 
of the oxygen diffuses, whilst in a large vessel such as is recoiii- 
meiided to he used, 50 per cent, of the oxygen is lost during the titra- 
tion. The delay of only one minute causing the loss of 90 per cent., 
whilst in three minutes practically all the oxygen has left the liquid. 

Theoretical Confirmation of anion nt dijfiisihle. — This result, viz., that 
it, is possible to lose practically all the oxygen by diffusion is con- 
firmed by the following theoretical consideradon. 

Supposing the 50 c.c. of water and 10 c.c. of indigo-carmine solu- 
tion to be fully aerated, and that on introduction into the atmosphere 
of hydrogen, say 1 litre in volume, all the oxygen diffuses into the 
gas. ' Then under the law of Dalton and Henry, the amount of oxygen 
which could be redissolvcd by the C»0 c.c. of water is calculated ,as 
follows : — 

1000 c.c, of fully aerated water contains (say) 7 c.c. of oxygen, that 
is, after contact with an atmosphere containing 20 per cent, of oxygen ; 
60 c.c. therefore will contain 0*42 c.c. of oxygen. 0*42 c.c. oxygen in 
1000; c.e, of hydrogen = 0*042 per cent, of oxygen in the hydrogen. 
60 c.e. of water dissolve 0*42 c.c. oxygen in a 20 per cent, atmosphere. 
What volume will be dissolved in a 0*042 per cent, atmosphere ? 
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And tMs is tlie quantity wliicli would remain dissolved in 60 c.e. of 
fully aerated water, after exposure in 1 litre of liyctogen until perfect 
absorptiometric eqnilibrinm was establisbed by diffusion. In other 
ivords, the possible loss by diffusioa under the above conditions is 
99*8 per cent. 

Even using a quarter of a litre of water, a loss of 99 per cent, is 
still possible, in the iisnal apparatus. 

lieasonfor the ref mm of the blue colottr , — We are notv in a position 
to understand an observation which the previous experimenters have 
not failed to note, but which nntil now has not received a correct 
explanation. The observation referred to is, that in carrying out the 
oxygen estimation in the usual nianiier, the blue colour aftei' haviug 
once been destroyed bj tbe hyposulphite almost immediately returns, 
and if this subsequent coloration be destroyed, the eoloui* will again 
return, and so on for a long time. The blue colour returns even when 
the hydrogen used is , perfectly freed from all traces of oxygen by 
passing through the two long tubes filled -with beads moistened vrith 
the alhaline solution of potassium pyrogallate used in ail our experi- 
ments. 

’ This observation is at once an indication and a proof of the correct- 
ness of our explanation. The previous experiments would lead us to 
anticipate that the blue colour timidd Teturn^ when we remember the 
great delicacy of the reagent for gaseous oxygen which we possess in 
the reduced yellow* liquid, a mere trace of oxygen being sufficient to 
cause the change from yellow to blue. 

In the ordinary process, the water to be examined is introduced 
into a large WoulJf’s bottle containing a little reduced iiidigo-camune, 
which is quite insufficient to combine with all the dissolved oxygen 
in the water added. We may divide this dissolved oxygen into three 
portions in an ordinary estimation': (1) a portion oxidises rhe' reduced 
indigo, and produces the blue colour; (2) part remains dissolved, and 
combines with the 'hyposulphite during the titration ; (3) 'the rest 
.diffuses into the hydrogen. When sufficient hyposulphite has been 
added to produce the first yellow, the diffused oxygen begins to be 
reabsorbed bj the yellow reduced liquid, with formation of tbe blue 
compound. 

That there is nothing in the reaction between the hyposulphite and 
indigo-carmine to cause the return of' the blue colour can easily be 
shown., 

JVo return of the hlue colour tvheu free Ox^g&n -k absent — If the 
liquid containing indigo-carmine and ulso the atmosphere above it are 
perfectly free from uncombined oxygen, and hyposulphite be added 
until the blue is turned yellow, no mtnm 'of the blue colour 'takes 
place. The experiments showing bhis' were, performed in the apparatus 
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shown in Fig. Ij p. 561, with 50 c.c. of liquid containing Tarioiis pro- 
portions of indigo-carmine. The water was coionred hlne, submitted 
to a current of pure hydrogen for 10 niiimtes in 'each case, and then 
carefiillj titrated ; the following are the results : — 


Aerated^ 

Indigo- 


Hyposulphite 

water. 

carmine. 

Total. 

required. 

ex*. 

c.c. 

c.c. 

c.c. 

0 

50 

50 

11-6 

25 

25 

50 

5-8 [4 of 11-6] 

40 

10 

50 

2-S5 [i of 11-6] 

45 

5 

50 

1-30 A- of 11'6] 


(1.) The hyposulphite required was proportional to the amount of 
colouring matter, within experimental error.’ (2.) In no case was 
any Blue colour developed, or, did any change take place in the 
appearance of the weliow, although the current of hydrogen was in 
each case continued for 1-5 minutes after the, yellow colour was 
produced, . In the new method (p. 562) of carrying out the .estimation, 
ill ivhich diffusion is entirely prevented, the final yellow liquid has often 
been kept for an hour in a slow current of ■ hydrogen without the least 
change cjf colour towaixls blue. 

Proof of the Bifusloii of ils^vlced 0‘.cygen into Bijirogen. — A positive 
proof that when pure hydrogen comes in contact with aerated water 
it is contaminated w'ith oxyg^en, has been obtained as follows : — 

A large flask was filled with a fairly strong indigo-cariiiiiie solution 
w’hicli was decolorised carefully with hyposulphite, Alatters were so 
■arranged that piii'e hydrogen, freed fi‘om all traces of oxygen as 
before stated, could be passed thi'ough aerated water, and thence into 
the large flask, clriving out the sensitive yellow^ liquid throngh a tube 
passing to the bottom of the flask. In this way the hydrogen con- 
taminated with oxygen is imprisoned above a solution 'wdiich will 
indicate the presence of oxygen by the formation of a blue colour. 
This blue colour -wm observed at the surface of the liquid, and after 
a few minutes it became very intense and unmistakable. Hence the 
return of the blue colour is proved to be due to the supernatant gas 
and not to any reaction taking place wdthin the liquid as was supposed 
by Sehiitzenberger and by Dupre. 

Injfneuee of the amoimt of Incligo-carmme used . — These experiments 
explain a singular observation made by Schiitzenberger, namely, that 
by' using a small amount of indigo-carmine only half^ the dissolved 
oxygen is^ estimated, w'-hen the first decolorisation of the solution is 
effected p whilst when, a much larger quantity of indigo-^carmine is' 

■*'Ihe ■dis'^lTed oxygen^ eoBtained in this -wuter was entirely lost hy’ ''diffusion 
liquid titrated. , , '' ; /'■, , ■ :: ■' 
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employed, the tvJioIe of tlie dissolYed oxygen is found. The explana- 
lion giTeii by bini being, that the reaction het\reeii reduced indigo 
and dissolTed oxygen is a different one from tliat taking place '(between 
hyposulphite and dissolved oxygen, inasmuch as in the latter reac- 
tion, half the oxygen becomes latent as hydroxyl, witli .subsequent 
slow liberation of oxygen, whilst in the former no hydroxyl is formed. 

His observation, however, will hear another iiiterjtretaiion, namely, 
if more reduced indigo be present than is sufficient to combine with 
all the dissolved oxygen contained in the added water, this oxygen is 
immediately combined by the reduced indigo and its diffusion 
prevented. Hence all the oxygen is obtained. The use of so large 
U' cpiantity of indigo, however, so disturbs the end-reaction, from the 
presence of so much of the yellow compound, that “ it is difficult to 
lix the point at which the last trace of bine has been discharged with 
any degree of accuracy. 

ScMlUenherfjer's Eatio 1 ; 1 . — We will now consider a question on 
which different experimenters make conflicting statements, namely, 
the ratio between the first volume of hyposulphite i*eqiiirecl to give 
the decolorisation, and the second volume recpiired to give a perina- 
nent yellow colour, after all the subsequent returns of colour have 
been destroyed. 'Schiitzenhergert came to the conclusion that for the 
first decolorisation, “as nearly as possible half the total volume of 
hyposulphite is required, and this was afterwards confirmed by 
Dupre. 

Ilamsay' and Williams^ Eatio 3 : 2. — Bamsay and Williams (Trans., 
1886, 49, 751), however, did not obtain- this ratio, but gave 
another, namely, 3 : 2. But they found a difficulty in obtaining this 
ratio ill all their experiments, and only gave it as a mean expression 
of the varying ratios they found. Indeed they add, in speaking of 
this partition of oxygen into two stages of the process ; “ but it is 
difficult to devise an equation which will, in a rational maimer, 
account for this partition of oxygen.” 

Schiltzenberger's ratio 1:1 is exactly wbafc we findj when work- 
ing according to the conditions of his experiments, namely, using a 
large, vessel and a small ' amount of indigo. E«msay and Williams’ 
ratio (3 : 2) can easily be explained by the use in their experiments 
of a smaller titration vessel. 

InjiM'ite range of ratios possible, — It is evident , from the following 
considerations that this ratio is susceptible of an infinite range of 
variation.' 

* I)upr4 loc. €it. . ' - 

t Permemtaiian, by T. Sobiitzenherger. - - 

- X See III, percentages of oxygen diffused under various conditions, p. 5&6. 
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If we ask, in ■ fcke light of the preceding experiments, on what 
does this ratio depend ? we see that the first reading depends on 
( 1) the amount of indigo-carmine solution, (2) the amount of dis- 
solved oxygen. If we always subtract the volume of hyposulphite 
required for the oxygen in the indigo-carmine, the rest, “ s;,” repre- 
sents the dissolved oxygen. The second reading, ‘‘y,” represents 
the diffused oxygen (assuming that none is contained in the hydrogen 
used, that atmospheric air is perfectly excluded, and that none of 
the diffused oxygen is carried away by a current of hydrogen). 

The sum of x and y should, theoretically, give a constant result 
“c,” namely, the total oxygen originally dissolved. 

The ratio under consideration is xjy and a? ff- y = o. 

We have shown that x may vary enormously, and varies con- 
siderably ill experiments of which the duration varies but little. 
Evidently, since x may fiactuate and a? 4* y = o, xjy cannot ho con- 
stant or definite. It is, in fact, capable of an infinite range of 
variation. 

Thus— w'here perfect diffusion had taken place — the ratio would he 
infinitely small, and whei*e no diffusion had occurred the ratio would 
be infinitely large. 

In otheiMvords, in the first case, the first reading would merely 
represent the iiicligo-carmiiie, and the second all the oxygen. In tlie 
second case, the first reading would represent both indigo-carmine) 
and oxygen — no second addition of hyposulphite being required. 

Hence the ratio may vary in this manner— 

Perfect First reading _0 2 4 5 6 8 10 -ffo 

diffusion Second reading 10 8 6 5 4 2 0 

Having proved this source of error in the old method of carrying 
out the process, the next step is to devise a new one in w^hich the 
error is eliminated. ■ 

The new method must satisfy the following conditions 

(1,) The aerated water must not ai any time expose its unmmhmed 
oxygen to an atmosphere of hydrogen, 

(2,) Precautions must be taken to ensure the use of an atmospliere 
perfectly fr^e from oxygen, and the apparatus used must not permit 
any ingress of air. , 

,(3.)' When the, vessel in which the analysis is made is first filled 
with water to expel 'air or to obtain the seuvsitiv© yellow liquid, the 
.first' portion 'of gas, .having been in contact with aerated 'water, is 
^ contaminated with oxygen and must be entirely driven out. 

Minus tlxe hyposulphite required for the mdigo-canniu©'^ , ' / , ^ , 

t Schutzenberger'and DuprA 1 -.'I, ■, Eamsay' and , Williams, :3. : ' 2; ' ' 
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Ap 2 ^amtus adopted . — Fig. 1 sliows the apparatus adopted by us for 
carrying out the estimation. 


Fig, 1. 



It consists essentially (1) of an apparatus for the coiitinuons gene*, 
ration and purification of hydrogen, by the action of dilute sulphuric 
acid on zinc; (2) a 200 c,c. wide-mouthed bottle fitted with three 
burettes with glass taps, inlet and' outlet tubes for a current, of 
hydrogen, and an outlet tube for the titrated liquid ; (3) Winchester 
utoch-bottles of hyposulphite, 'indigo , (not s'hown), and water, com- 
'Tiiunicating with their, respective' burettes by glass syphons, 
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The hydrogen generated in A passes through two wash-hotties 
containing caustic potash, thence through two Einmerling’s tubes 
filled with glass beads moistened with an alkaline solution of potas- 
siiim pyrogallate, an arrangement being made whereby the beads may 
be re-moistened with fresh pyrogallate from the bottles beneath, the 
liquid being forced up by hydrogen pressure. 

Pure hydrogen is supplied contimiotisly (1) to the stock-bottle of 
byposiilpliite, (2) to the hyposulphite burette, and (3) to the 
titration bottle. 

The New Method. — A sample of water is examined as follows 

(1.) 20 c.c. of the water is introduced into the small bottle and 
about 3 o.c, of indigo solution added. 

(2,) A moderate current of hydrogen is passed through the blue 
liquid by a very fine jet for three minutes to free both water and 
supernatant gas from fi-ee oxygen. 

(3.) Hyposulphite is now carefully added, during the flow of 
hydrogen, until the change from blue to yellow occurs, taking care 
not to overstep this point. 

(4.) A further measured quantity of hyposulphite is now added 
(say 10 c.c.) sufficient to combine with all the dissolved oxygen in the 
volume of water, 50 — 100 c.c., proposed to be used in the estimation. 

(5.) The important point now is, that the water is run in from a 
burette by a capillary tube passing heneath the mirface of the liquid to 
the bottom of the vessel. Thus we introduce the water into a liquid 
which will at once combine the free oxygen and thus prevent its dilf ii- 
sion on coming in contact with the hydrogen, tlie reduced indigo 
acting as an indicator for the complete oxidation of the hyposulphite. 
The liquid is kept in constant motion during the addition of th<' 
water, which is shut off the moment a permanent blue colour appears. 

(6.) The blue is decolorised by a further slight addition of hypo 
sulphite. The volume of water used and the total by])osulphitc, 
minus the lii‘st addition, are noted and the estimation rcpeatcul for 
confirmation. 

When the water contains very little oxygen the second addition of 
hyposulphite may be omitted, the reduced indigo-carmine being 
sufficient to take up ail the dissolved oxygen. In this case, care mast 
be taken that the oxygen added should requme not more than Iialf 
the hyposulphite first added to decolorise the indigo-carmine. 

Standardisation of the MyposulpMte.-^lii order to complete the 
estimation it is necessary to know the strength of the hyposulphite 
.solution’ employed. This has entailed a very considerable amount of 
.labour, inasmuch ' as ’ of the: two methods hitherto, adopted for this 
purpose;, the first was Tound to be fundamentally wrong/ and tbc 
second, 'to depend on erroneous data. ' 
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The first method involves the use of a standard solution of ammonio- 
cupric sulphate, the second the use of distilled water saturated with 
air at a known temperature and pi'essure, using Bunsen’s coefficients 
of absoi’ption to obtain its oxygen value. 

Me- determination of the Oxygen-^vnlue of aerated distilled water . — 
The importance of the accuracy of the data employed for the calcula- 
tion of the oxygen value of distilled water satiu’ated with air, induced 
us to make independent estimations by boiling ont the gases in vacuo 
and subsequently measuiung the volume of oxygen. 

For this purpose wm devised and constructed the apparatus shown 
in Fig. 2. 

At the outset it will easily be understood that an essential in 
apparatus designed for the boiling out , of dissolved gases in vacuo 
is, that there should be no possibility of atmospheric air gaining access 
to the vacuous interior. India-rubber joints freely exposed to air are 
inadmissible, because air is capable of diffusing through even thick 
india-rubber. To secure freedom from such leakage, the apparatus 
wm constructed entirely of glass, with the exception of two tight 
india-rubber joints which were beWeen glass surfaces and •water 
luted. The glass taps, also, are all submerged in water. 

It was found necessary to place an air trap, as shown, beneath 
C and E to intercept air wdiich was found to leak through the thick 
india-rubber tubing connecting the mercury reservoir B with the 
mercury-pump, even though the joints were securely ■\vii*ed. Fig. 8 
sufficiently explains how the air was intei’cepted in A. The apparatus 


Fig, r. 



is first ^completely exhausted’ of air as follows: About 200 c.e, of dis- 
: tilled w-ater k pumped through the side tube F, into the large bolt-head. 
Thelampffieneath' A is lit,, and 'the apparatus exhausted by the ait- 
pump, the water meanwhile boiling, and aiding in the expulsion of flic 
air. ' ,, , , , ; ■ 
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To complete tlie exlianstion the mercury-pump is used. 

The three-way tap beneath B is turned to communicate with tlio 
mercury reservoir ,E, mercury rises in B, and, by a suitable turn or' 
the three-way tap, is allowed to flow into the U -tubes, the tap is closed, 
^md thus all communication with the air is shut off. 

The boiling is coiitinaed, the vapour carrjdng all the remaining 
air into D and E, wdaence it is forced out through the capillary 
barometer tube and trough T by raising R, and suitably opening the 
taps beneath C and B. On lowering R a vacuum is produced in E 
and B, and the last traces of air collected and driven out as before. 

When a few’ minutes’ boiling, producing a rush of vapour from 
C to B, gives no gas on condensing the contents of B and E into 
the capillary barometer ■ tube, the eshaustion is perfect, and the 
apparatus ready for the introduction of the water to be examined. 

The Winchester quart bottle filled with water is placed so that E 
passes to the bottom, the tap is opened, and the water rushes in 
wdth an immediate esca.pe of part of the gases previously held in 
solution. When about 2 litrCvS of water have run in, the tap is closed 
and the heating continued ; the gas meanwhile being given off wuth 
brisk effervescence, finds its way into the cold chamber B, whence it 
is driven over and collected in Gr, a gas tube filled with mercury. 

After several exhaustions of E, the w^ater in A boils at a low" 
temperature, and the vapours soon drive all the remaining gas forward 
into the cool chamber B, where the water condenses and the gas 
passes forward into E and is dx’iven over as before. 

A little practice is necessary to obtain the gas free from water, but 
this can be accomplished wntli a little care. 

With impure waters, the last poiffions of gas consist of almost pure 
carbonic acid, the last traces of wdiich are only expelled on prolonged 
boiling in vaciho. Hence, wdth distilled water, the exhaustion is 
perfected much more easily than with waters containing a consider- 
able amount of carbonic acid. 

When the gases are completely extacted, it is only necessary to fill 
up the Winchester quart bottle and measure the volume of water 
taken for analysis — generally from 1500--~2000 c.c. — and to proceed 
with the analysis of the gases. ■ 

The gas tube is removed from the mercury trough T, by intro- 
ducing a large crucible beneath it. It is transferred to the apparatus 
shown in Eig. 4, which is a modification of P|l»nkland’s gas apparatus, 
the important' point being that the two measurements which require 
great accuracy are made iu’ the' narrow part of , the tube B, thus 
diminishing the experimental error' of each reading, namely,, (1) 
nitrogen at the. upper part, the wider part at the top being made 'Of 
'Sufficient ' capacity to hold 'nearly all the nitrogen,' (2) nitrogen and 
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Fig. 4. 



oxygen at the lower part. The carbonic acid nieasti.rem.eiit is 
made on the lower and wider part of the gas tube. 

The tube G joins the collecting tube by a ‘‘ sealed tap^' and a 
ground conical joint fit^g into a cup and luted by mercury. 

The carbonic acid was absorbed by a 20 per cent, solution of 
caustic potash, the gas being allowed to stand dn the absorption- 
tube, with its sides wet with the reagent, for half an hour. The 
oxygen was 'absorbed by introducing pyiugallic acid to the stroag^ 

, V v' ' ; pateiit,. avoiding aUelmndeuf leakage. ■ 
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potasli solution — the absorption being allowed tliree-qnartens of an 
lionr. 

The piece A slides along the side of the table, and bj its means 
the gas can be adjusted to the centimetre marks on G with the greatest 
nicety. 

The pressure, above or below that of the atmosphere — taken at 
each obseiwatioii — is read on the tube P marked in millimetres. 
The thermometer is also i*ead each time a gas measurement is made, 
and the apparatus allowed to gain the temperature of the gas-room by 
standing untonclied for a quarter of an hour before each observation. 
The readings are made by a telescope at the near end of the table, 
where the gas is also adjusted by moving A backwards or forwards. 

Method of Aeration . — Before giving the results of the estimations 
made with distilled water saturated with air, it is necessary to 
describe the method of aeration. 

Preshly distilled wuxter adjusted to the required temperature was 
aerated by vigorous agitation in two Winchester quart bottles half 
full of water, the air being renewed five or six times by emptying 
the contents of one bottle into the other and again dividing into two 
portions, which were repeatedly agitated with fresh air. 

When aerated, one bottle was filled and allowed to stand, stoppered, 
for half an hour, to an hour to get rid of minute air-bubbles. Then 
the gases were extracted and analysed, as before described, the 
barometer having been read to obtain the pressure at which the water 
was aerated. 

The results are calculated from the following formula: — 

ri, 2 , a X [P + c — /]mm x 27B000 _ 

[iw- <„]mm X T X V ■’ 

where ?? = volume of gas measured. 

P = atmospheric pressure when measured. 
d = difference in level of mercury in the two limbs, 
c = correction to be applied to adjust the graduation. 
t = tension of aqueous vapour at T. 

= atmospheric pressure when the water is aerated. 
tn. = tension of aqueous vapour at temperature of aeration. 

T = absolute temperature when gas was measured. 

V = volume of water used. 

The results are thus found in cubic centimetx'es of gas, measured at 
0® C. and 760 mm. bar. dissolved by 1000 o.c. of water aerated at f 0. 
with a dnj pressure of 760 mm. 

The barometer readings need not be reduced to zero, as this 
^ correction would act in two ways’ counteracting each other. ' 



568 ROSCOB AKD LRNT : SCHBTZENBERGER’S PROCESS 

Tlie above foraiiila m not applicable to a sample of water taken 
for analysis, in wliicb tlic actual volume of gas present is required to 
be found. In this case, 760 must be substituted for [pa — fa] mni. 
It was tliouglit best to fix, with as gimt accuracy as possible, the 
values at 10°, 15°, 20°, and 25°, by means of several determinations 
at eadi temperature, and from these values to calculate the remain- 
ing ones. 

Tlie following are the numbers obtained. They indicate close agree- 
ment between the several experiments at each temperature, and also 
throughout in the ratio between tbe oxygen and total oxygen plus 
niti^ogen, a ratio always between 33 and 34 per cent., and evidently 
not a function o£ the temperature, as some observers claim it to be.'^ 

They show a yvide discrepancy from Bunsen’s numbers, but agree 
well with Dittmar’s deter minations.f 


Betermmailojis of Dissolved Gases in fully Aerated Distilled TFafer. 
Tevipes^ature 10° G. Pressure 700 nun. (dry). 



iS[itrogen. 

Biif . from 
mean. 

Oxygen. 

BiE from 
mean. 

Total 

gas. 

Percentage 
of oxygen. 

(1) 

15*45 

-0*02 

7-84 

-0*03 

23*29 

33*69 

(2) 

15-53 

4-0*05 

7-85 

- 0 02 

23 *38 

33*58 


15 *56 

4-0*09 

7*85 

■ —0*02 

23 41 

33 *54 

\^f * 

(4) 

15*43 

-0*04 

7-93 

4" 0 *05 

23-35 

33 *04 

(5) 

15*38 

-0*09 

7-90 

+ 0 -03 

23 *28 

33 *96 

Mean values . . 

15-47 

— 

7*87 

— 

23 *34 

33-74 

T’einpemfure 15° C. 

Pressure 

760 mm. (dry). 


(1) 

13*81 

-0-03 

7-11 

4-0*02 

20-92 

33 -97 

(2) 

13 *80 

4-0*03 

7-07 

-0*02 

20 *93 

33 -76 

Mean values.. 

13 *83' 

— 

7-09 

— 

20 ‘92 

33-86 


Temperature 20° C. 

P^'essure 

760 mm. (dry). 


(1) 

12 -74 

-0*02 

6-42 

-0*02 

19-16 

33*52 

(2) 

12-73 

-0*03 

6-44 

— 

19 -17 

33*60 

(3) 

12-75 

-0*01 

6 45 

4-0*01 

19 *20 

33*62 

(-1) 

12*81 

4 0*05 

6-45 

4-0*01 

19-26 

33*46' 

Mean values.^. 

'12*76 

— 

6*44 

— 

19 '20 

33*55 , 


♦"tinkler (Per., 1888, '2861). , ,t'' «ChaHengeT’’3eperts, roLi, Pt. I.p/RK). 


FOE THE ESTDIATION OF DISSOLVED OXYGEN IN WATER* 569 


Temperature 25° 0. 760 mm, (dry). 




Diff. from 
mean. 

Oxygen. 

Diff. fx’om 
mean. 

Total 

gas. 

Percentage 
of oxygen. 

(1) 

11 -81 

11 -76 

+ 0*03 

5-94 

-r0*03 

17*75 

33 ‘46 

(2) 

-0*02 

5*88 

-0*03 

17*64 

1 33 *34 


Mean values. . 

11 -78 


5*91 

— 

17-69 

33*40 


Prom tLese results, the following table has been constructed, 
giving the oxygen values for fully aerated distilled water for each 
half-degree between 5° C. and 30° C., and for an observed^ pressure 
of 760 mm. : — 


Oxygen Dissolved hy Distilled Water, 5 — 30° C. 


Temp. 

C. 

c.c. Oxygen 
N.T.P. 
per litre Aq. 

Diff. for 

0 *5° 0. 

Temp. 

C. 

c.c. Oxygen 
N.T.F. 
per litre Aq. 

5*0'* 

8*68 

0*10 
0*09 
0*09 
0*09 
0*09 
0*09 
0*09 
0*09 
0*09 
0*09 
0*08 
0*08 
0-08 
0*08 
0*08 
0*08 
9*08 1 

0*08 ' 
0*08 
0*08 
0*07 
0*07 
0*07 
0*07 
0*07 

18-0° 

6 *54 

5*5 

8*58 

18*6 

6 -47 

6*0 

8*49 

19 -0 

6*40 

6*5 

8-40 

19 *5 

6*34 

7*0 

8*31 

20*0 

6*28 

7*5 

8*22 

20*5 

6*22 

8*0 

8*5 

8-13 

8-04 

21 *0 

21 *5 

6*16 

6*10 

9*0 

7*95 

22*0 

6*04 

9*5 

7*86 

22*5 

6*99 

10*0 

7*77 

23 *0 

5*94 

10*5 

7*68 

23 *5 

5*89 

11*0 

11*5 

7*60 

7*62 

24*0 

24*5 

5*84 

5*80 

13*0 

7*44 

25 *0 

5*76 

12*5 

7*36 

25*5 

5*72 

13*0 

7*28 

26*0 

' 5*68 

13*5 

7*20 

26*5 

5*64 

14*0 

7*12 

27*0 

5*60 

14 *5 

7*04 

27*5 

5*57 

15*0 

6*96 

28*0 

5*54 

16 *5 

6*89 

28*5 

5*51 

16*0 

6*82 

29*0, 

5 *48 

16*5 

6*75 

29*5 

6*45 

17*0 

, 6 *68 

30*0 

5*43 

17*5 

6*61 




Diff. for 
0-5° 0. 


0 -07 
0*07 
0-00 
0-06 
0-06 
0-06 
0*06 
0*06 
0*05 
0*05 
0*05 
0*05 
0*04 
0*04 
0*04 
0*04 
0*04 
0*04 
0*03 
0*03 
0*03 
0*03 
0*03 
0*03 


^ In this table the results are not calculated for aeration at a dry pressure of 
760 mm., but for an barometric pressure of 760 mm.' "When the ohsarred 

pressure is below 760 mm. y^th the value must be suUrackd for every 10 mm..diff- 
The same value must he added when the pressure is above 760 mm. 

' TOLLEY* . '2 
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The following numbers show the variation from Bunsen’s iigiircs 
(hitherto used for the standardisation of the hyposulphite), and the 
close agreement with Dittmar’s detex’minations : — 


Oxygen. 

Nitrogen. 


! Found. 

Dittmar. 

j 

Bunsen. 


Found. 

Dittmai*. 

Bunsen. 

10" C. 

7-87 

8-00 

6 •'79 


15-47 

15*35 

12*70 

15 .... 

7-09 

7-20 

6*25 

15 .. 

13 *83 

13 ‘95 

11-67 

20 .... 

6-44 

6-53 

5-93 

20 

12 *76 

12 *79 

11 *08 

25 .... 

5-94 

5-97 

— 

25 

11*81 

11 *82 

— 


From this comparison, we have no hesitation in adopting the values 
we hawe obtained, for the standardisation of the hyposulphite solution 
hy aerated distilled water. This method has the advantage of being 
a titration carried out under almost the same conditions as the 
examination of a sample of water. 

Indigo Standardisation , — When once the hyposulphite has been 
carefully standardised by distilled water, this rather troublesome 
aeration may he avoided hy finding the oxygen- value of the indigo- 
carmine solution. This solution remaining constant may be used for 
the subsequent standardisation of the hyposulphite. 

It is only necessary to take a suitable quantity of indigo solution, 
diluted with water if necessai*y, free it from all dissolved oxygen by 
a current of pure hydrogen continued for five minutes, then carefully 
decolorise v/itli hyposulphite, the value of which has been carefiiliy 
found hy using aerated distilled water. The hyposulpliite solution 
slowly loses strength even when kept in hydrogen, and should bo 
standardised daily when required to be used. 

Popper Method of Standardisation , — We are now in a position to 
examine the method of standardisation by the use of ammoniacal cupric 
sulphate. This consists in titrating a standard solution of cupric 
sulphate containing in 1 litre, 4*462 grams of the hydrated salt preci- 
pitated and re-dissolved in ammonia, adding the hyposulphite in an 
atmosphere of hydrogen until the blue ammoniacal liquid is rendered 
colourless. 10 c.c. of such a solution are equivalent to 1 c.c. of 
oxygen, IN.T.P. 

The method was tested by applying the oxygen-value thus found 
for the hyposulphite to the examination of fully aerated distilled 
, water at i5°,und 20®. The results, thuS' found for distilled water 
are; 'SO, far removed' from' the actual values found hy extracting' the 
gase's;'„W; wdw, that we may, safely reject this method of .standard- 
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isation as inaccurate. The following are the details of this com- 
parison : — 

Titration of the Gopper Solution. 

110 c.c. copper solution = 39'40 or lOWO*^ 

39-55 19-77 j Mean 19-76 c.c. hypo- 

39-55 19-77 ;> sulphite = 1 c.c. 

39-65 19-82 1 oxygen N.T.P. 

39-50 19-75J 


Examination of the Eistilled Water. 




c.c. , 

Another 


Distilled 


Oxygen 

series 

True 

water. 

Hypo. 

found. Means. 

gave 

value. 

10° G..,1000 c.c. = 

114-6 

5*791 




112-9 

19-76 = 5-71 y 5-71 

5-67 

7*77 


111-1 

5-62 J 



15° C.. . 1000 C.C. = 

100-4 

5-08 1 




99*5- 

-4- 19-76 = 5-03 V 5-02 

5-09 

6-97 


98-1 

4-96 J 



20° C.. . 1000 c.c. = 

92-6 

4-68') 




89-8 

-f- 19-76 = 4-54 } 4-62 

4-65 

6-28 


92-2 

4-66 1 




'The prolbable causes of the failure of the copper method of standardi- 
sation are not far to seek. 

In the first place, the copper solution is alkaline, and this, as we 
shall show, exerts a disturbing influence. In the second place, the 
I'eaction occurring when free oxygen is estimated in water, is pro- 
bably not so simple as has been supposed. The nascent sulphite 
formed no doubt taking up a poi‘tion of the free oxygen with 
formation of sulphate, whilst in the case of the combined oxygen in 
the cupric solution, this latter reaction does not take place. 

(1.) I^a,SO, + 0 = ISTa^SOa, 

Hyposulphite. Sulphite. 

(2.) Ilam + 0'== MO.!, 

Sulphite. Sulphate. 

Thus the oxygen taking pai’t in reaction (2) is dost where the 
hyposulphite solution is standardised by a method in which this 
latter reaction is unrecognised. ■ 

Gornfarison of the New Method with the Volume of Qas found. — We 
next proceed to apply the Tolumetric 'process as thus' modified to ' the 
examination of' samples of water from different, sources, 'and to com- 

' . ' 2 u 2 
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pare fhe results with the absolute volume of gas obtained by boiling 

out tlie same water in vacuo. 

The following formula is applicable to tlie volumetric process 

= .V c.c. oxygen per litre of water, where d and s = the 

s X li d 

volumes of distilled water and sample respectively used and M and 
J 2 s = hyposulphite required for distilled wmter, and sample respec- 
tively, and Od the volume of dissolved oxygen (N.T.P) contained in 
1 litre of the distilled water used. 

The following are the results of this comparison made on live 
different samples of London tap water collected on five different 
days. In each case a Winchester quart bottle was filled with the 
watei* as di^awn from the tap. Three estiniatious were made by the 
improved method, and then about 1700 c.c. of the remaining water 
tahen for the gasometric estimation. 


London Ta;p 



(1-) 

(2.) 

(3.) 

(4.) 

(5) 


c.c. 

C.C. 

c.c. 

C.C. 

C.C. 

JStitrogen 

13 *22 

13*95 

13*36 

13 ‘43 

13 *49 

Oxygen .. 

5*15 

5*91 

5 *38 

6*31 

5*80 

Carbonic acid 

7-98 

9*29 

G-70 

7*35 

8*11 

Total gas. , 

26*35 

29*15 

25*44 

27 *09 

27-40 

Oxygen by the new 
volnmebric method . 

5-53 

i , 

6*13 

5 64 

6*41 

6*24 

Gas obtained 

5-15 

5*91 

5 -38 

(5*31 

5*80 

Biffereiice 

0*37 

0-23 

0*26 

o 

o 

0 -d-t 


Mean difference 0 *28 c.c. oxygen per litre of water. 


The oxygen values obtained by the two methods show close agree- 
ment, considering the possible experimental error in so complex a 
comparison. The mean diffei’ence being only 0*28 c.c, of oxygen per 
litre of water, showing that the method gives good results with ordi- 
nary 'drinking waters. 

The next series of comparisons were made on Thames water 
collected just below the bridge at Bichmond. These, like the tap 
waters, show that the method is applicable to tolerably pure river 
water. . , 

, The following' are the details, of the estimations':— ' ' ■ 
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Thames at Richmond. 



( 1 -) 

1 

( 2 .) 

( 3 .) 

( 4 .) 

Nitrogen 

17*14 

16 *74 

13-76 

13 T1 

Oxygen 

8*37 

8 -oy 

5*24 

6-06 

Carbonic acid 

7*35 

7-18 

7-38 

7-93 

Total gas 

33 -86 

31 -93 

26 -37 

27*12 

Oxygen by the new method 

8*95 

8 -98 

5-87 

6-13 

G-as obtained 

8*37 

8-00 

5-24 

6-06 

Difference 

0*58 

0*98 

0*63 

0*07 


Mean difference, O' 56 c.c. of oxygen per litre of ■water. 


A furtlier eomparisoa was made witli very iiiipiire Thames water 
collected at Crossness, opposite the southern outfall for London 
sewage, 12 miles below London Bridge. 

These in like manner indicate that the niethod gives good results 
even with an impure water of this character. 

The following are the details of the analyses : — 


Thames, op;posite Southem Seioage Outfall. 



( 1 -) 

( 2 .) 

(3-) 

( 4 ) 

( 5 .) 

( 6 .) 

i 

Nitrogen 

17*08 
2*51 
14 *00 

17*58 

0*59 

15*29 

17 *60 
0*13 
15*77 

17-46 

1-06 

14-51 

15*96 
4*36 
26 *18 

16-96 
4-68 
15 -13 

Oxvp’en 

Carbonic acid 


Total gas 

33 -59 

33*46 

33*50 

33 *03 

1 

46-50 

36-77 


Oxygen by the new 
method 

3-01 

2-51 

0-99 

0-59 

0*34 
0*13 i 

1*65 

1*06 

5*18 
4*36 ! 

5*94 

4*68 

Gas obtainerl .......... 


Difference 

0*50 

0*40 

0*21 

0*59 

0*82 

1*26 



Mean difference, 0 *66 e,c. of oxygen per litre of water. 


In sample (5) the low nitrogen is explained by the abnormally high 
carbonic acid. 

The process thns applied to waters of such varied character, and 
containing such widely different amounts of oxygen, with' a, mean 
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difference of only 0*5 c.c. from the value obtained by extracting and 
measuring the gases, shows that, although perfect accni^acy cannot 
be guaranteed for the process thus improved, yet the results obtained 
are not far removed from the truth, and certainly give very valuable 
indications as to the oxymetric condition of samples of water sub- 
mitted to its operation. Perhaps no other volumetric process satis- 
fies so well the conditions of so difScuit a problem as the estimation 
of dissolved oxygen in water. 

In investigations on the action of micro-organisms in the purifica- 
tion or putrefaction of impure waters, it is hoped the process will give 
valuable aid. 

Influence of Acidity and Alkalinity , — Although the method is 
applicable to pure and impure waters, and even to brackish waters, 
this is not the case if the water c<’)ntams even small quantities either 
of free acicl or alkali. Thus, if of sulphuric acid be 

added to pure water, not only is the oxygen value obtained a different 
one, but the whole reaction is disturbed. The volume of hypo- 
sulphite required for the first decolorisatiou is greater ; tins only pro- 
ducing a light, straw-yellow, instead of the fine deep-yellow of a 
normal titration. The delicacy of the reaction is altogether destroyed, 
a much larger volume of water than usual only slowly producing a 
light-blue colour, instead of the distinct coloration produced by even 
half a cubic centimetre of pure water in a normal titration. Oxalic 
acid has a similar action. The same proportion of ammonia has an 
entirely opposite effect. The oxygen value is raised instead of 
lowered, and the delicacy of the reaction is not impaired, although the 
colour reaction is very much modified. The results compare as 
follows : — 


100 c.c. 


Pure water, 

28*51 


28- 7 
28’9 

29- 0 
28*1 J 


.Mean 

r 28-6 


TuVu of 8Ul" 
piiuric acicl. 

17*3 

17'3 


17*3 


TuW of 
ammonia. 


35*5 

3 G -1 


35‘8 


Sodium bicarbonate has no effect. 

Of course, when other substances than oxygen, winch decompose 
hyposulphite, are present in the water, the accuracy of tiie method is 
proportionately disturbed. 

Delicacy of the Beaction,'^ With. -pure water, the change of colour is 
a very highly sensitive reaction and the most delicate test for the 
^ presence' of free / oxygen we possess, one part of oxygen in two 
, million parts, of water being sufficient, to bring about a distinct change 
of colour. 
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If a quantity of the reduced yellow liquid Ibe sealed u|) in a vessel 
containing pure hydrogen, it retains its yellow colour and its power 
of turning hlue when opened and exposed to air, even after many 
days. 

The hlue compound obtained by exposing the titrated liquid to air 
is likewise permanent in pure hydrogen, but it is a curious fact that 
it slowly fades and turns to yellow on further exposure to air. This 
is no doubt due to the presence of sulphite, as a crystal of sodium 
sulphite dropped into a solution of the untitrated indigo- carmine 
causes the same slow fading of colour, and gives subsequently the 
same yellow liquid. 

This is in strict accordance with the observations made on the action 
of atmospheric oxygen in the fading of colour in dye-stuif s ( Chem. 
Netm, 39, 313). 

Diffusion of Oxygen through India-^rubher , — The delicacy of this 
reaction may be employed to show the rapid diffusion of atmospheric 
air through india-rubber tubing. The experiment is made as 
follows : — 


Eio. 5. 



100 c.c. of water and 3 c.c. of indigo-carmine are freed from oxygen 
vind decoloiised in the usual way. , The liquid is then forced out by 
hydrogen pressure on opening A. 

When the liquid has flowed 'through' B, C,’D, E for a few seconds 
the pinchoock A is closed. , 
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The liquid is seen to be yellow at F, B, and D, and is allowed to 
remain in tlie india-rubber tube 0 for five minutes. If now A be 
carefully opened so as to allow tbe foi-mer contents of 0 to be seen in 
the glass tube D, it will at once be obseiwed that whilst the liquid in F, 
B, and D had remained unqhanged, that in C had turned quite blue 
from the absorption of atmospheric oxygen diffused through the 
india-rubber. Even one minute’s exposure is sufficient to give an 
indication. 

This experiment has a practical hearing on the construction of the 
apparatus as figured in Dupre’s paper and in Sutton’s book, in which 
the hyposulphite solution is made to pass through several feet of 
India- inibber tubing before reaching the titration vessel, its strength, 
of course, diminishing with the time of remaining in contact with 
the india-rubber. 

In the form adopted by us, the hyposulphite is conveyed from the 
stock bottle to the titration vessel by a glass syphon, and only 
sufficient india-rubber used to accommodate a pinchcock and to make 
one other connection neoessax’j for the free motion of the titration 
vessel. 


LIY . — Zino Deztfosate. 

By Alfred C, Chapman, Demonstrator of Chemical Technology, 
University College, London. 

Yariohs compounds of dextrose, with the oxides of barium, strontium, 
calcium, lead, and copper have been desciihed by Peligot, Brendecke, 
and other chemists, but no compound of dextrose with oxide of zinc 
appears to have been noticed. When an ammoniacal vsolution of zinc 
hydrate is added to a concentrated solution of dextixxse in 90 per 
cent, alcohol, a white, curdy precipitate immediately falls. 

4 grams of thoroughly washed zinc hydrate were dissolred in 
the smallest possible quantity of strong aqueous ammonia, and this 
was then added to a solution of 5 grams of dextrose in about 400 c.c. 
of 90 per cent, alcohol. After standing for 12 hours, the clear super- 
natant liquid was poured off, and the white precipitate ti’-ansf erred to 
a perforated porcelain plate placed in a funnel and connected with a 
filter-pump. 

After having been thoroughly w^ashed with alcohol, and allowed to 
drain in a current of air,, it was placed under ' the receiver of an, air- 
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pump and dried to a constant 'weight in a vacnnm over snlplinric- 
acid. 

Bj this method I obtained rather more than 4 grams of the drj 
zinc dextrosate 


Remits of Analysis, 


I. 0*428 gram gave 0*290 gram CO^ and 0*178 gram HoO, 
IL 0*362 ,, 0*248 „ „ 0*149 

III. 0*500 ,, 0*204 gram ZnO. 

lY. 0*482 0*1965 

Y. 0*500 „ 0*205 


Pound 

Calculated for / ^ ^ 

C^-Ei^OQ,2ZiiO + SHoO. I. II. III. IV. Y. 


C 18*19 18*45 18*67 — — ^ 

H 4*54 4*60 4*56 — — 

Zii 32*83 — — 32*74 3*2*71 32*90 


This compound, when treated with water, is decomposed into 
dextrose and zinc oxide. The zinc in Analyses III and Y was 
determined by treating a weighed qnantity with water, . heating for 
some time, filtering oft the zinc oxide, and weighing. The dextrose 
in tbe filtrates was also estimated. 

The following are the results : — 

Pound. 


Dextrose. , . . 

Calculated for 
CeHi206,2Zu0 + SHsO. 

45-46 

(«•) 

45-5 

, 

(A) 

45*9 

Zinc oxide , . 

....... 40*91 

40-8 

41-0 

Water . • . , . 

13-63 

*13-7 

*13-1 


lGO-00 

100-0 

100-0 


Zinc dextrosate is a white, amorphous substance. It is very 
hygroscopic and parts with its moisture with very great difficulty. It 
is insoluble in alcohol, ether, and chloroform, but is easily soluble 
(probably after decomposition) in dilute acids. When heated, it 
decomposes, decomposition commencing at a temperature of about 
65° to 70°. In one experiment, a solution from which the zinc 
dextrosate had been separated as above described on standing for 
vseveral weeks deposited small needle-shaped crystals, but the quantity 
was far too small for any investigation. 

* The water by difference. 
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Bj T. Ewan, B.Sc., and J. B. Cohen, Pli.D., Owens College. 


The following series of experiments was undertaken witli tlie view of 
preparing tlie intermediate products of the oxidation of acenaplitliene 
and naphtlialic acid. According to the present view of the constitu- 
tion of acenaplitliene (Ekstrand, Ber., 1885. 2881, Philip and Eam- 
herger, Per., 1887, 237), it should yield on oxidation a dialcohol and 
diketone of the following constitution : — 


AcenaphtliGne. 


^ .OH-OH 

UioH6< ! 

^OH^OH 

Acenaphthylene 

glycol. 


Acenaphthylene- 
ketone: • 


p „ /COOH 

^COOH 

lifaplithalic acid. 


The present paper contains a preliminary account of these experi- 
ments, which are still being carzned on. . 


Action of Lead Oxide, Lead Nitrate, and Water tipon Lihromacenaj^h'- 
tliene BQvmide, Ci2H8Br2,Br4. 

Dibromacenaphthene bromide was boiled with water and lead oxide 
for 2 to 3 clays with reflux condenser, and the product distilled in a 
current of steam. A substance passed over which crystallised in biil- 
liant yellow^ needles. The same compound ivas obtained on heating 
the bromide with lead oxide and water at 150*^, and also with a solu- 
tion of lead nitrate. The yield in all cases Avas so small that any 
further investigation as to the constitution of the compound has been 
postponed. The substance was recrysfcallised from alcohol, and melts 
at 126 — 129'’. It gave the following results on analysis : — 


Calculated for 
Found. CiJl^OoBra. 

0...> 45'62 46T5 

H 3-16 2*63 

Br..,. \ 46-80 47'06 


Acenaphthylene Glycol Monoacetate, — A better x'esult was obtained 
by converting acenaphthylene dibromide into the acetate and decom- 
posing the product with potash. 

2;, grams of the 'dibromide are boiled with 2 grams, of 'caustic 
potash and 7—8 o.o. of . glacial acetic ^ acid'. In a few minutes' potas- 
sium /bromide', begins to separate, and the reaction, is soon complete.' 
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Tlie prodnct is Doutralised witli caustic soda, the huff- coloured pre- 
cipitate collected and washed with water. The precipitate is dried, 
and crystallised from light petroleum, and recrystallised from acetic 
acid or alcohol. It forms long, slender, yellow needles, which melt at 
122 — 122*0° (uncoiT.) ; it is easily soluble in alcohol, less soluble in 
methyl alcohol, very soluble in ether and glacial acetic acid, 40 grams 
of the bromide give 10 grams of product. The substance gave on 
analysis the following results : — 

Calculated for 

Pound. 0 i 4 Hii 03 . 


C 73*65 73*67 

H 5*7 5*27 


The compound is therefore acenaphthylene glycol monoacetate, 

H .CH-OH 

Acenaphthylene Glycol Diacetate , — The monoacetyl compound was 
boiled vith excess of acetic anhydride for half an hour, and the mass 
poured into water. When the excess of anhydride was decomposed, 
a brown solid residue remained, which was collected, washed with 
water, and crystallised from methyl alcohol. It melts at 130°, and 
gave on analysis the following results : — 


Calculated for 
^CH-O-CoH.O 

Found, ' 


C 70-75 71-11 

H 5-54 5-20 


It is a yellow, crystalline substance. 

Acenaphthylene Glycol, — 1*6 gram of the monacetyl compound and 
1 gram of caustic potash are dissolved in methyl alcohol and boiled 
for 2 to 3 hours on the water-bath. On cooling, long needles 
separate, wdiich may be recrystallised from methyl alcohol. They are 
colourless, melt at 204 — 205°, and are slightly soluble in cold methyl 
alcohol or hot water. The substance gave the following results on 
analysis : — 

Oalcixlated for 

, , „ ' 

Pound. 


0...... 77*18 '77*42 

K. 5*62 ' 5*38 


On oxidation with an alkaline 4 per cent, permanganate solution in 
the cold, a white, crystalline acid- is' formed, melting at -266 — 267°, 
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wMcli is doubtless itapbthalic acid. ISTo intermediate oxidation pro- 
duct of tbe gljcol could be obtained in this waj. 

Acenaplitliylene Glycol Monohenzoate . — 1 gram acenaphthylene bro- 
mide was dissolved in ether, and 1*44 gram of silver benzoate added. 
The reaction goes on in the cold. The product was collected and the 
ether evaporated. The residue may be crystallised from methyl 
alcohol or toluene, and forms small, colourless plates melting at 
189 — 190“. A second portion dissolved in alcohol was treated with 
excess of moist silver benzoate, extracted with light petroleum, and 
recrjstallised from glacial acetic acid. The product was the same. 

Eomid, 

I. II. 

C 78^73 78-71 

H 5-38 5*04 

Acenaplitliem Ketone, — To obtain the methyl- derivative of acenaph- 
thylene glycol, we acted on the glycol with methyl iodide and sodium 
alcohoiate. The result turned out very different from what we anti- 
cipated, 2 grams of the glycol were mixed W'ith alcohol insufficient 
for complete solution, and 0*5 gram of sodium, dissolved in about 
5 c.c. of absolute alcoliol, added. 3*1 grams of methyl iodide were 
introduced, and the mixtui'e heated for two hours at 150 — 160°. 
Sodium iodide separated. The product was diluted with water, 
extracted with ether, the ethereal solution dehydrated over calcium 
chloride, and evaporated. The residue solidified, and was recrjstal- 
lised from alcohol. The substance forms pale yellow needles melt- 
ing at 119 — 119-5°. It gave on analysis the following results : — 


Calculatial for 
Hound. CisHbO. 

C 85-71 ■ 85-78 

H 4-78 5-21 


It is not acted on by dry, gaseous hydrochloric acid when passed 
through its solution in toluene, or when boiled with glacial acetic 
acid. It combines with phenylhydrazine acetate, but the amount of 
product obtained was insufficient for analysis. The compound will 

OH 

therefore he a ketone of the following constitution : CioH6<;] i \ 'Wb 

CO '\ 

explain the reaction hy supposing that the sodium alcohoiate has a 
dehydrating action on the glycol, removing 1 mol. of water. 

To prepare the alkyl ethers of acenaphthylene glycol, we had 
recourse to the action of sodium ethylate on acenaphthylene dibro- 
naide, and the results, although they have not yielded the desired: 


Calculated for 

n TT 

10 8<(jH.0-C.H5O’ 
78-62 
4-83 
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compoundj may be of some interest. 2 grams of aceiiaplitliyleiie 
bromide, 0*35 gram sodium, and 10 c*c. of alcoliol were allowed to 
stand in tlie cold for one bonr and then heated just to boiling. On 
cooling, the whole solidified; after crystallisation from alcohol the 
product was obtained in long needles melting at 94 — 95®. It gave the 
following results on analysis : — 

Calculated for 

Pound. GioHio- 


C 92-90 93-5G 

H 6-76 6-45 


It formed a crystalline compound with picric acid, melting at 
161 — 162°. The substance is, therefore, acenaphthene. 

If the acenaphthylene bromide be dissolved in anhydi'ous benfsene, 
and then heated with dry sodium alcoholate, a browm oil is formed, 
•which readily combines with picric acid to form a yellow, crystalline 
compound, melting at 201 — 202°, and gives the following results on 
analysis : — 

Calculated for 

Pound. CioHs'OcH.COH) (NOo)3. 


G 56-94 5670 

H 3-16 2-87 


The compound is doubtless the picric acid derivative of ace- 
naphthyl ene. 

We cannot as yet attempt a satisfactory explanation of the course 
of these reactions, but we intend to investigate them further. 

TetrahromacenapJitliene . — To obtain the diketoue we first prepared 
the tetrabrorao- derivative of acenaphthene. 

2 grams of acenaphthylene bromide dissolved in carbon bisulphide 
and 1*75 gra,m of bromine, were allowed to stand overnight. Hosettes 
of crystals separated, which, when pure, melt at 161 — 162° with 
decomposition. It is insoluble in alcohol The following results were 
obtained on analysis : — ^ 

Calculated for 
Pound. ' Oj J-r6Br4, 

Br ■. 67*73. , 68‘08 

Trihroinacena^pMhene. — This compound was obtained in one experi- 
ment in the preparation of the tetrabromo- derivative; but the condi- 
tions wei^e not specially noted at the time, and we have not been able, 
so far, to obtain it a second time. 

It is a yellow crystalline substance, .soluble in ether, glacial acetic 
acid, and hot alcohol It melts at 88 — 90°. 
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It gave the following results on analysis : — 

Calculated for 


jjouna. 

C. 86*45 36*83 ' 

2*08 1-79 


Actdon of Ghvmiiim Oxychloride iifon Acenaj[iMliene. 

To obtain the dialdelijde corresponding to napb-thalic acid, we 
adopted Etard’s method. 2 grams of acenaplithene were dissolved in 
20 grams of anhydrous carbon bisulphide and 2 grams of CrOoGlo, 
dissolved in carbon bisulphide, were slowly added to the cold solution 
of the acenaphthene. A dark brown, amorj^hous precipitate was formed, 
which was filtei'ed through glass-wool, washed wdth carbon bisul- 
phide, and dried in a vacunm over concentrated sulphuric acid. It 
was analysed with the following result : — 

Calculated for 

Found. CisHioCCrOsCb).. 

Or 22*10 22*41 

On bringing the compound into w^ater, a green solution is obtained ; 
but the insoluble browm amorphous product obstinately retains 
chromium, even after prolonged boiling, and in spite of repeated 
attempts, it was impossible to prepai*e a pure product. It dissolves 
also with difficulty iu the usual solvents. 

To obtain the dialdehyde and diketones of naphthalic acid, we dis- 
tilled the barium salt of tbe latter with the lime salt of the fatty 
acid, and obtained distillates which readily crystallised. The acid 
cblorides readily react on acenaphthene in presence of aluminium 
chloride to form well crystallised ketones; but the ketone-group 
apipearS to go into the nucleus and not into the ethylene side-chain. 

Kaphthalimide forms a crystalline chlorine-derivative wffien acted 
on by phosphorus pentachloride. The investigation of these com- 
pounds ■will form the subject of a subsequent communication. 
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LVI . — Isomeric Ghcmge in the Fhenol Series. (Third 
By Arthuic B. Ling. 

In a former communication (Trans., J887, 147), I have shown that 
when dibromorf/ioiiitrophenol is heated k,i 100° with broraine and water, 
much bromaiiil is produced, together with mono- and di-bromoj;a;ra- 
nitrophenoL The isomeric change which takes place is therefore that 
of a j^arabromor^/ionitro- derivative of phenol into an orthohromoipara- 
nitro-derivative, and this being so, it appeared to me not unlikely that 
or^/lochloropa?■abromo?'^f/^onitropheno], a compound which I have 
already described (Trans., 1887, 791), might also, when similarly 
heated wdth bromine and water, undergo isomeric change into ortlio-^ 
cliloror^J/iobromoparanitrophenoi ; this seems to be the case, but 
although I have found that a considerable quantity of chlorotribromo- 
quinone^ and of or^/mchlorodinitroplienol is at the same time formed, 
I have obtained no evidence of the production of a mono- halogen 
derivative of |j?u?’unitrophenol. It having been rendered probable 
that when chlorine is passed through a hot glacial acetic acid solution 
of parahromor^/ionitrophenol, the product consists in a great measure 
of j:>aranitrophenol-derivatives, I felt anxious to know whether the 
isomeric change which appears to occur is, in this case, hrought about 
tteough the agencj^ of chlorine, or of the bromine which is liberated 
by the latter, I have to this end, therefore, made several experiments. 
Firstly, by passing chlorine through a hot glacial acetic acid solution 
of or/7mnitrophenol ; secondly, by heating an acetic acid solution 
of dichloiY;ri^7mj3ifrophenol, satui^ated with chlorine at 100''* and 
thirdly, by heating dichloror^7/onitrophenol at 100“ with chlorine- 
water. These experiments have, in no case, yielded derivatives of 
parauitrophenol, so that as regards the production of the latter, 
when chlorine is passed through a hot acetic acid solution of fam~ 
!)romor'(57n)nitroplienol, it must be due to the liberated bromine. 

An interesting, and at first sight rather complicated case of isomeric 
change takes place, when or ^/lochlorqparabromophenor is nitrated by 
warming it in an acetic acid solution with a slight excess of nitric 
acid (sp. gr. 1’42), namely, together with the normal products, ortho^ 
chlorqparabromorfTionitrophenoI and o?*f^ochloror^7mj;amdinitrophenol, 
which are formed in. the largest quantity, a not inconsiderable amount 
of dior^7?.ochlorobromoparanitrophenol is also produced. The produc- 

* I have already shown (Trans., ,1887, 790) that when or//wchloro|?arahrom“ 
O'lY/wnitrophenol is. lieated 'w,ith hromine. and water at 'lOO'", the' proportions used 
being 06 H 3 ClBr(]SO..)'*OH : 4Br2,ifc is entirely, converted 'into ehlorobroiiioquinone. 
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tion of or^/iocLloror^^/iOjja^Ytdinitroplienol, and tlie consequent elimina» 
tion of bromine renders this case, however, equivalent to the action 
of bromine on or^/mcHoropambromor^/tonitrophenoI, the latter being 
without doubt the initial product of the reaction. 


OH 

Cl/\ 


OH 


yields 


Cl, 


/ 

Br 


\/ 

Br 


OH 


,/N]sro„ Cl/Nl^Oa 


and 


OH 

Cl^NBr 


\/ 

HOs 


\/ 

NO. 


I have also to announce that the isomeric change of jmrachlorort/io- 
bromor^/mnitrophenol into or?^Aochlorojpu7-uhi’omori^Aonitropheiio], which 
was pointed out by me (Trans., 1887, 789), does not take place at 
all, and that a mistake must have arisen in working with impure 
materials in a maimer which I shall explain later, since on re- 
examining the two isomeric chloi'obi’omo- derivatives of orthonitro- 
phenol, I find that the description which I have given of these com- 
pounds needs practically no modification. I am chiefly indebted to 
Dr. H. B. Armstrong for arousing my suspicions on this point, since 
my results appeared to be incompatible with some i-ecent investiga- 
tions made in his laboratory, but on looking into the question more 
closely, I came to the conclusion that this last- mentioned case of 
isomeric change is altogether at variance with my other observ*ations j 
for example, I have shown (Jioc. cit.^ 786) that the parachlorine-atom 
ill did 1 loro rfkonitrophenol is quite stable when treated with bromine ; 
and it has also been shown by Peterson 6, 370), that on heating 
dichlororjf/ioiiitrophenol with nitric acid, the orthochiorine-atom is 
replaced. From these facts it might be inferred, therefore, that of 
the compounds parachloror^/iobromoriJ/mnitrophenol and orZ/mcliloro- 
jp^imbromoriJ/^onitroplienol, the former modification is the more stable, 
but the isomeric change of the former into the latter requires the con- 
verse of this. 

I find, furthermore, that purachloroW/iobromor^/mnifcroplienol, wheii 
warmed with nitric acid in acetic acid solution, yields pcrrachlorodi- 
orj^/ioiiitrophenol, thus : — 


OH 



yields 


OH 

2?Oo,/\NOi, 


\/ 

Cl 



and that orthoohloTojparahvomortliomtvofhmol, when similarly treated, 
yields orftochloror^/mpamdimtrophenoi, thus : — 
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OH 

OH 

■I^.NOo 

oi/\; 

1 1 

yields 

\/ 


hr 

isros 


Ort1ioc7iZoroparaJ?*omortliowi^roj9^e?ioZ. 

TMs compound is best prepared by nitrating or^/iocbloropambromo- 
pbenol, tlie latter being prepared by the chlorination of parabromo- 
phenol with sulphuryl chloride (SO 2 CI 2 ), The melting point of this 
nitro-componnd appears to be somewhat lower than that previously 
given, namely, 114° instead of 117°. The potassium- derivative, 
C 6 H 2 ClBr(N 02 )* 0 K, when not quite pure, or when deposited quickly 
from supersaturated solutions, crystallises in plates, but on purifica- 
tion may be obtained in beautiful, long, red needles, which are some- 
what fl.at. The calcium salt forms small, red crystals with 7 mols. 
H 2 O, as previously stated. 

Action of Bromine on Orthoc7^Zo?*opara!?ro??^orthomtrop7t(3?^oL 

10 grams of ort7ioohlorqpumbromor^Aouitrophenol was placed in a 
bottle, together with 40 c.c. of water and 6 grams of bromine (1 mol.), 
the stopper wired down, and the bottle heated in a bath of boiling 
water for nine hours. On the following day the bottle was opened, 
the acid liquid decanted, and the product washed with water. It was 
then separated from chlorotribromoquinone by extracting with potas- 
sium carbonate solution. On purifying the crude brown-coloured 
salt by reorystallisation and treatment with animal charcoal, it was 
found that none of the red salt of the oriAonitrophenol-derivative was 
present, but that the colour of the salt was yellow. Quite pure salts 
were not obtained, but the analytical numbers from them, and the 
melting points of the phenols, leave no doubt that the product con- 
sisted of the potassium-derivatives of oriTidchlorodmitrophenol, and 
or^7wchloror^7mbromopura-nitrophenol. 

No. I Salt 

0‘1627 gram lost O'Olll gram at 120°, and gave 0*0471 gram 
K2SO4. 

Theory. 

C6H2C1(N02)2-0K,H20. Found. 

HaO 6*55 p. c. 6*82 p. c. 

K 14*20 , 12*96 „ 

The phenol obtained from the foregoing melted at 105 — 107° ; 
or^/iochlorodinitrophenol melts at llO”. 

VOL. LV.' 2 S' 
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No. II Salt. 

0'1982 gram lost 0'0114 gram at 125° and gave 0‘0547 gram 
K2SO4. 

Theory. 

CoH 2 ClBr(N 03 )-OK,HjO. Eoimd. 


H 20 5*88 p. c. 5*75 p. c. 

K 12*64 „ 12*36 „ 


The phenol from this salt did not show any Yery definite melting 
point ; it softened at 110°, and melted at 120 — 130°, decomposing a 
few degrees above this; ori/mchioror^/iobromoparanitrophenol melts 
at 137° with decomposition. 

Action of Ghlorim on VBJ'Bhromorih.onitrophenoL 

A boiling acetic acid solution of parabromor/^onitrophenol was 
saturated with chlorine, and allowed to cool. The product was con- 
verted into potassium salt, which was orange-yellow, and was not 
further examined. 

Action of OTilorine on Ov%Lonitro^lienoL 

Chlorine was passed into a hot acetic acid solntion of or^/ionitro- 
phenol. On converting the product into potassium salt, it was found 
to consist solely of ori^/ionitrophenol-derivative, the last portions of 
the mother- liquor being carefully evaporated and examined under the 
microscope. 


Action of Chlorine on DicJilorovt'komtrophenoh 

These experiments have led to no positive result as regards isomeric 
change, but it may be well to give them in detail, in order that they 
may appear final. 

I. 10 grams of dichloror^^onitrophenol was dissolved in 100 c.c. of 
glacial acetic acid, and the boiling solution saturated with chlorine ; 
after standing some time, the solntion, from which brilliant scales of 
chlorauil had deposited, was divided, half was poui*ed into water, and 
the precipitated compound converted into potassium salt, whilst the 
other half was again saturated with chlorine, placed in a bottle with 
the stopper wired down, and heated in a water-bath at 100° for three 
hours : it was then filtered from chlorauil, thrown into water, and 
couverfed iuto'potassinm salt. Nothing but unaltered compound was 
obtained from 'either portion. , - v 

" IL 10:'grams;of'^ dichlororthouitrophenolwas suspended in 50\n.o. 
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of cHorine- water, and heated in a bottle at 100® for seven hours. On 
testing a portion of the product, it was found to consist of unaltered 
substance. The aqueous liquid was then removed at the pump, and 
the substance transferred to a larger bottle, 300 c.c. chlorine -water 
added, and then heated at 100®, as usual, for six hours. On opening 
the bottle, it was found that there was considerable pressure ; oxides 
of nitrogen were given off, and there was a strong odour of chloro- 
picrin. The portion soluble in potassinm carbonate solution con- 
sisted, however, entirely of unaltered dichlorori/ionitroplienol salt. 


Nitration of Orthoc/iZoroparnhromopAewoL 

Orf/mchloropara-hromophenol was prepared as stated in a previous 
portion of the paper by chlorinating pambromophenol with SOoCh ; 
the parahromophenol employed was pure, but the chloxination product 
was not examined, further than it was found to consist of colourless 
needles. The experiment to he described was carried out as follows : 
38 grams of pure parahromophenol was fused in a flask, and after 
cooling somewhat, but not to the solidifying point, 29 grams of 
S02Ch was slowly run in with constant shaking. It was then 
•allowed to stand, after which it was first freed from acid, and after- 
wards dissolved in about 200 c.c. glacial acetic acid, and the solution 
warmed with a slight excess of nitric acid (sp. gr. 1'42). After 
standing, it was thrown into water, and the precipitated nitro-com- 
pound filtered off at once : when dry it weighed 35 grams. From 
the mother-liquor, a further quantity of nitro-compound precipitated 
on standing, which was found to give a yellow potassium salt ; the 
latter, on recrystallisation, was obtained in long, yellow needles. 
Analysis : — 

0*2076 gram lost 0*0126 gram at 120® and gave 0’06I2 gram 

K2SO4. 

Theory. 

C6H201Br(N0,)-0K,H20. Found. 


H 2 O 5*83 p.c. 6'06p. c. 

K.. 12*64 „ 13*19 „ 


From the above numbers as well as from the melting point of the 
phenol, 137° with decomposition, there is no doubt whatever that 
this compound was potassium chlorobromo^aranitrophenol (compare 
this vol.j'p. 57). 

The main portion, which was also conyerted into potassium salt, 
was found to consist chiefly of prthoohloroparabromorthonitrophenol 
malting at 114°, but orthocblorodinitrophenol melting at 110® was 
also separated. ' The ' folio wing' are' the "analytical results : — ^ 
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Totassium OrtlwcTihrc^araiiromorthoniiroplienol. 

I. 0'2S19 gram dried at 100° gave 0’0717 gram KaSOj., 
11. 0-1963 „ „ 0-0598 


'Dieory. 

C6H2C1Bi*{N02)*0E. 
K 13*42 p.c. 


Found* 


X. 

13*84 


~I?. 

13*64 p. c. 


Poiassium Orthochlorodinitropheno t 

0*2746 gram lost 0*01 50 gram at 130® and gave 0*0870 gram 
K 2 SO 4 . 

Theory. 

C5H2CI(N02).yOK,H20* Found. 


H 2 O 6*55 p. c. 5*46 p. e. 

K.... 14*20 „ 14*20 „ 


Action of Bromine on VobmcMoroYthonitrophenol (correction). 

In my former work the mistake to which I have already alluded 
must have occurred somewhat in the following manner : — The first 
portions of pamchlomrtJwmtYopheiLol which I used I took the trouble 
to thoroughly purify by conversion into a salt and recrystallisation 
(loc, cit^ 787), but, iu some of the subsequent experiments, I made use 
of a nitro-compound, which had been obtained from crude mono- 
chlorophenol, and which was consequently contaminated with ortho- 
chlorophenol, and it would seem that in the experiments in which I 
decided that isomeric change had taken place, the chloronitro- 
compound must have consisted almost entirely of orthoGhhvortho^ 
nitropheiiol, since the substance I obtained by the action of bromine 
at a high temperature undoubtedly consisted chiefly of oriJiochloTo^ 
pur abromorjS/mnitx'ophenol . 

In repeating this work, 10 grams of parachlororfchonitrophenol, 
which had been very carefully prepared from solid parachlorophenol 
and had the correct melting point 87°, was dissolved in glacial acetic 
acid, and the solution heated to boiling ; 9*5 grams of bromine 
(I mol.) was then weighed out and slowly added to the solution ; when 
half the bromine had been run in, the solution was again heated to 
boiling, and the remainder of the bromine added slowly as before^; 
after the addition of all the bromine, the mixture was again heated, 
and finally allowed to cool and poured into a large bulk of water,. 
T|ie ' crade , substance, after crystallisa.tion from spirit^ melted, at 
123— i24°i' ' ,,,Qn conversion into.potassium^salt,' the' latter,' was, first of 
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all obtained in dark-coloui'ed plates, but these on recrystallisation 
from water had tbe form of delicate red needles, which gave on 
analysis K = 13*67 percent. — ^theory requires 13*43 per cent. — and on 
decomposition with acid, a nitro-compound, which, when crystallised 
from spirit, melted at 125*^ (compare this voL, p. 60). 

The calcium salt was obtained in small, dark-red, glistening plates. 
Analysis : — 

I. 0*3646 gram lost 0*0424 gram at 100 — ISO'’, and gave 0*0789 
gram CaS 04 . 

II. 0*3555 gram gave 0*0765 gram CaS 04 . 

III. 0*2667 „ 0*2869 silver precipitate. 

Pound. 

^ A ^ 

I. IL III. IV. 

11-63 

6*36 6*33 — — 

— — 37*55 - 37*39 

The various specimens of this calcinm salt which gave these 
analytical numbers were obtained from different portions of a solution, 
so that there is no doubt as to the homogeneity of the same. On 
decomposing a portion with acid, and crystallising the resulting 
compound from spirit, it was found to melt at 125°. 

Nitration of VsbVSicliloroTth.ohromoTiho7iiiropJienoL 

In order that the constitution of the foregoing compound might be 
farther confirmed, 4 grams of the crude substance, m. p, 123—124° 
(see above), was dissolved in hot glacial acetic acid, and a slight 
excess of nitric acid (sp. gr. 1*42) added. The solution was again 
heated to boiling. On cooling, needle-shaped crystals separated. The 
compound was converted into the potassium salt, which, after recrys- 
tallisation from water, was obtained in long, lightish-red needles. 
Analysis - ' 

0*2162 gram diued at 100® gave 0*074 gram K 2 SO 4 , 

Theory, 

OsH 2 Cl(NOi}) 2 *OK. Found. 

" E 15*20 p. qh' 15*31 p. c. 

On decomposition with acid, a nitro-compound was obtained which 
melted at 78-^79°* The melting point of 'j?arachlorodmitroplieiiol is 
80*5". 

^ . 2 T 


IV. 0*3020 


0*3245 


Theory. 

[Gf5H.ClBr(N02)-0j2Ca,4H20. 

HoO ...1!.. 11*70 p.c. 

Ca 6*50 „ 

on 


Br / 


3?-56 
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The constitution of the coniponnd obtained by broininating para- 
(MowrtJiomtmphenol at a high temperature is, therefore, pnmchlor- 
oriJ/iobroiuor^/mnitrophenol, or, in other words, it is a normal product. 

Nitration of JPara hromoTthoclilorortlionUrop lienol. 

This siihstanoe was nitrated in a manner similar to the foregoing 
i some ride. The potassium salt of the product was obtained in bright 
yellow needles. Analysis : — 

0’2312 gram lost 0*0153 gram at 120° and gave 0*0736. gram KaS 04 . 

Theovy. 


C3H3Cl(N0s)i.0K:,H20. Pound. 

H 2 O 6*55 p. c. 6*61 p. c. 

k\. 14*20 „ 14*23 „ 


The phenol from this melted at 110^, which is the correct melting 
point for ori/iochlororjj/mpamdinitrophenol.. 

Mj experiments serve to show that there is a tendency for broino- 
derivatives of orif/mDitropbenol to be converted into those of pci^ra- 
nitrophenol when heated with bromine and water, although they 
throw no light on the exact manner in which the change takes 
place. It might appear that the production of pamquinone- 
derivatives from those of orthonitrophenol necessitated the trans- 
ference of the ]N 02 -group from the ortho- to the para- position, hut 
this view is excluded by the fact that whereas diohlororthonitro- 
phenol is readily converted into a paraquin one- derivative when 
heated with bromine and water, dichlorojpamphenol is certainly not 
produced in the reaction.. 


LVII . — Benzyhderwatives of the Phanylemdiamiries, 

By Eaphael Melbola, F.E.S., and J. H. Coste. 

In a paper published last yean by one of the authors and E. H. 
Salmon (Trans., 1888, 774) it was shown that para- and meta- 
nitraniline could be readily benzylated by heating with benzyl chloride 
in the presence of aqueous caustic soda solution. As the benzyl- 
derivatives of the corresponding diamines have not hitherto received 
much attention, we have 'thought it desirable to prepare 'these, com- 
pounds and, some of' their derivatives in order ,to',S'tudy the "effect 
'produced upon 'the' properties of thes.e derivatives hy'the,preeenoe 'iu 
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tlie molecule of a Heavy positive radicle such as benzyl. Dihenzyl- 
paraplienylenediamine has been described in a paper published by 
Matzudaira (Ber.^ 1887, 1614), 


B ENZYLPAEAPHENY LENE DIAM INE . 


Benzylparanitraniline was reduced by boiling the alcoholic solution 
with tin and hydrochloric acid ; the alcohol was distilled o:ff and the 
tin precipitated by sulphuretted hydrogen. On evaporating the 
solution, white, scaly crystals separated out, and after purification bj 
dissolving in water, filtering, and again evaporating - in the presence 
of excess of hydrochloric acid, the salt was obtained in the form of 
lustrous, white scales which proved to he the dihydrochloride : — 

0‘15-?8 gram burnt with lime gave 0*1639 gram AgCl. 

0*1135 gram gave 9*7 CvC. moist N at 9° C. and 764*3 mm. bar. 


Calculated for 


Cl 26-19 

10-33 


Found, 

26*35 

10*33 


Tlie clibydrochloride is readily soluble ip hot and cold water, and is. 
thrown out in the crystalline form by the addition of hydrochloric 
acid. The salt is almost insoluble in cold alcohol. The ac][ueous 
solution, not containing an excess of acid, has the following proper-.. 
ties : — 

Ferric chloride produces a green colour at first but this soon 
changes into red, the latter colour becoming more pronounced on 
heating the solution and an odour of benzaldehyde being at the same 
time evolved. Potassium chromate produces a deep bluish-green 
precipitate which on boiling becomes red and gives off bonzaldehyde,. 
.Bromine-water produces a green, colour which changes to red on 
standing. When the solution is saturated with sulphuretted hydrogen,, 
the addition of ferric chloride causes a blue precipitate of a colouring 
matter belonging to the methylene-blue group. 

The free base is precipitated on adding alkali to the aqueous 
solution of the dihydrochloiide in the form of an ochreous precipitate, 
which under the microscope is seen to consist of an emulsion of oily 
globules. On extracting the oil by agitating with eihei*,,and allowing 
the ethereal solution to evaporate, the base separates as an oil which 
solidifies ' to a ' crystalline mass^ on standing for some hours. ^ , I'he 
crystals consist of moss-like aggregations having- a melting point of 
30®. The base soon becomes red 'by oxidation on exposure to, the air. 

' ' 2 T 3 ' ' 
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Biacetyl-derwative. 

The drj dihydro chloride was suspended in glacial acetic acid, dry 
sodium acetate added, and the mixture boiled for about half an hour 
with the addition of acetic anhydride. On diluting with water and 
nearly neutralising with ammonia, a whitish, resinous substance 
separates out. The latter is readily soluble in boiling alcohol, and 
separates from the saturated solution on cooling in the form of a 
viscid resin ^vhich solidifies to a crystalline cake on standing for some 
•days. The substance crystallises from dilute alcohol in the form of 
colourless, hexagonal prisms with oblique ends having a melting 
point of 116*5 — 117'^, Analysis showed that the compound was the 
di acetyl- d eriyative. 

0*1015 gram gave 0*2680 gram 00^ and 0*0612 gram HgO. 

0*1080 gram gave 9*1 c.c. moist Isf at 10*5° C. and 764 mm. bar. 


G 

H 


Calculated for 




NH-CsHaO" 

72*34 

6*38 


9*92 


Found. 

72*01 

6*70 

10*12 


Dihenzoy l-derivatim. 

Some of the dry dihydrochloride was boiled for about an hour with 
benzoyl chloride and anhydrous sodium benzoate. The product wass 
■washed repeatedly with hot water and finally with dilute ammonia, 
and then dissolved in hot dilute alcohol and the solution allowed to 
< 3 ool. The substance separates out as an oil which on standing for 
some days solidifies to a crystalline cake consisting of aggregations 
of white needles having a melting point of 124®. 

0*1033 gram gave 0*3008 gram CO 3 and 0*0522 gram H 2 O. 

0*1532 gram gave 8*7' c.c. moist NT at 12*5° 0. and 755*5 mm. bar. 


Calculated for 






Found. 

c 

79-80 

79-42 

H ... 

... ..... 6-42 

S-61 


6*90 

6-69 


Oxidation of Benzylpara^^lienylenedia'mine in the presence of other 
aromatic Amines. 

^'Itiswrell known that 'by the oxidation of paradiamines in the 
ffesence'Df. other' amines, certain unstable colouring matters 'belonging* 
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to tlae group of iudamines are obtained. In order to prepare a 
dibenzylated indamine, equal molecular proportions of the crystallised 
benzylparapbenylenediamine dibydrocbloride and benz jlaniline bydro- 
cbloride were dissolved in water, and tbe necessary quantity of a 
solution of potassium dicbromate gradually stirred into tbe well- 
cooled and dilute solution of tbe bases. Tbe addition of tbe oxidising 
agent causes tbe separation of an intense greenisb-blue colouring 
matter, wbicb is no doubt tbe. dibenzylated indamine formed according 
to tbe well-known reaction : — 

+ CfiHs-ra-CTH, - 2H3 = 

C7H,-Hbr*C6H4-N;C6H4:]sr-C7H,« 

Tbe constitution of tbis indamine would be — * 

H H 

, Q Q 

\h:c/ NciK-CyHy. 

\ ^ = 

H H 

Tbe presence of tbe benzyl-groups does not appear to confer 
increased stability upon tbe colouring matter, wbicb at first collects 
into a resinous mass of an intense coppery lustre and tben rapidly 
disintegrates, at tbe same time losing colour and passing almost 
entirely into solution. A strong odour of benzaldebyde is perceptible 
from tbe beginning of tbe oxidation of tbe mixed bases. After being 
allowed to stand for some time in tbe cold, tbe solution is filtered to 
remove a small quantity of some insoluble resinous impurity, and tbe 
basic substance dissolved in tbe solution thrown out (mixed wit-b 
ebromio hydroxide) by means of ammonia. Tbe greenish precipitate 
is collected, washed with cold water, allowed to drain, and then 
extracted with boiling alcohol and filtered. Tbe filtrate on cooling 
deposits a basic substance crystallising in oebreous scales melting at 
1-19 — 151°. A specimen of tbis base was analysed with tbe following 
results : — 

0'1067 gram gave 0’3235 gram OO 2 and 0*0613 gram H^O. 

0*0885 gram gave 8*7 c.c. moist bf at 14° 0. and 759*3 mm, bar. 

Tbe base is readily soluble in boiling benzene and less soluble in 
petroleum. It dissolves in dilute bydrocblorio acid on warming, font 
always leaves a small quantity of resinous residue and gives off an 
odour of benzaldebyde under this treatment. Tbe solution of the 
hydrochloride gives a greenisb-blue colouring matter on oxidation 
^ with ferric ' chloride, but we have not yet been able to , ascertain 
whether tbis is identical with tbe original indamine ■ or not* Tbe 
; most 'Obvious view with' respect ,to tbe constitution of tbis, base is that 



MELBOLA AND COSTE : BENZYL-BERITATIVEB 


5!)4 


it is dibeiizyldiamicIodiplieBjlamine, but we liaye satisfied ourselves 
that tMs is not tke case by preparing some o£ tlie indamiiie in the 
iiiaiirier described and then immediately reducing it by means of 
zinc-clast and acetic acid. Tke decolorised solution, after this treat- 
ment, was filtered, precipitated by sodium carbonate, and the preci- 
pitate collected, washed, and extracted with boiling alcohol as before. 
The alcokolic filti'ate deposited no crystals on cooling, and on dis- 
tilling off the solvent, an oily base was obtained wliich did not solidify 
on long standing and wMck could be i*eadily oxidised back into a 
greenisli-biue colouring matter very similar to if not identical with 
the original iudamine. This oily base is no doubt dibenzylcliainido- 
diphenylamiiie formed from the indamine in accordance with the 
}'eactioii : — ' 


N<: 


■c„H4-nh-c,b:, 

06H4:n-o,h, 


+ Ha 




The oily base on acetylation gave an acetyl- derivative crystallising 
in white needles melting at 180*^, but the ci[uantity obtained was too 
small for analysis. 

A more extended series of experiments will be necessary, in order 
to determine the nature of the base resulting from the spontaneous 
decomposition of the dibenzylindamine. We have already made 
several preparations, and have arrived at certain conclusions, which 
we think it desirable to make known at the present stage of the work, 
as the investigation cannot be resumed for some time to come, The 
fact that the substance is not dibenzyldiamidodiphenylamine, con- 
sidered with the circumstance that benzaldehyde is given off during 
the reaction, appears to indicate that the compound is a condensation 
product, or a mixture of such products derived from benzaldehyde. 
On this view, the most probable formula is that which represents the 
substance as a benzylbenzylidene-, or as a dibenzylidene-dianiido- 
diphenylamine. The analytical results do not enable us to decidiv 
between these two substances, and, in fact, we ai’e disposed to 
believe that both of them may be formed by the spontaneous decom- 
position of the indamine : — 


C 

H 


Oalciilaied for 
™^C6H4*N:CH-CeH5 


Caloulafeed for 

T^TT/C5H4‘N:CH.C6Hg 


^ 82-76 . 83*20 

6*10 5*60 

11*14 11*20 


Eoimd. 

82*69 

6*38 

1T55 


; In the- course nf further experiments, we always, obtained a crysta^I- 
Tine tesiC' pound . similar in properties '' to that-^j^^st ^hesc 3 ^ibed 
but- certain, wide' discrepancies 'in 'The -meltihg' 
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points of different preparations have led to the conclusion that the 
base is really a mixture of the two compounds formulated aboYe. It 
will be seen that these two substances differ only by two atoms of 
iiydrogen. By cz^ystallising a specimen from benzene, we obtained a 
first crop of crystals melting at 176°. On adding petroleum to the 
motber-li€[uor a second crop was obtained, the melting point of which 
was 168 — 170°, and by allowing the filtrate to eyaporate in a dish a 
third crop was obtained, of which the melting point was 149 — 154°. 
These three fractions differed but little in appearance and properties 
beyond the differences in solubility and melting point. They all 
contained about the same quantity of nitrogen : — 

1st crop. 0*0781 gram gave 7*9 c.c. moist JNT at 20° C. and 
756*3 mm. bar =: 11*51 per cent. 

2nd crop. 0*0647 gram gave 6*1 c.e. moist K at 18*5° C. and 
756*7 mm. bar = 1T06 per cent. 

3rd crop, 0*0581 gram gave 5*2 c.c. moist N at 18*5° 0. and 
758 mm. bar = 11*28 per cent. 

Which of these fractions represents the dibenzylidene-derivative 
and which the benzylbenzyiidene-compdund must for the present 
remain undecided. It would appear most probable that the first 
fraction having the higher melting point is the dibenzylidene- 
derivati^re, but this question can only be settled by a study of the 
action of benzaldehyde on paradiamidodiphenylamine, and a com- 
parison of the products thus obtained with those described above. 

By oxidising equal molecular proportions of the benzyl -diamine and 
aniline (both in the form of kydrochiorides) with the calculated 
quantity of potassium dichromate, a greenish-blue indamine is 
formed, which in the course of about half an hour loses its colour 
and decomposes with the evolution of benzaldehyde. lYothing 
definite has, however, been isolated from the products of decomposi- 
tion. A red colouring matter was found arpong the latter, which 
doubtless belongs to the azinesv 

A benzylated saff^fauine was prepared in the following way. One 
molecular proportion of benzyl paraphenylenediamine, one molecalar 
proportion of benzylaPiline, and one molecular proportion of aniline 
were dissolved in the form of hydrochlorides in boiling water, and 
. oxidised ' in the usual way by adding a solution containing the 
calculated quantity of potassium dichromate.* The hot solution was 

In the abstract of this paper which appears in the Proceedings (No. 71, p. 116), 

' there is an error which I may take the present opportunity of correcting. It is 
; there stated that one molecule of 'thehenxyl-diamme'and two molecules of benzyl- 
, ;'teilihe give a safitaiiihe' when oxidised together ^ This, however, is not the case j 
theAbove statement is the 'aetpal. record. of the. experiment.— B. M* , 
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filtered as soon as the reaction was complete, and tlio co'loiiiing 
matter thrown out by the addition of common salt. The sailranine 
thus formed presented no characters of special interest, and its 
investigation was not pursued in detail. The red aqueous solution of 
the chloride becomes blue on adding excess of hydrochloric acid ; the 
alcoholic solution of the colouring matter is violet, with a reddish 
fluorescence which is not destroyed by ammonia. 

JDiazo- and AzO’-derimitves of Benzylparaphenylenedianiine. 

The free amido-group of the benzyl-diamine is readily diazotised 
by treating the solution of the hydrochloride with sodium nitrite in 
the usual way. The solution of the diazo-chloride thus formed is 
always rendered turbid by the presence of a small quantity of some 
ochreous precipitate which is simultaneously produced by the action 
of the nitrous acid. After filtration, the clear solution shows all the 
characters of a solution containing a diazo-salt. Platinum tetra-* 
chloride produces a copious precipitate of an ochreous colour, show- 
ing under the microscope no trace of crystalline structure, The 
analyses of a specimen of this platinum salt, dried under a desiccator 
in a vacuum, gave numbers which could not be made to agree with 
any formula, and we are inclined to believe that the platiiiic salt acts 
partly as an oxidiser, contaminating the product with oxidised 
impurities. The solution of the diazo-chloride reacts with phenols in 
alkaline solution, forming azo-compounds of the type — 

C7H7*ll:VH*OsH4*N2*Ph (Ph = phenolic residue). 

Of these compounds we have prepared and examined those formed 
from a- and ^-naphfchol. 

Benzijhm%uhhenzenemo-Qi>>napW ^^ — Qn mixing a solution of the 
diazotised diamine with an alkaline solution of a-naphthol nothing 
separates out, hut the liquid aquires a deep red colour owing to 
^the formation of The azo-compound, 

The latter separates from the alkaline solution on the addi- 
tion of acid, as a ' dark, unctystallisable resin. This azo-compound 
dissolves in alcohol with an orange colour becoming red on the 
addition of alkali; it dissolves fi’eely with a red colour in aqueous 
alkali, and in strong sulphuric acid with a violet colour, becoming 
redder, and finally precipitating on dilution. 

Bemylamiiobemenemo^lS-napMhoL-— The addition of tbie diazo- 
' chloride solution to the y3-naphthol dissolved in caustic:, soda causes 
the precipitation of a reddish-brown azo- compound, which, after 
being coilected, washed, and dried, forms a resinous mass having a 
slight metallic lustre*: The substance dissolves but slightly in alcohol 
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or liCTizene, but more freely in ebloroform, tlie solution being of an 
intense orange-brown colour. By adding alcobol to the chloroform 
solatiion and allowing tlie solvents to evaporate slowly, the substance 
was obtained as a crust of small, warty crystals, having a greenish, 
metallic lustre and melting at about 124°. The melting point was 
not changed after a second crystallisation from chloroform and 
alcohol. 

0*1046 gram gave 10*7 c.c. moist N at 14° C. and 764*5 mm. bar. 

Calculated for 

C7H7-HH-C6lIvN2*Cio%OH(^), Found. 

N 11*89 12*10 

This a^io-compound dissolves in strong siilphuric acid with a 
magenta-red coloim, which becomes more orange on dilution, the 
substance being finally precipitated in an unaltered state. 

BENZYLMETAPHEHYLENEmAMlNE. 

This substance was prepared by the reduction of benzylmetanitr- 
aniline in precisely the same way as the corresponding paradiamine. 
After removing the tin as sulphide, the solution was evaporated, and 
a dense, brownish crystalline deposit of the dihydrochloride was 
obtained. The crystals appear to consist of rhoiubohedra built up of 
laminas. By allowing a drop of the solution to evaporate on a watch- 
glass, the crystals were seen under the microscope to consist of elon- 
gated hexagonal tablets. 

0*1685 gram gave 0*1754 gram AgCh 

Calculated for 

a6T9 ' 2,5*76 ' 

/The' free base is an oil which' does not solidify on long standing. 
The aqueous'^ sjolution 'of the dihydrochloride gives with ferric chloride 
k' ' red nolour, which changes into 'orange-brown on standing; the 
colour ,at first becomes deeper : on heating, and a whitish product of 
oxidation ' ' then ' separates. The addition , of ' potassium dichromate 
'Cansesan immediate precipitation of the whitish product of oxidation. 
Blatinicghloride also acts 'as'' an' oxidiser, giving a dark, amorphous 
precipitate containing : platinum, '"'Sodium nitrite gives a reddish- 
brown precipitate, which. appears' to /c'o,hsist, of 'a 'mixture of an azo- 
and a diazb -^compound.. ' This': was ^ shewn, by the decomposition of the 
substance with the evolution of nitrogen during an attempt to obtain 
a pare specimen by cry stallisatiom: If o,tn" alcohol. "The diacetyl-deri- 
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vative of tbe diamine was prepared by beating some of tlie dibjdro- 
cliloride wdfcli acetic acid, dry sodiom acetate, and acetic anhydride ; it 
pro ved to be an uncrystallisable, resinoas substance. 


Dihenzoyh' derivative. 


This compound was prepared by beating tbe dibydrocbloricle with 
benzoyl chloride and dry powdered sodiunl benzoate in a flask at tlie 
temperature of boiling water. If this temperature is exceeded, the 
reachioE takes a different course, aud resinous products are formed. 
The benzoylation is complete in about an liotir, and the contents ot‘ 
the flask are well 'waslied with hot water, and finally with dilute 
ammonia. The resinous product is dissolved in hot dilute alcohol 
and allowed to crystallise, when the dibenzoyl-deiavative is obtained 
in the form of colourless, rbomboidal tablets, melting afc 178°, 

0*0954 gram gave 5’*7 c.c. moist NT at 17*5° 0. and 754*5 mnn bte 


17' 


Calculated for 



6*86 


EouikI. 

6*86 


Oxidution of a Mixture of Benzyhneta- and Benzylj}ara-phenijlene^ 

diamine. 

Equal molecular proportions of the two diamines in the form of 
their dihydrochlorides were dissolved in cold water, and tlie necessary 
quantity of a solution of potassium dicliromate added. A bulky pre- 
cipitate of a deep indigo-bliie colour at once separates. This colouring 
matter (indamine) was collected, washed well wT.th cold water, in 
which it is practically insokible, drained, and dried. The compound 
when dry forms a blue povvdei*, very similar in appearance to indigo. 
We have not been able to obtain the substance sofliciently pure to 
confirm its formula by analysis, as it is insoluble in water, and althougli 
soluble in alcohol, does not crystallise from this solvent. There can 
be but little doubt, however, that the compound is a dibenzyi-ainido- 
indamine: — 

C7H7‘N:aH4;N*06H3(hrH)2*KH-C,H7, or 

■ h: H T..TT ' 

yC=:0\ 5— \ ' ' 

■ ■ ■ ^0—0/ \ / 

; H H 

The indamine is fairly stable .in alcoholic, solution, and can be 
boiled for sometime in the 'presence of' this solvent without undei*- 
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g’oiiig decomposition. Tlie solution is o£ an intense blue colour, whicla 
is clumged to red both by acids and alkalis. Tiie base thrown out by 
the addition of an alkali rapidly changes into the azine. Platinic 
cliloride added to the alcoholic solution causes the separation of a 
deep indigo-blue, amorphous precipitate. A specimen of this platiiio- 
chloride, collected and washed with alcohol till the washings came 
throngh colourless, gave on analysis numbers approximating to the 
formula ( 0 o 6 H 24 lSr 4 *HCl)aPtCl 4 , but it was not found possible to obtain 
this salt in a state of perfect purity. The indaniine on redaction 
might be expected to furnish dihenzyltriamidodiphenylamine, but the 
reduction product passes back into the indamine so rapidly by the 
action of atmospheric oxygen, that our efforts to isolate this base 
were unsuccessful. On boiling the indamine suspended in water made 
slightly acid with hydrochloric acid, the azine is readily formed. 

N 

This compound has the formula G7H,‘NH*06H3<^^^06Ha*]SrH'*C7H7, 

and is a dibeiizyl- derivative of diamidophenazine. The hydrochloride 
and the base are both insoluble in water, and could not be obtained 
in a crystalline form. The base is slightly soluble in alcohol, the 
solution being red, with a greenish fluorescence. The hydrochloride is 
readily soluble in alcohol, the solution being of an intense red, which is 
changed to violet by excess of hydrochloric acid. On adding platinic 
chloride solution to the alcoholic solution of the hydrochloride, a 
reddish-brown, amorphous platinochloride is precipitated. A s^icci- 
meii of this salt, collected and washed repeatedly with alcohol and 
dried in the water-oven, gave the following results : — 

0‘012B gram gave 0*0020 gram Pt == 16*26 per cent. 

This agrees with the formula (C^jiHaA^HCOaPtCh, which requires 
16*34 per cent, of Ft. A chlorine determination in the platinum salt 
sliowed, however, that the compound was still impure, and want of 
material prevented further attempts at purification. 

;';A specimen; of the azlne-base was analysed, with the ■ following 
results 

0*1671 gram dried for some days under' a desiccator in a vacuum 
over calcium chloride, and then dried in the water-oven till 
the weight was constant, lost 0*0064 gram = 3*83 per cent. 

; 0*1208 gram' (dried in water-oven) gave 13*9 n.c. moist F at 21^^ 
' and 762*6 mm. bar.' 

The .base dried 'under a desiccator hhus appears to contain 3' mols. 
water, onemf wlixohis'given'off, at 100^ 
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Doss calculated for 



a,8H..,]Sr4-3H30 - HjO. 

Pound. 

HaO.... 

4-05 

3-83 


Calculated for 



C.6H.oN^-2HoO. 

Found, 

N 

i314 

IS- 11 


Tlie azine dissolves in strong hydYocliloric acid, giving a dull, slate- 
coloured solution. In strong snlpliuric acid it dissolves -with an 
oclireous colour, wliioh first becomes, greenish, then violet, and finally 
red on dilution with water, 

Teteabenzylparadhei^yleitedumini: 

This compound was in the first place obtained in the course of an 
attempt to prepare a symmetrical dibenzylparaphenylenediamine 
isomeric with that described by Matzudaira (Ber., 1887, 1614), 
Paraphenylenediamine sulphate was dissolved in water, the necessaiy 
quantity of benzyl chloride (two molecular proportions) added, and 
the solution made alkaline with caustic soda, The contents of the 
fiask were kept just at the boiling point for about two days, the 
reaction being promoted by frequent agitation, The product con- 
sisted of a semi-solid mass, which was washed with water, and then 
extracted two or three times with hot alcohol, in which the greater 
portion remained undissolved. The substance was then crystallised 
from glacial acetic acid, and finally from benzene and petroleum. 
The analytical results showed that the substance was the tetrabenzyl- 
derivative, and subsequent experiments showed that the benzyiatiou 
always proceeded furtiior than the formation of the dibenzyl- 
diainine. 

In ox’der to prepare the tetobenzyl- derivative, it is only necessary 
to heat paraphenylenediamine or its mouobenzyl-derivative with the 
necessary quantity of benzyl chloride, in the presence of aqueous 
caustic soda, in the manner above described. When tlie reaction is 
complete, the product fox*ms a brittle resin, which can be purified by 
crystallisation from glacial acetic acid, and then from benzene and 
petroleum. A specimen thus purified was obtained in the form of a 
white, crystalline powder, melting at 149'^. After another crystal- 
lisation, by dissolving in chloroform and throwing out by the addition 
of alcohol, the melting point remained unaltered. 

; 0:0861 gram gave 0'2785 gram COa and 0*0581 gram H 2 O, 

''01167 graiU' gave 6 c.c* moist IN at 20° 0. and 7661 mm. bar, 
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Calculated for 




Found. 

c 

87-18 

86*64 

H 

6‘73 

7*46 


5-98 

5*92 


TetralDenzjlparaplienylenediamine possesses no basic properties. 
It dissolves with difficulty in boiling alcohol, acetone, or petroleum, 
separating from these solvents on cooling in the form of slender, 
white needles, having a silky lustre. The substance dissolves readily 
in chloroform, benzene, and carbon disulphide ; less freely in cold 
ether. The solution in hot glacial acetic acid deposits the substance 
on slow cooling, in the form of dense, colourless, prismatic needles. 
In its behaviour towards oxidising agents the substance closely 
resembles the corresponding tetramethyhderivative described by 
Wurster (Her., 1886, 3195)* The tetrabenzyldiamine, when dry, 
does not discolour on exposure to the air, but its solution, in certain 
solvents, gradually acquires a blue-violet colour. This was first 
noticed in the case of the acetic acid solution, which becomes deeply 
coloured on heating, and on continuing to boil tbe colour gradually 
disappears. On cooling, the acetic acid solution again becomes slowly 
coloured. The addition of a chromate to the acid solution causes the 
immediate separation of an intense blue-violet colouring matter. We 
have not prepared this coloniung matter in sufficient quantity to make 
an analysis of it, but Wurster states that the corresponding tetra- 
methyl- violet diilers from the tetramethyldiamine only by two atoms 
of hydrogen, and he assigns a formula which, by analogy, would 
lead to the following foi^mula for the hydrochloride of the tetrabenzyl- 
violet : — 


Cl /OH./C5H5 
y]Sr^CH,-CeH5 
UH/ \cH-CeH, ' 
^CHa-OeHs 


White filter-paper, wetted with a benzene solution of the tetra- 
benzyldiamine and allowed to dry, can he used as a test for “active 
oxygen, in the same way as Wui'ster’s tetramethyl paraph enylene- 
diamine paper. When sodium nitrite is added to the acetic acid 
solution of the tetrabenzyldiamine, the violet colouring matter is first 
produced, and as the nitrous acid continues to act, the colour 
gradually changes to orange, and the addition of water then pre- 
cipitates an orange resinous substance, which is probably a nitros- 
amine. 
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T ET RAB BNZ YLMETAPHEKY LEN E DIAM I NE. 


Tills compoand was prepared like tke preceding, by Keating a 
sohitdoii of nietaplienylenediamiiie in tKe presence of excess of 
aqueous caustic soda witli tKe calculated quantity of benzyl cliloridc. 
In about 12 hours the benzylation was complete, and the product 
formed a pitchy mass, which was washed repeatedly with water, and 
then with hot alcohol. The tefcrabeoazyldiamine is devoid of all 
basic properties, and is characterised by general inertness ; it is not 
acted npon by sodium nitrite in acetic acid solution, so that a nitroso- 
derivative could not be prepared as Witt has shown to be possible in 
the case of the corresponding tetramethyl-derivative (Ber,, 1886, 
877). It does not appear to be nitrated even on heating with fuming 
nitiic acid* In its behaviour towards solvents the substance closely 
resembles the corresponding para-nompound, hut it is quite uncrystal- 
lisable, and separates from its solutions as a resin. A specimen was 
purified for analysis by dissolving the crude substance in glacial 
acetic acid, and precipitating by dilution with alcohol. The substance, 
after being collected and washed with alcohol, formed a light ochre- 
ous powder, non-crystalline, and having a melting point of about 

80— sr. 

0T328 gram- gave 7 c.c. moist KT at 18° 0. and 765'8 mm. bar. 


Calculated for 


N(C;H,)2- ■ 
5-98 


Found, 

C'OO 


During the purification of the substance by the above treatment it 
was noticed that some bye-product, having an intense grecnisli 
fluorescence, remained dissolved in the mother-liquor, but this coun 
pound lias not yet been isolated. 

Fhishmj Technical College^ 

July, 1880. 
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LVIII . — Contrihtdions to the Chemistry of the Azonaplithols, 

Bj Raphael Meldola, F.R.S., and Gilbert T. HoRaAH. 

I., Alktl-deriyatives of Azo-zS-Raphthol Compou^tds. 

If a recent communication on this subject (tliis voL, p. 114) it was 
pointed out that tbe evidence derived from a study of the products of 
reduction of tlie azo-jS-naphthol-alkoyl-derivatives,, indicated that the 
replaceable atom of hydingen was attached to oxygen and not to 
nitrogen ; a conclusion which obviously necessitates the rejection of 
the forrauli^ proposed for these compounds by Liebepmann (Ber., 1883, 
2858) and Zincke (Ber., 1884, 3026)., Of tire alkyl-derivatives of the 
azo-/8-naphthol compounds the only one which has been studied in 
any detail is the ethyl- derivative of benzeneazo-jd-naphthol (Wein- 
berg, Ber., 1887; 3171). A quantity of this substance having been 
placed at our disposal by Dr. Weinberg, we thought it of sufficient 
interest, in connection with the present inquiry, to make a further 
V study of the products of reduction. The substance fomvarded to us 
by Dr. Weinberg consisted of a deep orange-red, viscid ofl, wliich 
deposited dense,, orange crystals on standing for some weeks. The 
crystals consisted of unaltered henzeneazo-/3-naphthol, the oily portion 
consisting of the ethyl-derivative, saturated with the dissolved un- 
alkylated compound. We afterwards prepared other specimens by 
cohobating benzeneazo-/3-naplithol dissolved in alcohol with equal 
molecular proportions of potassium hydroxide and ethyl bromide or 
iodide. In none of our experiments- was the ethylation complete, and 
we can fully confirm Weinberg’s statement that the- product always 
contains a certain quantity of unalkylated substance. 

The fact that benzeneazo-/3-naphthol cannot be alkylated completely, 
diminishes tbe value of this and similar compounds for the particular 
purposes of our present investigation, inasmuch as the products of 
reduction of the mixture must necessarily contain amido-/:J-naphthol. 
Sufficient evidence that the ethyl-group is attached to the oxygen-, 
atom has, however, been obtained to warrant the publication of the 
results. The oily mixture' was dissolved in alcohol and reduced by 
adding a solution containing a little more than the theoretical quantity 
of stannous chloride. The mixture was, allowed to stand at the 
ordinary temperature for some hours, and the reduction then com- 
pleted by gently warming, with the"'addition. of' some more tin and 
hydrochloric acid. The alcohol was distilled off, the solution diluted 
with water, filtered' in order to i^emove resinous impurities, and the, 
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filtrate mixed witli dilute sulphuric acid. The sulphate of the 
naphthylphenyl base slowly separated, and after being collected 
and washed witli cold water, was purified by ciystallisatiori from 
boiling water. This salt and the free base were found to possess 
the characters assigned to them by Weinberg, and were not 
further examined. In order to further characterise the substance, 
the acetyl- derivative wms prepared by boiling the sulphate with 
glacial acetic acid, dry sodium acetate, and acetic anhydride. The 
product thro^vn out by dilution with water was crystallised two or 
three times f]‘oni alcohol, and then formed small, flat, whitish needles, 
melting above 288°. Analysis showed the compound to be the di- 
acetyl-derivative of the diamido-naphthylphenylethoxy-compouiid : — 

0'0760 gram gave 0‘2017 gram CO 3 and 0'0397 gram H 2 O. 

0*0812 gram gave 5*4 c.c. moist NT at 11® G, and 759*6 mm. bar. 


Calculated for 

Cj.iH'jj'STiOs. Pound. 

C. 72-92 72-66 

H.. 6‘07 5-80 

X 7-73 7-92 


The filtrate, still containing tin salts, after the removal of the snl- 
phate of the naphthylphenyl-hase, was saturated with sulphuretted 
hydrogen, the tin sulphide filtered off, and the filti'ate evaporated to 
the crystallising point. The white, crystalline deposit w^as found to 
consist of amido^/3-naphthol salts, the base being identified by the 
usual tests as well as by conversion into the dihenzoyl-derivative 
(m. p. 226'5°, Trans., 1889, 121). This amido-^-naphthol is doubt- 
less derived from the iin alkylated beuzeneazo-/l-naphthoL 

Three formulifi are possible for the naphthylplienyl-base, according 
to tlie view taken with respect to the position of the ethyl-group, 
viz. : — 


I. II. HI. 

The first of these corresponds to the old formula for benzeneazo- 

^riiaphtbol : — ■ 

orto OiJE[e<f>N-C6H..* 

. - ■ " ' H ■ 


# Meldola, Mil Mag,, Kov. 1888, 408. 
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The second formula, whicli represents the ethyl attached to the 
nitrogen, would correspond to Liebermaiin’s formula — 

The third formula, in which the ethyl is attached to the amidic 
nitrogen of the phenyl residue, would correspond to Zincke’s hydi*- 
azone formula : — 

or OlCioHelTSf-NH-CeHs. 


The determination of the number of amido-groups in the naplitbyl- 
phenyl base is therefore a matter of considerable importance, as by 
this means alone is it possible to decide between the different formula. 
Acetylation is obvionsly of no avail in this case, as a free h}uli‘Osyl- 
group in the ortho-position is acetylated quite as readily as an amido- 
group (this voL, p. 121). By titration with sodium nitrite, Weinberg 
bas already come to the conclusion that two amido-groups are present, 
in which case formula I. must be regarded as established. As so 
much depends upon the decision of this point, we thought it desirable 
to obtain further evidence, and we accordingly prepared the secondary 
azo-compound by diazotising the naphtbylpheuyl-base and combining 
it with /3-naphthol. For this purpose, the hydrochloride of the base 
was dissolved in water, and treated with a solution containing the 
calculated quantity of sodium nitrite (two molecular proportions). 
After standing for some time, the solution was gradiially mixed with 
a well-cooled solution of iS-naphthol (two molecular proportions) dis- 
solved in caustic soda. A deep violet precipitate at once formed, and 
this was collected, washed, and dried. The azo-compound had to be 
ciystallised several times from glacial acetic acid and finally from a 
mixture of chloi’oform and alcohol before it was obtained quite pure. 
The following results were obtained on analysis 


I. 0‘0839 gram gave 0*2371 gram CO 2 and 0*0397 gram H 3 O. 

II. 0*0916 „ 0*2599 „ „ 0*0443 

III, 0*0780 ' „ , 6*2 c-c. moist IST atT6°'C. and 771*1 mm. bar. 

These results agree with .the formula of a secondary azo-com- 
pound: — 


Foimd, 



Calculated for 

O 38 H 28 H 4 O 3 , 


II. 

III. 

0 .... 

. . . 77-56 

77-07 

77*46 

— 


. .. 4-76 

6-25 

^6*37 


VOL. LV. 

. .. 9-52 



9*33 
2 tr 
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The azo-compound forms small, bronzy neoflles, very sparingly 
soluble ill boiling alcohol wifcli a yiolob coloar. It dissolves more f reely 
ill glacial acetic acid with a reddish-Tiolot colour, and very readily in 
chloroform, the solution in the last solvent being of a magenta-red. 
The solution in strong sulphuric acid is violet, giving a similarly 
coloured precipitate on dilution. The melting point is 153—11)4°. 
The formula of the compound is — 


0,HrNrC,oH./OH(^) 


and the original naplithjlphenyl-base must accordingly contain two 
amido-groups (formula I). 

Attempts to prepare methyl- and benzyl-derivatives of benzeneazo- 
/3-napbtbol gave unsatisfactory results, as the alkylation is less 
complete in these cases than when ethyl is introduced. The presence 
of a iiitro-group in the benzene nucleus does not facilitate the 
alkylation. 

ll. BEHZOYL-DEaiVATIVE OF BENZENEAZO-a-NAPHTHOL. 

It has long been known that benzeneazo-a-naphthol can be readily 
alkylated, and also that the hydroxylic hydrogen of this compound is 
capable of being replaced by acid radicles. Of the alkoyl-dcrivatives 
the only one at present described is benzeneazo-a-na.phthyl acetate 
(m. p. 128°, Liebermann, Be?*., 1883, 28585 Ziincke and Bindewald, 
Brr,, 1884, 3026). 


Bemmieam-a^naflitliyl Benzoate, CtiHs’hTy'CitiHyO'CYHflO (i») . 

This compound is easily prepared by making dry beiizeneazo- 
a-iiaplitbol into a paste with benzoyl chloride and dry, powdered 
sodium benzoate, and heating the mixture in a flask in a water-bath 
for 2— 3 hours. The product is washed well with boiling water, and 
finally with dilute ammonia till free from benzoic acid. Of tlie 
various solvents tried for the crystallisation of the substance, glacial 
acetic acid was found to be the most convenient. The solutioii is 
deep orange-brown, and if allowed to cool slowly and without being 
disturbed, it deposits the substance in, the form of dense, reddish-brown 
prisms. If, however, the solution is cooled rapidly and the crystallisa- 
tion hastened by scraping the sides of ^ the beaker with a glass rod, 
; the,, substance separates in the form of minute, orange needles, w,hich 
dry to an ochreous powder. The two forms are so totally, dissinxilar 
in Appearance that we were at first disposed to believe that wenvere 
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dealiBg witli different coniponncls. Tlie analyses sliowed, however, 
that this was not the case, and we have come to the conclusion that 
we have here a case of true isornerism or possibly of poljmerism. 
The melting points were found to be — 

Prismatic crystals 118 — 119° 

Ochreous powder 121 — 121*5® 

I. 0*1349 gram (pinsmatic form) gave 0*3832 gram COa and 
0*0583 gram HoO. 

II. 0*1417 gram (ochreous form) gave 0:4052 gram GO 3 and 
0*0604 gram H 2 O. 

III. 0*1191 gram (ochreous form) 0*3408 gram CO 2 and 0*0497 
gram H 2 O, 

lY. 0*1368 gram (prismatic form.) gave 9*3 c.c. moist hT at 11*5° C. 
and 760*3 mm. bar. 

Y. 0*1046 gram (ochreous form) gave 7*3 c.c. moist N at 14° C. 
and 749*4 mm. bar. 


Calculated for Found. 




i 

II. 

III. 

,IY. 

Y. 

c . 

.... 78-41 

77-99 

77-99 

78-04 

— 

— 

H . 

4*54 

4*83 

4*72 

4*65 

— 

— 

N . 

.... 7*95 

— 

— 

— 

8-07 

8-09 


In addition to their difference in appearance the two forms differ 
also in other properties. Thus the prismatic. form is soluble in boiling 
alcohol, -while the ochreous form is almost insoluble. These differ* 
ences are certainly suggestive of a difference in constitution, and it is 
not improbable that we may have an instance of tautomerism (Laar, 
Ber.^ 1885, 648) between the forms — 

0 - 0 — 0 , 

OeHs 

The first of these formulas would be the most probable for the 
prismatic foi'm, which resembles a true ajzo-compound in its general 
appearance and characters. 

Benzeneazo-^-naphthyl benzoate is easily reduced in alcoholic 
solution by ■ stannous chloride ; the product is a basic substance which 
oxidises rapidly in contact with the air, and we have therefore been 
unable to isolate it. 


C,oF<q— and Cj„He< 
,0 
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III. Fiteation of Akonaphthoo-pfbivatiyfs* ; 

It is well known that both benzeneasso-a-xiaphthol and benxeneasso-S- 
napbt'hol are decomposed by nitric acid with the formation of dinitrO" 
a-naphthol and dinitro-/:J-naphthol respectively. In view of this 
circumstance, it appeared to us likely that additional light would be 
thrown on the constitution of these azo-compounds by studying the 
action of nitric acid upon their alkyl- and alkoyl- derivatives. 


Nitration of Beiizeneazo-fi-naphthyl NtJiylate, 

The oily ethyl -deiivative of henzeneazo-/3-naphthol dissolves in 
strong nitric acid (vSp. gr. 1*42) in the cold, with the formation of a 
deep crimson solution. This solution no doubt contains the nitrate 
of the azo-compound, since Liebermann has already shown that 
benzeneazo-^-naphthol possesses distinctly basic properties (Ber.^ 1883, 
2‘^60). On allowing' the solution to stand for about an hour in the 
cold, or immediately on warming, the red colour disappears, nitrogen 
is given o:S, and the solution on cooling solidifies to a crystalline pulp. 
The crystalline mass poured on to ice, collected, washed with water, 
and crystallised two or three times from alcohol, furnished a product 
consisting of long, stew-colonred needles melting at 135 — 139°. The 
melting point was not changed by further crystallisation, and the 
substance was identified as the ethyl- derivative of diniti'0-/3-naphthoh 
the melting point of which is generally given as 138° (Graebe and 
Drew, ^er., 1884, 1172). 

0‘1176 gi'am gave 10‘8 c.c. moist NT at 18° C. and 758 mm. bar. 

Calculated for 

CioH6(NO.)2-0*aHs. Eound. 

F 10‘68 10%57 

This decomposition, of benzeneazo-^-naphthyl ethylate by nitric 
acid furnishes direct proof that the ethyl is attached to the oxygen, 
and not to the nitrogen-atom. 

Nitration of Benzeneazo-x-napUJiyl Ethylate* 

Benzeneazo-^u-naphthol was ethylated in alcoholic solution with tlie 
theoretical quantities of potassium hydroxide and ethyl iodide. The 
: ethyl-derivative after crystallisation^ from alcohol formed orange- 
thrown '.needles melting at 98 — 100,°", as described by. Zinck©; ;,and 
Bindewald .(Ber., 1884, 3028); On adding this ethyhderivatiye/td 
■ cold nitric acid (T42'sp. gr.), the substance' immediately liquefies;, to 



CHEMISTRY OF THE AZOXAPHTHOLS. 


609 


an intensely coloured violet oil. The solution was warmed for a shoi-fc 
time in the water-bath, then cooled and poured on to ice, when an 
ochreoiis, resinous substance separated. ' This was collected, washed? 
and crystallised fTOm dilute alcohol till the melting point was con- 
stant. The substance thus obtained consisted of yellowish needles 
fusing at 91 — 92°, and was identified as the ethyl- derivative of 
diuifcro-a:-naphthol, the melting point of w’^hich is generally stated to 
be 88°. 

0*0655 gram gave 6*1 c.c. moist K at 18° 0. and 760 mm, bar. 

Calculated for 

CioH^(N 02)2*0-C.,H5. Found. 

hr 10*68 10*75 

The two benzeneazonaphthol ethylates thus decompose in a per- 
fectly analogous manner under the influence of nitric acid. 

The action of nitric acid upon the derivatives of the azonaphthols 
containing acid radicles has not been studied in any detail, because 
the product,^ do not appear to be so definite as those obtained by 
nitrating the alkyl-derivatives. Beiizeneazo-a-naphthyl acetate dis- 
solved in cold nitric acid (sp. gr. 1*42), and allowed to stand for a 
day, gave on pouring into water, an oehreons resin which, after three 
crystallisations from glacial acetic acid, furnished a small quantity of 
a yellowish, crystalline compound melting with decomposition at 
168^ — 165°. This substance is the acetyl-derivative of tetranitro-a- 
naphthol, as it furnishes this last compound (m. p. 180°, Merz and 
Weith, Ber., 1882, 2715) by hydrolysis. Benzeneazo-/3-naphth} I 
acetate dissolves in cold nitric acid with a magenta-red colour which 
gradually changes into orange, and on pouring the solution into 
water, an orange precipitate is thrown down which appeal's to be a 
nitro-derivative, or a mixture of nitro-deiivatives of the azo-com-. 
pound. The substance has a melting point above 250°, and is so 
insoluble in most solvents that we have not obtained it sufficiently 
pure for, analysis. , 

Fimhiry Tmhiwal OoUege^, 

July, 1889. 


2 0 2 
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JjIK,~—TIie Synthesis of Meferogeneons Mixed Alhijldiazoamido~cowt^ 

pounds, Preliminarj Notice. 

By Raphael Meldola, P.R.S, 

In a paper recently published by tbe author and R. W. Slreatfeild 
(this yoL, p. 412) it was stated that evidence bad been obtained that 
the mixed diazoamides of tbe general form X'NsH-Y had double tht? 
moleeulai- wmight usually assigned to these compounds. The com- 
plete justification of this statement will necessitate a lengthy investi- 
gation, and as tbe work cannot be resumed for some time to come, I 
propose to give a brief preliminary account of the experixnental 
results thus far obtained. Expressing these results in general terms, 
it has been found that two isomeric albyldiazoamides of the forms 
and Y*N’ 3 *N'R'*X, when boiled together in alcoholic solu- 
tion in equiraolecular proportions, combine with the formation of a< 
product which is identic.al with that obtained by first preparing the 
mixed diazoamicle X'XsH’Y, and then alkylating the latter. From 
this it follows that the mixed diazoamides and their alkyl-derivatives 
are formed by the coalescence of two single molecules, and their 
formulas are accordingly — 

X-N— X-^NH-Y X^X—X— XR'-Y^55^ 

T-lSr— N—NH-X T-N— X— NR'-X 

It apiiears from this that the compounds produced by the action of 
diazotised amines on alkyl amines contain the grouping 

— XIZX--XR'— , 

Since the alkyl -derivatives of the normal compounds can also be 
formed in tbe same way, by the action of X‘Xa‘Ci on X*XH>R', it 
follows that the normal compounds also consist of single molecules. 
The triple isomerism shown to exist in the paper above referred to 
maj therefore be explained by the formnte — - 

XR^*Y 

X-W-Y YMR'-X. 

I. ir. III. ^ ; 

* These formulse indicate the existence of “ position ’’ isomerides dependent oii 
relative position in the' ring of nitrogen -atoms. Evidence has already been obtained 
that sucii'Jsotaerides are present in the mixed diasso-amides an'd th6iv;alkyl"deriva- 
tives, and' will submitted in a later communication. ; 
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The diazoamicles tliemselves are accordingij referable to the tjpes’ 


X*]SVKH*X and 

Normal. 


NH*Y 

Y-X-X— XH*X' 

Alixeci. 


Since the compounds X^X-pNE'-Y and Y-X 2 *NR'*X combine by 
simply boiling tlieir solutions together, whilst X*X 2 -XE^*X and 
YX 2 *XR'*Y cannot be combined, it seemed a legitimate inference 
that the grouping — X~X — XH— or — XzzX — XR' — is stable 
when the attached radicles are similar and unstable when they are 
dissimilar, and it appeared highly probable that any pair of alkyl- 
diazoamides might be combined in a similar maimer to the isomeric 
pairs above formulated. This inference has been completely verified 
by some preliminary experiments, and the field has thus been opened 
for the synthesis of what I propose to call heterogeneous mixed diazo- 
amides containing totally dii^ereiit aromatic and fatty radicles. The 
general formula of such compounds would be — 

A*X— X-^XR'R 
X-JT— N— NR'-Y ■ 


As a type of this class of^ diazoamides, the following compound has 
been prepared: — Diazotised metanitraniline combined with methyl- 
paiutoJuidine gives the compound 

(m)X02-C6HpN.yX(CH3)*CfiH4-CH3(y?). 

On boiling eqiiimolecular proportions of this and the compound pro- 
duced by the action of diazotisod parabrom aniline on methylpara- 
bromaniline, a product is obtained which when pure melts at about 
81—82°. The formula of this heterogeneous diazoainide is — - 

CsH^'X— X— X(GH3)-CeH4*CH3( i>) 
(l?)RrCaHyX— X— X(CH3)*CaH.pOH3(p)‘ 

The details of the synthesis will be given in a subsequent commu- 
nication. The compound behaves in every respect like an ordinary 
mixed diazoamide, being decomposed by cold hydi'ochloiuc acid into 
the usual mixture of diazo-chlorides and alkylamines— 

(m)XOyOsHyX--X--X(GH3)^C«H4*OH3(p) 

(j?)Br*aH4-X-X— X(CH3)-Q,H4*OH3 (p) 

= (m)XOyCsH4«XyOI + 

(p)BrC6H4*X2*Cl + 2(jp)CtHyXH*CH3. 

This synthesis and others' of a' similar character, which I 'have 
recently efiected' leave no doubt 'that 'the mixed diazoamides have; 
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<ioal)le tl 3 .e molecular weiglit uBtiallj assigned to them, and tin 
isomerism of the aikyl-derivatives made known in former papers, as 
well as the other properties of these compounds, is thus, for the first 
time, rendered intelligible. 

Finslmry Technical Gollegef 
July, 1889. 


LX. — Bensojplienylhydfmwie, 

Bj'S. Euhemann, Ph.D., ALA>, and F. F. Blackman, 

In a recent number of this Journal (this voh, p. 242) one of ns 
published an iuTestigation on the action of chloroform and alcoholic 
potash on some hjdramnes, and showed how compounds wm^e formed 
which contain a closed ring of four nitrogen and two carbon-atoms. 
In turn, that investigation led to the experiments, the results of 
which form the subject of the present communication. 

Doebner (Annalen, 210, 267) acted on plithalanil with hensjoyl 
chloride in the presence of zinc chloride, and obtained phthaljl- 

PO 

henzoanilide, C 6 H 5 ‘CO*C 6 H 4 ^iX<^QQ)>C 6 H 4 , which by alcoholic pot- 
ash is transformed into amidobenzopbenone, or benzoaniline, 
OGHs’OO'OtiHi-XlL. This base was regarded hy its discoyerer o,B a 
para-amidobenzophenone, since he was able to tratisform it into 
paroxybenzoic acid by converting it into oxybenzophonoue, and then 
fusing the latter with potash. Froehlicli (IJer., 17, 267:1), h.ow- 
ever, showed that a benzophenone-derivatiyo could he obtained from 
pseudociimidine by a metliod perfectly analogous to Loebncrls. But 
since the constitution of ^-oumidine is expressed by the formula 

1 3 ' 4 , 6 

0 GH<YCHa*CH 3 *ClI;pXH.>, the benzoyl-group cannot here enter into tlio 
para- position, this led him to consider the possibility of benzoaniline 
being an ortho-compound. In snppoi^t of this view he adduces the 
fact that by the action of . melted potash molecular transformations 
take place; and it may be that salicylic acid is the fi.rst product 
of the fusion of the oxybenzophenone from benzoaniline, and that 
'paroxybenzoic acid results from its subsequent transformation.' But 
the experiments , of E, Geigy and W, KomigQ^ (Bm,, 18, ',2700)' 
have since proved that 'Doebner’s view, of the eeiistitution„of benzo- 
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aniline is correct, and tliat this base is in reality para-amidobenzo- 
piienone. 

We have prepared this compound according to Doebner’s method, 
in order to convert it into benzophenylhydrazine, with the object of 
characterising the latter and applying the isonitrile reaction to it. 

BenzojplienylJiydrazine^ 

The transformation of benzoaniline into the hydrazine was effected 
by the reduction of the diazo- compound with stannous chloride. For 
tbis purpose 20 grams of the paramidobenzophenone were mixed 
with 400 grams of hydrochloric acid, and the calculated quantity of 
sodium nitrite (9 grams) dissolved in water, was gradually added to 
the well-cooled mixture ; an interval sufficient for the nitrous smell to 
disappear being allowed after each addition. When the diazotisation 
is complete, the solution is filtered and the filtrate poured into a cold 
solution of 90 grama of stannous chloride in 200 grams of hydro- 
chloric acid. The pale yellow precipitate, which immediately 
appears, is collected on a linen filter and dried on porous plates ; 
during the drying it gradually becomes orange in colour. To obtain 
this hydrazine hydrochloride in a state of purity, the orange powder 
is treated with hot water and the solution filtered, when a con- 
siderable quantity of a yellow, insoluble, organic tin-compound is left 
on the filter. The water used must not be quite at the boiling point, 
or the hydrazine will be slightly decomposed. When concentrated 
hydrochloric acid is added to the warm filtrate, faintly coloured 
needles of the pure hydrazine hydrochloride are deposited, which, after 
drying in a vacuum, gave on analysis numbers corresponding to the 

formula 


N 

Cl 

The hydrochloride reduces Fehling’s solution, dissolves readily in 
warm water and in alcohol, but is insoluble in hydrochloric acid. 
The hydrazine sulphate may be prepared by the addition of dilute 
sulphuric acid to an ethereal solution of the base, when it separates 
out in white needles, easily soluble in water, but readily decomposed 
by boilirig. ' 

The hydrazine itself , can only be 'prepared satisfactorily by the 
addition o! a concentrated sblation.bf Bodiuni acetate to the slightly' 


Found. 

Caletilated for ^ — ^ 

CiaHiaNsOCl. I, II. III. 

,, 11-27 lb68 11%55 — 

. 14-28 ^ — — 13-98 
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warm solation of tlm Iiyclrocliloricle, when it crystallises out in yellow 
needles. If tlie acetate be added to tbe very hot or boiling solution 
of the hydrochloride, the base is then precipitated in a more or less 
resinous state. The hydrazine is fairly stable at ordinary tempera- 
tures, but at 100° C. it gradually darkens, with slight decomposition. 
It melts at 127°, is very soluble in alcohol, ether, and benzene, but on 
evapointing tbe solutions it is left behind as a resin. The crystals 
of the hydrazine obtained as above were prepared for analysis by 
washing with water and drying in a vacuum over sulphuric acid. 

The formula requii’es : — 

Pound. 

Theory for ^ ' ^ 

I. II. III. 


0 ' 7-3'^H 73*74 — — 

H....... 5“36 5*72.: -- 

NT ' 13*20 ■ — 13*52, 13*23 


Aeeti/lMnzoplemjlhydrazine ,, — Acetic anhydride acts on the hydrazine 
with evolution of heat. The reaction is completed on the water-bath, 
the crystalline product purified by treatment with animal charcoal, 
and reorystallised from hot water. It forms white needles, melting 
at 154 — 155°, and easily soluble in alcohol ; it gave on analysis values 

QO'C H 

corresponding to the formula KH-NH-CO-CHs’ 


Found- 

Theory for ' 

CibHhNA., I. 11. 

C... 70-87 70-72 — 

H 5-51 6-80 — 

N , 11-02 — 11-14 


Benzophenylsemicarhazide is formed by adding an aqneon.s solution 
of potassium cyanate to a solution of tbe hydrazine Iiydrocliloi-ide. 
The resulting precipitate crystallises from boiling water, in which it 
is difiionltly soluble, in slightly coloured crystals, wliich melt at, 
215 - 5 “ with decomposition, and reduce Fehli-ng’s solution. 

Analysis gave numbers corresponding to the formula 

r-o- nn-co-aus 

NH-WH-OO-lSrH/ 


Found. 

Theory for , ' 

O^HisNaOj. I. 11. 

C 65-88 66-10 — 

H. 5-10 5-37 — 

F..,.. ...... 16-47 — 16-68 
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azide of tlie forinula CgH 4 <^ / 


is obtained. 


Bm.zoplienyl~pliemjIsiilphosemicaThazid6 , — Bj adding pbenyl mustard 
oil to an ethereal solution of the hydrazine, a sulplioseniicarb- 

^ (4) —NH-hTH* C S-m* CgHs 
T his, after a short time, separates out in yellow crystals difficultly 
soluble in hot alcohol, from which on cooling they crystallise in 
plates melting at 203° with decomposition. 

They gave on analysis the following results : — 


N. 
S - 


Calculated for 
CooHjyN-jOS. 

. 12T0 

9*22 


Found. 


I. 


"n. 


12*31 — 

— 9*47 

(l)„CO-CaH, 


Benzophenyl-henzalileliyde hydrazine, N'H-N'*CH*C 

is obtained by adding to a warm solution of henzopiienylhjdrazine 
hydrochloride a concentrated solution of sodium acetate and benzalde- 
hyde. Alcohol is subsequently added and the solution allowed to 


stand for some time, when orange 

crystals sOpai’ate out ; these clis- 

solve with difficulty in 

hot alcohol, and crystallis'e from it in yellow 

glittering plates which melt at 188°. 

. They gave on analysis — 



Found. 


Theory for 

^ 


C,„HisN20. 

I. II. 

0 

. . 80-00 

80*20 --- 


5-33 

5-62 — 

E...-. 

. . 9-33 

— 9-27 

/p'j GO'O’H 

Beuzofhenylacetoiie hydrazine, CcH 4 <^^^j ^EH*E*C(CH ) ’ 


eipitated from a solution of the hydrazine hydrochloride by the addi- 
tion of acetone axid a concentrated solution of sodium acetate. The 
precipitate is dissolved in hot dilate alcohol, which, cm standing, 
deposits plates melting at 125^^-, and easily soluble in alcohol and 
acetone. This substance decomposes after being kept for a few days 
«at ordinary temperatures. 

A nitrogen determination of this compound dried in a vacuum 
gave — 




Calculated for 
.. 11*11 


Kouzid. 

11*09 


(1)-»-C0-C6H5 


.cm 


Acetopkenone-lemoplienylhydrazme^ CeH4<^ 

A' ^ 

prepared in a way quite analogous .to that' given above for the acetone ^ 
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compoRnd. It crystallises in bundles of yellow needles wbicli melt 
at 140 — 141°. Its composition was confirmed by a nitrogen deter- 
mination, 

XbeovT for 

CnHisXoO, Yoiind. 

F 8*9] 7 ' 9*08 

(1)~-C0-C,H5 

BemopJienijlkijdrazim''pynivic acltl^ 0604 <C 

Wlieii pyruvic acid is added to a warm aqueous solution of tbe 
liyclrazine bydrocliloride, a lemon-yellow, floccnlent precipitate of 
this substance is at once thrown down. It is soluble in dilute alcohol 
and crystallises from it in tufts of curved needles which melt at 210° 
ivitli , decomposition - 

The following numhers correspond to the formula ; — 

Found. 

■ ^ ^ \ 

Theory. I. II. III. 


0 68-U8 68*31 67*75 — 

H...... 4-96 ■ 5*90 5-19 — 

is" 9*93 — ' 10*14 


This acid is easily soluble in alcohol, in alkalis, and aiiiraonia. The 
barium salt is dissolved hy hot water and crystallises from it in 
yellow needles. The silver salt is thrown down as a yellow precipi- 
tate on adding silver nitrate to an ammoniacai solution of the acid. 
This salt rapidly decomposes and blackens on warming with water. 

The ethfl salt of this acid is easily formed hy heating together on 
a water-bath, for I — 2 liotirs, nine parts of absolute alcohol, one part 
of concentrated snlplinric acid, and one part of the pyruvic acid 
compound in a flask connected with an inverted condenser. The' 
ethereal salt is then precipitated ■ by the addition of water, washed 
with dilute ammonia to remove any unaltered pyruvic acid compound, 
and recrjstallised from alcohol. The 'yellow needles thus obtained 
melt at 145° without decomp’osition. ' On analysis they gave numbeis 


(IKCO-GsHs 

corresponding to the formula C 6 H 4 <^ ^ ^ CH; 


COOCaHs 


Found. 

Theory for , ^ j ^ 

GisHigXaOa. I. II. 


C... 69*68 ,.69*73' V — 

5*80" ■ ' ’'6*08^ > -- 

'N'*.,.. . , ; 9*03 , ■ ^ ' /, ,9*29' 
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BemoindolecarhoxyliG acid, is pre- 

pared by beating tbe finely powdered ethereal salt of benzophenyl- 
hydrazine-pyriiYic acid with an equal weight of freshly fused zinc 
chloride at a temperature of 220° in an oil-bath. The mixture meltSj 
darkens, and froths briskly after two or three minutes, at the end of 
which time the reaction is complete. When cool, the resulting brown 
mass is powdered and warmed with very dilute hydrochloric acid to 
remove the zinc chloride. The dark-coloured substance that remains 
is, with the exception of a little resin, all dissolved by repeated extrac- 
tion with ether. The ethereal solution is then shaken Avith dilute 
soda, from Avhich, on subsequent addition of hydrochloric acid, the 
indolecarboxylic acid is thrown down as a yellow precipitate. To 
purify this, it is dissolved in ammonia, and the solution boiled with 
animal charcoal ; on addition of hydrochloric acid, it yields a less 
coloured precipitate wdiich readily dissolves in alcohol and crystallises 
out in yelloAvish needles. The acid may be obtained perfectly wdiite, 
though with a considerable loss of material, by boiling its alcoholic 
solution Avith animal charcoal, filtering and concentrating the filtrate. 
The pure acid melts at 284 — 285° with decomposition. 

The formula CieHnNOg requires — 

Theory. Found. 


0 72-45 72-28 

H 4-15 4-34 


This acid is only slightly soluble in boiling water, but dissolves 
readily in alcohol and in ammonia. The addition of silver nitrate to 
the latter solution throws down the silver salt as a yellowish, 
fioccnlent precipitate. When heated at a temperature between 
280 — 290°, it gives ofi carbonic acid and is transformed into henzo- 
mdol&. The latter was obtained in the^ form of nearly white needles 
melting at 144 — 145^, by dissolving the melted product in alcohol 
and decolorising the alcoholic solution by animal charcoal. When 
dissolved in alcohol, it colours pine shavings moistened with hydro- 
chloric acid, violet, and when acidulated with hydrochloric acid, it is 
coloured red by potassium nitrite. 

We intend 'to pursue the investigation of this compound. 

A small quantity of the ethyl salt of the foenzoindolecarboxylic 
acid is contained in the ethereal solution of the product of the zinc 
chloride condensation, ;and may be obtained as a yellow residue by 
evaporating , tbe ether after the free acid haS', been removed by 
agitation with sodium^ hydroxide solutiom , This residue, dissolved" in 
alcohol, boiled with animal charcoal, and then concentxated, yields 
yOL.iLT. ' ^ , 2 , 
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slender needles wMcli melt at 160 — 161'". The quantity obtained 
was, liowerer, too small to admit of verification by analysis. 


Action of Chloroform, and Alcoholic Potash on BenzophenyUiydrazme. 

Ifc w'as expected that chloroform and alcoholic potash would act on 
this hydrazine in a manner analogous to that of their action on 
phenylh 3 ’'draziDe and its homologues, leading to the formation of a 
teirazine, as has been shown before (loc. cit.) and as will be further 
seen from a communication shortly to be made to the Society. But 
the desired compound could not be obtained. "When an alcoholic 
solution of the hydrazine is treated with these agents, it becomes first 
green and then deep-red in colour. The ethereal extract of the latter, 
when shaken with dilute sulphuric acid and then evaporated, yields a 
red resin from wliich boiling water extracts a small quantity of a crys- 
talline compound, probably formylbenzophenylhydrazine, which is 
easily decomposed when boiled with water; the, same compound 
appeared also to be formed by heating the hydrazine with formamide 
at 140° till ammonia ceased to be evolved, but owing to its easy decom- 
position it could not be recrystaliised. All attempts to obtain a 
crystalline substance from the red resin left after extraction with 
water entirely failed. 

University Lahoratory^ 

Cambridge, 


LXI . — Further Study of the Thiocarhinides, 

By, Augustus E, Dixon, M.D., Assistant Lecturer in Chemistry, 
Trinity College, Univex-sitj of Dublin. 

In a recent communication (Trans., 1880, 300), I described a^hnnaber 
of ' substances obtained by the combination of certain thioc4#lamides 
with primary and secondary amines, and with phenjlhydrazino. I 
])ope , shortly, to describe a further investigation of the hydrazine 
class of 'compounds ; meanwhile, in the. present paper an account 'will 
be fouiid~“(a) of a number of disubstituted tbiocarbamides, hitherto 
'Wanting (fe). .of the combinations of certain thiocarbimides with 
.' .piperidine and (c) of 'the relations between the thiocarbimides a,nd 
^ 'thiakline. '' ' ' .. ' ' ' ' . ' . 
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1 . Meth^Uhiocarbwiide and Benzylamine — MeiJiylbenzylthiocarb amide. 

Pare beiizylamine, dissolved in alcoliol, was added to a warm 
alcoholic solution containmg an equimolecalar proportion of methyl- 
tliiocarbimide. Heat was evolved, and the puugeiit smell of tke 
tkiocarbimide disappeared. After several days’ exposure to the air, 
the mixture assumed tke consistence of a thin syrup, from which 
aggregations of crystalline matter slowly separated. The latter were 
freed as far as possible from the syrupy mother-liquor by filtration 
under pressure, and then recrystallised twice from benzene. The sub- 
stance is very freely soluble in this liquid ’when hot; but though it 
is somewhat sparingly so in the cold, the crystallisation is rather 
tedious, the solution remaining supersaturated for a considerable 
time. When purified as described, it forms agglomerated masses of 
dense, white, octahedral crystals, which melt between 74° and 74'5°. 

A sulphur determination, made by evaporating the substance to 
dryness with sodium hydroxide, in a nickel crucible, and fusing the 
residue with potassiiint "nitrate, aferded 14*41 per cent, of sulphur; 
theory for C 9 H 12 H 2 S would require 17*79 per cent. This low result 
was rather unexpected, as the process just indicated gives with 
suitable compounds very satisfactory results. It was found, how- 
ever, on further investigation, that this particular compound is 
difficult of attack by alkalis, even when the latter are concentrated ; 
the loss was therefoi^e due, presumably, to the decomposition at a high 
temperature of a little unattacked thiocarbamide with evolution of 
volatile sulphuretted products. This difficulty was easily met by 
operating as follows : — 

0*2034 gram was oxidised with faming nitric acid on the water-bath ; 
the oxidation-product evaporated to dryness, introduced into a 
nickel crucible, and again evaporated to dryness with sodium 
hydroxide. The residue, fused with potassium nitrate, gave 
O' 2604 gram BaSO^, 

Or, S = 17*60 per cent. 

Calculated for CgHiiHsS, S == 17*70 

The action is thus represented : — 

CHs-NCS + C.H.-CH.-WH, = 

Methylbenzylthiooax''bamide, . when heated with water, melts to 
somewhat dSrk-coloured droplets, which just sink in the liquid. 
These dissolve" to a slight extent,, and 'the^ clear solution, on cooling, 
becomes milky from the separation of, a, cloud of minute oily globules, 
which, after aTirne, soH<iifj to, octahedral crystals., It is extremely 
, , 2x2''' 
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soluble in alcobol ; moderately so in etber ; its solubility in benzene 
bas already been mentioned. 

Ammoniacal silver nitrate, added to either the aq neons or alcoholic 
solution, gives an immediate black precipitate ; bnt it is curious to 
note that, just as in the case of the homologous ethylbenzylthio- 
carbamide (described in the communication before referred to), the 
solution, either in water or alcohol, is not desnlphurised, even by 
prolonged boiling with alkaline lead tartrate. This resistance to 
desulpliurisation is remarkable, and recalls Lellmann’s observation 
{Amialen^ 221, 8 ; 228, 248) that boiling with alkaline lead solu- 
tion fails to remove sulphur from the thiocarhamide-derivatives of 

ISTH 

the orthodiamines, e.g,, CS<j^q> 06 H 4 . 

I am inclined to consider that the difficulty in withdrawing the 
sulphur under the conditions named, is due in some way to the fatty 
nature of hoth radicles. The data necessary to warrant a general 
conclusion are, for the most part, only obtainable by direct experiment, 
but those Iritherto obtained seem to point to the view that, in a 
symmetricah disubstituted thiocarbamide, desulphurisation by lead 
hydrate is not effected where both radicles are of a fatty nature. On 
the other hand, if either, or both, of the radicles be non-fatfcy, desul- 
phurisation is easy. Thus, diethylthiocarbamide, in either aqueous or 
alcoholic solution, is unaffected by boiling with lead hydrate (Hof- 
mann, Her., 2, 601). T have also ascertained by direct experiment, 
that dihenzylthiocarhamide in alcoholic solution is not sensibly 
desulphurised by boiling with alkaline lead solution. (Tt is desul- 
phurised instantly, and in the cold, by ammoniacal silver nitrate.) 
Again, as already recorded (Dixon, he. (;iA),etliylbe 2 izyltliiocarbainide 
does not yield its sulphur to alkaline lead tartrate, even at the boiling 
'temperature. 

But on the substitution of either or both fatty groups by non-fatty 
, groups, this resistance to desulphurisation seems to he removed. Thus, 
I have found ethylphenyl-, ethylorthotolyl-, and {loc. cU., 302) benzyl- 
phenyl-thiocarbamicles all easily desulphurisable ; and the same holds 
good ■ (Hinterberger, Annalmi^ 83, 346) for ethylallylthiocarhamide. 
Further, diphenyl-, diorthotolyl-, and (Bizio, Jahr., 1861, 497) 

'' allylphenyi-tliiocarhainides all readily give up then sulphur, under, 
the 'conditions named, as does also (Zinin, Ammh% 84, 346) allyh 
»-naphthyithiocarbamide. 

. 2. Meih^ltMoGarbimiie and PaTaiolMidme--rMethjlp(iratolyUMo^ 
carbamide. 

This': substance — ^metameric with' the pr©ceding--Twas obtained by 
. m'iimg'eqmiaolecuiar' proportions of met'hyithmcarbimide and para-^'' 



BIXON: FURTHER STUDY OF THE THIOCARBIMIBES. 621 

toluidine, eacR dissolved in wai*m, concentrated alcoRoL After some 
time tufts of prismatic crystals began to' crystallise out; vrben 
notbiug further appeared to separate, these were drained off, washed, 
and recrystallised from boiling alcohol. As thus obtained, the sub- 
stance forms beautiful vitreous prisms, melting at 125 — 126° without 
decomposition. 

Sulphur was estimated, with the following result : — 

0*2070 gram, evaporated to dryness with sodium hydroxide and 
fused with potassium nitrate, gave 0*2610 gram BaSO^, 

Or, S == 17*81 per cent. 

Calculated for CoHi 2 l^ 2 S, S = 17*79 „ 

The action is thus formulated : — 

OH^-NCS + CHs-aHi-NHa = CS<^2.0eHVcH3- 

The yield amounted to nearly 70 per cent, of the theoretical. 

Methylparatolylthiocarbamide is slightly soluble in boiling water, 
almost insoluble in cold. It is moderately soluble in hot alcohol, 
and freely soluble in ether. Silver nitrate throws down a white 
precipitate, which soon blackens ; the solution is also immediately 
desulphurised by boiling with alkaline lead tartrate (c/. methyl- 
benzylthiocarbamide) . 

3. MethyltMocarbimide and Ortliotoluidine — MethylortliotolyUhio- 

carbamide. 

This substance — metameric with the two preceding compounds — 
was prepared by mixing the theoretic quantities of base and thio- 
carbimide in concenfeated alcoholic solution. IXo sensible heat w^as 
evolved, but after a couple of days the mixture had solidified to a 
pasty mass ; this was recrystallised three times from alcohol, after 
which the substance separated in pearly-white, flattened, rhombic 
crystals. The latter melt, without decomposition, betweeen 152° and 
153°, that is to say, ,26° higher than the corresponding para-compound. 
"When broken up, the dry substance forms a lustrous, flour-like, white 
powder, which, on friction, becomes strongly electrical, the particles 
flying about in all directions. 

The formula was verified by a sulphur determination:— 

0*1808 gi^am, fused with sodium hydroxide and potassium nitrate, 
afforded 0'2325 gram BaSOi, 

'''Qr,’S = 17*67 percent 

Calculated for S = „ 
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The action is formulated as in the preceding case. 

The substance is somewhat soluble in boiling water, easily soluble 
in hot alcohol, moderately in the cold. Ammoniacal silver nitrate- 
added to a cold solution, immediately precipitates silver sulphide, and 
the solution is also tolerably readily desulphurised by boiling with 
alkaline lead tartrate. 

4. J lljjltJnocarhimide and Ortliotiyluidine — AlhjlorthofohjUMocarbamdde. 

Equi molecular piuportions of ally Ithiocarbimide and orthotoluidine 
wmre mixed — each in concentrated alcoholic solution. Fo sensible 
evolution of beat was observed, but after some cla/ys tufts of line 
needles began to appear, increasing in quantity until at last the 
contents of the vessel formed a solid cake. This was removed, 
pressed, and recrystallised three times from dilute spirit. The re- 
cry stalHsati on is somewhat tedious, the solutions having a tendency 
to remain supersaturated. Thus purified, the substance forms tufts 
of small white, prisms, melting between 75° and 76°. 

A sulphur determination afiorded the following result 

0*2806 gram, treated with NaOH and KN'Os, yielded 0'23 17 gram 
"BaSOi, 

Or, S = 15*27 per cent. 

Calculated for S = 15-54 „ 

Allylorthotolylthiocarbamide, when heated with wafer, melts to 
oily globules, wdiich sink in the liquid. These dissolve to a slight 
extent, separating again for the most part as the solution cools, 
in finely- divided droplets, which give the liquid a milky appearance ; 
after a time these droplets solidify to microscopic tufts of pointed 
prisms. The substance dissolves freely in alcohol and ether, and is 
soluble also in benaene and in light petroleum. Ammouiacal silver 
nitrate produces an immediate black precipitate in the cold ; the 
sulphur is also readily removed by warming with alkaline lead solu- 
tion, with production of a brilliant speculum of galena. 

5. BemoylthiocarMm-ide and Orfhotoluidine — Ortliotolylhenzoylfhto- 

cmrhamide. 

Orthotoluidine was dissolved in alcohol, the vessel cooled by im- 
mersion in water, and to the solution a quantity of henzoy Ithio- 
carbimide was gradually added in accordance with ,the equation — - 

CA-CO-NCS + CU-C,U-NH2 = . 
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Tlie substances combined vigorously, and tufts of wliite prisms 
began at once to separate; in a few minutes tbe contents of the 
vessel had set to a solid yellow mass. The latter, on draining and 
washing with cold alcohol, became almost white. On recrystallisa- 
tion from boiling alcohol, benzoylorthotolylthiocarbamide was obtained 
in long, well-formed, transparent prisms possessing a faint yellow^ 
tinge, and melting between 118° and 119°. 

Determination of sulphur : — 

0T983 gram, treated with iSTaOH and KlSTOs, afforded 0T77o gram 
BaSOi, 

Or, S = 12*30 per cent. 

Calculated for CigHj^hToSO, S = 11-86 

The substance is insoluble iu cold water, moderately soluble iu cold 
alcohol, easily iu hot. The solution is blackened immediately on 
addition of silver nitrate, and is readily desulphurised by boiling with 
alkaline lead tartrate. Mercuric chloride, added to the alcoholic 
solution, gives a white, curdy precipitate. 

6. BenzoyUhiocarhimide ami Fiperidine — FiperuhjlhenzoyUhiocarh- 

amide. 

Gebhardt (Ber., 17, 8039) has described compounds of piperidine 
with methyl and some aromatic thiocarbimides. In order to ascer- 
tain whether the acid thiocarbimide^ would afford an analogous 
result, the following experiment was made : — 

To 1 mol. prop, piperidine, mixed with anhydrous benzene, was 
added a benzene solution containing 1 mol. prop, of benzoylthiocarb- 
imide. The substances combined energetically, the heat evolved 
being sufficient to boil Iff a portion of the benzene, and the pungent 
bitter almond-like smell of the thiocarbimide vanished. 

The mixture was now exposed fi*eely to the air, in order to allow the 
residual benzene to evaporate. At the end of a fortnight, there was 
no sign of crystallisation, the syrupy liquid was therefore placed 
under the air-pump receiver, where, in a couple of days, it solidified. 
The solid product, recrystallised twice from spirit, formed fine, 
silvery- white needles melting at 122 — 123° to a golden-yellow 'liquid. 

Analytical data : — 

* It Is curioits to note that benzoylthiooarbimide— obtained by Miquel 
Chim, Fhys.. [5], 11, 3CX)) by tbe action of benzoyl ehloride upon lead thiocyanate — 
is always referred to as “ benzoylthioeyanate.” . It is an undoubted thiocarbimide, 
'though differing^ in some respects (as I hope'to'' show in a future 'communication) 
from the alkyl thiocarbimides. A'' 
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0*2060 gram, l)urnt with CuO and copper gauze in front, gave 
19*5 c.c. nitrogen at 12^^ and 763 mm., 

Or, IX = 11*34 per cent. 

0*2075 OTam, treated with. NaOH and KlXOs afforded 0*2040 gram 

BaS 04 , 

Or, S = 13*51 per cent. 

Calculated for 

OigHigNaSO. Experiment. 


N 11*29 11*34 

S. ........... 12*92 13*51 


The following equation represents the action : — 

CeHa-OO-NCS 4- C,H„:irH = 

Benzoylpiperidylthiocarbamide is insoluble in water, soluble in 
alcohol and ether, and freely soluble in benzene. The alcoholic 
solution gives, with ammoniacah silver nitrate, a white, curdy preci- 
pitate, partially soluble on heating. With alcoholic mercuric ohlo^ 
ride, a white precipitate is thrown down ; and with ferric chloride a 
deep, reddish-brown colour is produced. The alcoholic solution is no§ 
desulphurised by boiling with alkaline lead tartrate. 

Several attempts were made to obtain from acetylthiocarbimide and 
piperidine an analogous acetylated piperidyltbiocarbamide. The 
substances combine energetically, but no definite compound could be 
isolated, though the conditions were varied in several ways. It may 
be noted here that acetylthiocarbimide, like the corresponding 
benzoyl-compound, is commonly referred to as a thiocyanate ; in fact, 
Miquel, the discoverer (he. cit) explicitly denies it admission to tlie 
class of thiocarhimides. But, in , some' case'#::/it certainly acts as a 
true mustard oil; thus it forms disubstitutM tliiocarbamides with 
aniline, the toluidines, and a-naphtliylamine ; and, as I recently 
showed (Trans., 18d9, 303), it also behaves as a thioeax^bimide 
towte’ds phenylhydrazine. 

7. MtkyliMocafHmide and Piperidine — Ptliylpiyeridyltliiocarhamide. 

Alcoholic solutions of ethylthiocarbimide and piperidine were 
mixed in quantities required by the equation — ' 

: 0,H««NOS + CsHwINH = 

Heat 'Was devolved,, and the" combination was Completed by warming, 
onifee waterwbsth until 'the /inixture ceased 'to. smell of, the thiooax^b- ' 
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imide. On evaporation of the alcohol, a brown, oily liquid was left, 
which, in about 10 days, solidified to a radiating, crystalline mass 
melting between 44° and 46*5°, The purification of the substance 
presented great difficulty; it is extremely soluble in alcohol, ether, 
acetone, chloroform, amyl alcohol, ethyl acetate, benzene, and carbon 
bisulphide. It is sparingly soluble in water, from winch, however, it 
separates as an oily liquid which is still impure. 

On adding platinic chloride to the alcoholic solution, an orange- 
brown platinum compound separated as an amorphous powder, 
which was washed well with spirit, and dried over sulphuric 
acid. A quantity of this powder was suspended in water through 
which a curi'ent of sulphuretted hydrogen was passed, but this treat- 
ment failed to separate the platinum, even when the solution was 
heated to the boiling point. 

The crude substance was now finely ground, washed w^ell with 
light petroleum, in which it is insoluble, and dried over sulphuric 
acid for analysis. 

0*2084 gram, burnt with CuO and copper gauze in front, gave 
28*5 c.o. nitrogen at 19° and 767 mm., 

Or, F = 15*97 per cent. 

0*1769 gram, treated with HNO3,* NaOH, and KKO3, gave 0’241i 
gram BaS04, 

Or, S == 18*73 per cent. 


Calculated for 

C 8 Hi 6 TS' 2 S. Experiment. 

N '16*31 ' 15*97 

B 18*61 ' 18*73 


The analytical result is not very satisfactoiy as regards the 
nitrogen, but there can be no doubt that the brown, radiating, 
crystalline mass, referred to above, consists essentially of etbyl- 
piperidylthiocarbamide. 

Ammoniacal silver nitz^ate produces a yellow precipitate, which 
blackens slowly on standing, or instantly on heating. Like the 
preceding compound — benzoylpiperidyithiocarbamide — it is very 
stable towards alkaline solution of lead, which fails to remove the 
sulphur even on boiling. This resistance to desulphurisation, I 
have observed, is also shared by phenyIpiperidyithiocarbainide,t 

* Viie^ ante ; 'an estimation in .which the treataiient. with' nitric acid was omitted, 
yielded only 11*9 'per cent, of the sulphur. 

'' t This compound ' was first obtained by O-ehhardt '(Ber., 17, A short 

account of it was subsequently, published .by thinner and Euhemaim (Trans., 188ti, 
b58) , ' who appear to have been unawwe .qf : ^ebhardt’s’ discovery.. 
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whieli giyes up its sulpRur to alkaline lead taiRrate only on prolonged 
boiling. Tlie substance dissolves with decomposition in concentrated 
11 ! trie acid 5 with production of a dark green colour. Goncenirated 
sulphuric acid also dissolves it on gentle warming ; the solution in 
this case is colourless. 

Thiocarhimides and Thialdine. 

The formula commonly ascribed to thialdiiie, 

assumes it to be an imidic compound, as Gehhardt (he. cii.) has 
shown that various imidic substances — for example, met hylaiii line, 
ethylaniline, piperidine, and eonine — can combine with the thiocarb- 
imides to form substituted thiocarbamides, I considered that it would 
be interesting to ascertain whether, under similar conditions, the com- 
plex thialdine residue could be introduced. The results of MarckwahFs 
experiments with thialdine thiocyanate’^ rendered it improbable, how- 
ever, 'that this would he the case. 

A. OrtliotohjlihioGarhimide and Thialdine. 

These substances, in alcoholic solution, were mixed in the propor- 
tions demanded by the equation — 

C,H,-FCS + aH,sS,;NH = 

Ko sensible rise of temperature occurred, but on slowly evaporating 
the alcohol, tufts of needles formed in a brown, smeary, evil-smelling 
liquid. The former, purified by recrystallisation from alcohol, formed 
thill, white needles melting at 157°. A sulphur determination 
yielded 12‘87 per cent, of S; the compound formulated above 
(toljlthialdylthiocarbamide) would require d0*7 per cent. The 
pi'odiict is, in fact, diortho tolylbhiocarhamide: — * 

Calculated for 

CS(NH‘C7H7)2. Experiinent. 

' S...*' 12*51 , 12-87 

, IL p. of CS(]NrH.To )3 = 156 or 158° (Ber., 4, 985; 12, 1854; 
2301). Found, 157^ ' 

The experiment was now repeated, using thiocarhanile. 

* Marckwald (Ser., 10, 1826), found, fchafc^ on boiling thialdine thiocyanate' with 
wMer, no 'tMocarbamide was produced but the- substance decomposed into 'thio-' 
/aldehyde, 7 -fcrithioaidehyde, and a compound of the fomula.OsHaNS^, ’ ' ’ 
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B. PhemjUMocarhimide and TJidaldine, 

Molecular proportions of tliese substances "were mixed under ibe 
same conditions as in tlie previous case. As tbe alcobol evapo- 
rated at the ordinary temperature, leafy crystals separated, tbe 
liquid becoming smeary, and at tlie same time acquiring a penetrating 
and very disgusting smell. Tbe solid product, recrystailised from 
alcoliol, formed peaidy laminse melting at 152“. These resembled 
thiocarbanilide (m. p. 153°) in all respects, tasting intensely bitter, 
and evolving the characteristic odour of tliiocarbaniie when boiled 
%viTh concentrated hydrochloric acid. Similar experiments were 
made, using etliyl- and allyl-thiocarbimides ; these afforded results 
analogous to those already described. 

Tlie doubling of the thiocarbimide radicle to form a symmetrical 
disubstitution-compouiid is remarkable, and the more so, since the 
processes were all carried out either at the ordinary temperature of 
the air, or at a temperature very slightly above it. It would be 
interesting to ascertain what becomes of the thialdine residue ; in all 
four cases, the bye-product bad the same appearance — a somewhat 
yellowish sticky liquid — and the suggestion naturally offers itself 
that this miglit perhaps consist of a dithialdylthiocarbamide, produced 
according to the equation — 

20.E,NCS + 2C.h,.s.:nh = os<™:™; + 

The liquid in question has, however, such a persistent and dis- 
gusting smell that I did not care to examine it further. 

Chemical Laboratory, 

University of Bull in. 


LXII. — Benzijlammonium Succinates and their Derivatives* 

By Emel' A. Werner, EJ.C., Assistantin the Chemical Laboratory of 
the University of Dublin. 

liV the course of a comparative study of the homologues of oxalic acid, 
to which my work on Ohromoxalates (Trans,, 1887, 51, 383, and 
1888, 63, 404) led, I noted incidentally that benzylammonium succi- 
nates and, , their derivatives are practically unknown. Hence, when 
an opportunity lately presented, itself, I prepared a number of these 
componnds, which are described .below ' 
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1 . Normal Benzylammonium Succinate. 

Bi-beiizylammoniniiL succinate, prepared by the neutralisation of 
a cold satni’ated aqueous solution of succinic acid by pure benzyl- 
amine, is soluble in all proportions in water, and by the gradual 
evaporation of the solution a thick syrup is left, which, on standing 
over oil of vitriol, ultimately solidifies to a confused semi-crystalline 
mass. The salt is also freely soluble in strong alcohol, from which it 
is precipitated by ether as a thick syrup. 

However, by very slow evaporation of its alcoholic solution, it was 
obtained in the form of thin plates, having a greasy lustre, and 
unctuous to the touch. 

A determination of nitrogen in a specimen thus obtained gave the 
following result : — 

0'3835 gram gave 24T c.c. of nitrogen at 20® 0. and 766 mm. or 
H = 8*29 per cent. 

m. r n TJ ^COO*NH3*C7B[7 q 
Theory for .q U ~ 8 

The crystals of benzylammonium succinate so formed melt at 
144- — 145*^, and at a higher temperature decompose into water, suc- 
cindibenzjlamide and succinbenzjlimide. 


2. Benzylammonium Hydrogen Sticcinate. 

This salt was prepared by the addition of succinic acid (1 mol.^ 
prop.) to the aqueous solution of the normal succinate (1 moL prop,). 

It is easily soluble in water, from which it crystallises readily in 
thick, vitreous, somewdiat elastic, rectangular prisms; by slow 
evaporation of their aqueous solution, the crystals may be easily 
obtained of a considerable size. 

A specimen, after powdering and drying by pressure between 
folds of bibulous paper, gave the following analytical results : — 


0*2854 gram heated at 100 — 110*^ to a constant weight lost 
0*0182 gram of H 2 O = 7*73 per cent 
0*2354 gram gave 11*3 c.c. nitrogen at 20° and 772*5 mm., ox* 
N = 5*55 per cent. 



Theory for 

Found. 

7*78 per cent. ^ 7*40 

5*55 „ , 5*76 


Benzylammqnium ' hydrogen succinate crystallises .therefore IVom 
'Water ;aB 'U ■ monohydmte. The anhydrous' salt; melts ' at l']L6--^l'17°v' ' ' , 



AND THEIR DERIVATIVES. 


620 


3 . SuccinhenzyUmide, C2H4<^0Q^]Sr*CH2'C6H5. 

TMs compound, wliicli is also produced by tbe rapid distillation of 
tbe benzylammoninm snccinates, is best prepared by tbe action of 
benzyl obloride on a mixture of suecinimide and potassium or sodium 
hydroxide dissolved in strong alcobol. Tbe equation representing its 
formation is — 

+ CaHe-CH.Cl + KOH = C2H4 <^q>N-CH,-C6H5 

+ H .,0 + KCl. 

On account of secondary actions, resulting in the production of 
small quantities of benzyl alcohol, benzyl ethyl oxide, and potassium 
suecinamate, tbe yield of the succinbenzyiimide never rises above 
60 per cent, of the theoretical. 

Succinbenzyiimide crystallises from alcohol by spontaneous evapora- 
tion in large, brilliant, flat, six-sided prisms, which melt at 98 — 99°. 

The following analytical data were obtained from a specimen 
twice crystallised from alcohol : — 

0*4426 gram gave 28*2 c.c. nitrogen at 16° and 767*5 mm. or 
hr = 7*45 per cent. 

0*252 gram burnt wdth lead chromate gave 0*6446 gram CO 2 and 
0*1356 gram H 2 O. 


Theory for Toiind. 

C. 69*84 per cent. 69*77 

H' 5*82' „ ' 5*98 

hr.......... 7*40 „ 7*45 

0 16*94 „ (by dif .) 16*80 


!For the preparation of this compound and isolation of the 
secondary products, the following method of working gave the best 
results:— ' 

To 50 grams, of suecinimide and 28 grams of potassium hydroxide, 
both dissolved in about 300 c.c. of strong alcohol, 63 grams of benzyl 
chloride was added, and, the mixture digested on the water-bath with 
reversed condenser, until potassium chloride ceased to separate ; 
for tbe above quantities, from four to six hours’ digestion proved 
sufficient,* As the liquid cooled, the mew compound separated' in 
beautiful crystals embedded' in the potassium chloride : the super- 

^ By using a large rounded conical flask, 'and maintaining,' the water uutside con- 
siderably 'above the level of the liquid within, the hbiling maybe carried on without 
'interruption. ■ ^ ^ , 
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natant liquid was poured oJff, and the mixture of chloride and crystals 
throwwi oil the filter-pump and w’ashed with alcohol. 

From the crystals, the chloride was readily removed by shaking 
with water. Only one other crop of crystals can generally be obtained 
by distillation of the mother-liquor, for on concentration the siicciii- 
benzylimide ceases to separate in the crystalline form ; if the solution 
be now distilled as far as possible on the water-bath, and the residue 
shaken up with water, an oil is precipitated and separated ; the 
aqueous solution is shaken up with ether, and the latter is added to 
the oil ; from this ethereal liquid, a third crop of crystals of the 
suecinbenzylimide separates on standing. The aqueous extract of 
the oil contains any excess of succinimide with a small quantity of 
potassium succinamate formed during the reaction. 

The ethereal solution is then distilled nntil the temperature reaches 
about 220°. The portion collected between 170 — 210° affords small 
quantities of benzyl alcohol (b. p. 204°) and benzyl ethyl oxide (b. p. 
185°). 

The residue in the retort consists of impure suGeinbenzylimide, 
which may be obtained either by further distillation or by dissolution 
in chloroform or benzene, and gradual precipitation of the solution 
by light petroleum. 

Suecinbenzylimide is a very stable compound, and distils undecom- 
posed between 390° and 400b 

It is easily soluble in alcohol, very freely in chloroform and hot 
benzene, moderately soluble in ether, sparingly soluble in cold carbon 
bisulphide, more freely in 'hot, and insoluble in light petroleum ; it is 
moderately soluble in boiling water, from which it is almost com- 
pletely precipitated on cooling in the form of long, thin, iridescent 
plates. 

When boiled for several houx-s with aicoholio solutions of caustic 
potash and soda, it is completely decomposed into benzylamine and 
succinic acid; it undergoes the same decomposition much more 
readily by heating with fuming hydrochloric acid in a sealed tube at 
145 — 150° for one hour ; on the other hand, heating with fuming 
hydrochloric acid under the ordinary pressure, does not affect the 
decomposition even after several hours' boiling. 

4. SuccinbenzylamiG Add^ 

This compound is prepared by boiling the imide (2 mol.' props.) 
with an aqueous solution' of I; mol. prop, of barium hydx'oxide. 
The reaction, which consists in an assimilation of a^’ single molecule' 
of' water' by the imide,, is" complete after. '5-— 10 ' minute's' ' boiling'';. , on ' 
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adding dilute hydrociilorie acid to the product, the new acid is ini- 
Hiediately precipitated in thick white flocks, and after, washing on a 
filter is purified bj recrjstallisation from alcohol, from which it 
readily separates in very fine, large, flat, oblique prisms. These 
melt at 139° when pure. 

A specimen purified by recrystallisation from alcohol and dried at 
100 ° gave the following analytical results : — 

0‘2478 gram gave 13*8 c.c. of nitrogen at 13° and 771 mm. 

0'2635 gram gave 0*6145 gram GO-i and 0*156 gram H-iO. 

Theory for 

GiiHnNOs. Found. 


C 63*76 per cent. 63*60 

H 6*28 „ 6*57 

K 6*76 „ 6*64 

0 23*20 „ 28*19 (by cliff.) 


Snccinbenzylamic acid is somewhat soluble in boiling water, almost 
insoluble in the cold, and slightly soluble in boiling benzene, from 
which it separates completely on cooling in microscopic needles; it 
is freely soluble in acetone, almost insoluble in ether and carbon 
bisulphide. 

It is not decomposed by heating with water alone in a sealed tube 
to 200°. 

The silver salt is precipitated, on addition of silver nitrate to an 
aqueous solution of the barium salt; when dried it forms a light, 
crystalline, micaceous powder, possessing a pearly lustre : — 

0*292 gram gave on ignition a residue of silver = 0*1001 gram. 

Theory for 

Found. CiiHi 2 N 03 Ag, 

Ag . . . . • 34*28 per cent. 34*39 

It is insoluble in water or alcohol. 

The barium salt crystallises from water in rosette-like aggregates of 
small prisms, having a pearly lustre, A specimen dried by pressure 
and air exposure gave : — 

Ba ==: 25*02 per cent. Theory for (CuHi 2 N 03 ) 2 Ba = 24*95 per 
cent. Ba. 

^ Q • ' 7 ■ ' nv ^OO'NH-CHa'Celis 

5* oucc%vhdib€yizyl>(ifii*idf6<i H * 

. Bor the preparation' of this compound, 10 grams of ethyl ' succinate 
were heated in alcoholic solution with 12*5 grams of pure benzylamine 
for several hours. The diamide separates from its alcoholic, solution, 
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on cooliBSfj in tliin crystallme plates, possessing a very brilliant lustre ; 
these melt at 205 — 206®. The yield is nearly 'theoretical. 

The following analytical data vrere afforded by a well-crystallised 
.specimen : — 

0”2776 oram gave 28 e.c. of nih’ogen at 14° and 756*6 mm. 

0*2884 gram gawe 0*686 gram CO 2 and 0*1520 gram H 3 O. 

Theory for 

CjsHao^ToOs. Tound. 


C 72*97 per cent, 72*75 

H 6*75 „ 7*08 

N 9*45 „ 9*64 

O 10*83 „ 10*53 (by diff.). 


Siiecindibeiizylamide is sparingly , soluble in hot or cold ether, 
sparingly soluble in chloroform, almost insoIn.ble in carbon bisul- 
phide, slightly soluble in boiling benzene, insoluble in the cold, and 
insoluble in water. 

It is not decomposed by boiling with aqueous soda. 

Unsuccessful attempts were made to obtain a mercurial or silver 
derivatire of this diamide ; freshly precipitated mercuric oxide is not 
_acted upon by the boiling alcoholic solution of the amide. 

6 . 8uccmmmiol)enzylamide^ 

This amide is formed by the action of ammonia on succinbenzyl- 
imide, thus : — 

C,H.<gg>N-C;Hr + Is-Ha = 

For this pmpose the succinbenzylimide is heated at 100° for 
6—8 hours in a sealed tube with an excess of a strong solution of 
ammonia in alcohol. 

Under these conditions, the yield of the ■ amide never exceeds 
30 — 34 per cent, of theory, and even when the temperature is 
carried to 200® ' and maintained for several hours, the yield is not 
materially increased. 

In order, to, separate the amide, the contents of. the tube are 
evaporated to dryness on the w^ater-bath, and the solid residue ds 
digested with chloroform, which readily dissolves the unaltered imide, 
T^eaving behind the amide ; the latter is purified by dissolution in boil- 
^ ing alcohol, from which it ' separates on cooling in glistening micro- 
bcopic' prisms which melt at 189T 

,A,:Spehi^uen,, after drying at 100°, gave the following result ■ 
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0*1911 gram gave 22 ’8 c.c. of nitrogen at 20° and 769 mm. 

Theory for 

• Eoimd. 

'N 13*59 per cent. 13*61 per cent. 

Siiccinmonobenzyl amide, in its behaviour towards solvents, re- 
sembies the diamide, from which it is readily distinguished by the 
ease with which it gives off ammonia on boiling with fixed alkali. 

On heating, it first melts, and at a higher temperature parts with 
ammonia, regenerating the imide. 

The following comparatively easy decomposition of normal benzyl- 
ammonium succinate is worthy of note. 

A small quantity of the syrupy mother-liquor from some di- 
benzyiammonium succinate was evapoi^ated in a glass dish on the 
'water-bath as far as possible, dried for a couple of hours in a water- 
oven, and placed in a desiccator over oil of vitriol, where it remained 
untouched for about seven wmeks. On attempting to redissolve the 
product in w^ater, it wms found that a portion representing about 20 
per cent, of tbe whole refused to dissolve. This vras collected, 
washed, and crystallised from hot alcohol, in which it wms easily 
soluble. The crystals which separated were easily seen to be a 
mixture of two compounds, and the melting point, 196®, did not 
agree with any compound described in this paper. The crystals 
were directly digested with chloroform, and a rather sharp separation 
was thus effected, the products* so obtained gave the following 
results: — 

I. Pi'oduct insoluble in oblorofoi^m ; m. p. 205 — 206°. 

0*1864 gram gave 16 c.c. of nitrogen at 180°" 0. and 762 mm. 
IST = 9*88 per cent. 

II . Product soluble in cbloroform and left as residue on evapora- 
tion ; m, p. 102 — 103°. 

0*1956 gram gave 13*4 c.c. nitrogen at 17° C. and 760*5 mm., or 
F = 7*91 per cent. 


Succindibenzijlaufide. I. Pound. 

M. p.' 205—206° ' ' M. p. 205— 206°. 

h[. ...... . 9*45 per cent. 9*88 per cent. 

Snccinbenzylimide. II. Pound. 

M. p. 99° C. M, p. 102—103° 

IST 7*40 per cent. ' 7*91 per cent. 

* The quantity of material at my disposal was too small to attempt a further 
purifieation. , ’ , ' y 

,, VOh. hV. , 2 Y ; , 
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Considering that the compoTiiids were not quite pure, tlie analytical 
results and melting points leave no doubt as to their identity. A 
few bombs' beating in the water-oven and exposure for several 
iveeks over' oii of vitriol were, therefore, sufficient to cause a partial 
loss ol the elements of water and benzylamine from anhydrous 
beiizylanimoniiim succinate, and the production of a mixture of the 
amide and imide. 

Unwers itn Labor at o ry^ 

Trinity College^ JDuhlin. 


LXIII . — The Ferioiic Law of the Chemical Elements. 

By Professor Mendeli^eff, 

(PABADAy Lecturj; delivered before the Fellows of the Chemical Society in the 
Theatre of the Royal Institution, on Tuesday, June 4th, 1889.) 

The high honour bestowed by tbe Chemical Society in inviting me 
to pay a tribute to the world-famed name of Faraday by delivering 
this lecture has induced me to take for its subject the Periodic Law 
of the Elements — this being & generalisation in chemistry which has 
of late attracted much attention. 

While science is pursuing a steady onvrard movement, it is con- 
venient from time to time to cast a glance back on 'the route already 
traversed, and especially to consider the new conceptions which aim 
at discovering the general meaning of the stock of facts accumulated 
from day to day in our laboratories. Owing to the possession of 
laboratories, modern scieiice now bears a new, character, quite unknO'Wn 
not only to antiquity but even to the preceding , century, BacoAs 
and Descartes’ idea of submitting the mechanism of science simul- 
baneously to experiment- and reasoning has been fully realised in the 
case of chemistry, it having become not only possible but always 
customary Ao experiment. Under' the all- penetrating controT of 
experiment, a, new theory, even if crude, is quickly strengthened, 
provided it be founded on a sufficient basis ; the asperities are 
.‘removed, it 'is .amended by degrees, .and' soon loses the phantom 
light' of , a shadowy form or of '■ one ■ founded on mere prejudice; 
it' is '''able toj'ead to logical conclusions and,, to submit to .exp'eri- 
mental'^Btoot '' Willingly -or not, in science 'vre all must .subm'it' 'Uot 
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to what seems to us attractive from one point of view or from another, 
but to what represents an agreement between theory and experiment ; 
in other words, to demonstrated generalisation and to the approved 
experiment. Is it long since many refused to accept the generalisa- 
tions involved in the law of Avogadro and Ampere, so widely ex- 
tended hy GerhardtP We still may hear the voices of its opponents; 
they enjoy perfect freedom, but vainly will their voices rise so long 
as they do not use the language of demonstrated facts. The stiiking 
observations with the spectroscope which have permitted us to 
analyse the chemical constitution of distant worlds, seemed, at hi’st, 
applicable to the task of determining the nature of the atoms them- 
selves ;■ but the working out of the idea in the laboratory soon demon- 
strated that the characters of spectra are determined — not directly 
by the atoms, but by the molecoles into which the atoms are packed ; 
and so it became evident that more verified facts must be collected 
before it will be possible to formulate new generalisations capable of 
taking their place beside those ordinary ones based upon the con- 
ception of simple bodies and atoms. But as the shade of the leaves 
and roots of living plants, together with the relics of a decayed 
vegetation, favour the growth of the seedling and serve to promote 
its luxurious development, in like manner sound generalisations — 
together with the relics of those which have proved to be untenable 
— promote scientific productivity^, and ensure the luxurious growili of 
science under the influence of rays emanating from the centres of 
scientific energy. Such centres are scientific associations and 
societies. Before one of the oldest and most powerful of these I am 
about to take the liberty of passing in review the 20 years’ life of a 
generalisation wdiich is known under the name of the Periodic Law. 
It was in March, 1869, that I ventured to lay before the then 
youthful Bussian Chemical Society the ideas upou the same subject, 
which I had expressed in my just written ‘‘ Pxmiciples of Chemistry.” 

Without entering into details, I will give the conclusions I then 
arrived at, in the very words I used : — 

“ L The elements, if aiuanged according to their atomic weights, 
exhibit an evident periodicity of properties. 

‘‘2. Elements which are similar as regards their, chemical properties 
have atomic .weights which are .either of nearly the 'same value' (e.y., 
platinum', iiidium, , osmium) or which increase . .regularly (e.g,, potas- 
sium., riihidium, csesium). 

' ' *'‘,3. The arrangement of the elements, or 'Of groups of elements in 
"the, order' of their atomic weights corresponds to their, so-called 
:mlmcies'm well as, to some extent, to 'the'ir 'distinctive chemical' 
.properties — a'S is apparent 'among .other, '-series in that of' lithium, 
b'C'ryllhim, baxium,:p‘arbon,"nitrogen, 'Oxy gen and iron. 

' 2 1,2 
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“4. Tlie elements wMcIi are the most widely diffused laaTe small 
atomic -weigMs. 

“ 5. The 'magrdhide of the atomic weight determines the character 
of the element just as the magnitude of the molecule determines the 
character of a- compound body, 

6. We most expect the discovery of many yet unknoicn elements, 
for example, elements analogous to aluramium and silicon, whose 
atomic weight would be between 65 and 75. 

7. The atomic weight of an -element may sometimes be amended 
bv a knowledge of those of the contiguous elements. Thus, the 
atomic weight of tellurium must lie between 123 and 126, and cannot 
be 128. 

“ S. Certain characteristic properties of the elements can be foretold 
from their atomic weights. 

“ The aim of this communication will be fully attained if I succeed in 
drawing the attention of investigatoi*s to those relations ivhich exist 
between the atomic weights of dissimilar elements, which, as far as 
I know, have hitherto^ been almost completely' neglected. I believe 
tliat the solution of some of the most important problems of our 
science lies in researches of this kind.” 

To-day, 20 years after the above conclusions were formulated, they 
may still be considered as expressing the essence of the now well- 
known periodic law. ' 

Eeverting to the epoch terminating with the sixties, it is proper to 
indicate three series of data without the kuowledge of which the 
periodic law could not have been discovered, and which rendered its 
appearance natural and intelligible. 

In the first place, it was at that time that the numei'ical value of 
atomic weiglds became definitely known. Ten years earlier such 
knowledge dhl not exist, as may be gathered from the fact that in 
1860 cheuiis* s from all parts of the world met at Karlsruhe in order 
to come to 'some agreement, if not with respect to views relatingdo 
atoms, at ar.y rate as regards their definite representation* Many of 
those present probably remember how vain were the hopes of coming 
to an understanding, and how much ground was gained at that 
Congress by the followers of the unitary theory so brilliantly repre- 
sented by Cannizzaro. I vividly remember the impression produced 
by his 'speeches, which admitted of no compromise, and seemed 
to advocate ^ 'truth itself, based on the ■ conceptions of Avogadro, 
Gorhardt and 'i/Ragnaulfc, which at that tinie were far from being 
'generally recognised* ^ And though no' understanding could be 
arrived at, yet t|i©' objects of the meeting were attained, for the ideas 
ol 'Ganuizzaro' ,p.t*oved, 'after a few. years, to.b© the only ones which 
could, stand cri'dieism',', and which' .represented an : atom as— ^Hhe, 
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smallest poriioii of an element wbich enters into a molecule of its 
compound/’ Only aaeh real atomic weigliLs — not conventional ones 
— could afford a basis for generalisation. Jt is sufficient, by -vTay of 
example, to indicate tlie following cases in wliicli tlie relation is seen 
at once and is perfectly clear : — 


K = 39 Rb = 85 Cs = 133 

Ca = 40 Sr = 87 Ba = 137 

wliereas witb tlie equivalents tlien in use — 

K = 39 Rb = 85 Cs = 133 

Ca = 20 Sr = 43*5 Ba = 68*5 


the consecntiveiiess of cbange in atomic weight, wliicli with the 
true values is so evident, completely disappears. 

Secondly, it had become evident during the period 1860—70, and 
even during the preceding decade, that the relations between the 
atomic weights, of analogous elements were governed by some general 
and simple laws. Cooke, Cromers,, Gladstone, Gmelin, Leiissen, 
Pettenkofer, and especially Dumas, had already established many 
facts bearing on that view. Thus Dumas compared the following 
groups of amaiogous elements with organic radicles: — > 



Difi. 

JDiff. 



Diif. 



Mg = 12^^ 

Sr = 

^3 X 8 

Ba = 68-' 

P = 31-) 

[44 

As - 75i 

‘44 

Sb - 119 < 

f2 X 44 
Bi == 207-^ 

0* 

= 8,1 

78 , 

li « 71 

b® 

S 

- 16 1 

fS X 8 
- 40^ 

^ N3 X 8 
= 64^ 


1 

b® 

Be 

K ^ 39 J 

Te 


and pointed out some really striking relationships, snck as the fol- 
lowing ; — 

P = 19. . 

01'= 35'5= 19 + 16*5.. 

Br = 80 = 19 + 2 X 16*5 4- 28.. 

I = 127 = 2. X 19 -f 2 X 16*5 + 2 x 28. 

A. Strecker, in his work Theorien iind Experimente znr Bestim- 
'miLBg dor Atomgewichte der Elemente” (Braunschweig, 1859), after 
summarising the data relating to the subject, and pointing out the 
remarkable series of equivalexits — 

' Cr = 26*2 , Mn = 27*6 Fe = 28 M = 29 Co = 30 
(?a = 31-7' ' Tax =, 32*5 

remarks that: '“It is^ hardly probable ' that all the above-mentionc<l 
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relations between tbe atomic weights (or equivalents) of 
analogons elements are merely accidental. We must, liowe\^“j leave 
to the future the discovery of the Imv of the relations which ^pearg 
ill these figures.’’'^ 

In sncli attempts at arrangement and in sneli views are he 
recognised the real forerunners of the periodic law ; the grouncag 
prepared for it between 1860 and 1870, and that it w'as not- 
pi'essed in a determinate form before the end of the decade, nia^ 

I suppose, be ascribed to the fact that only analogous elements haa 
been compared. The idea of seeking for a relation between the atomic 
weiglits of all the elements was foreign to the ideas then current, so 
that neither the vts iellurique of De Cbaneourtois, nor the laio of 
octaves of jSTewlands,, could secure anybody’s attention. And yet both 
De Chanconidois and bTewlands, like Dumas and Strecker, more than 
Leiissen and Pettenkofer, had made an approach to the periodic law 
and had discovered its germs. ■ Tbe solution of the problem advanced 
but slowly, because the facts, and not the law, stood foremost in all 
attempts ; and the law could not awaken a general interest so long as 
cdemeiits, having 'no apparent, connection with each other, were 
included in the same octave, as for example : — 


lat octave of' 
Newlands . . ; 

H 

E 

Cl 

«o & Ki j 

Br 

Pd 

I 

7tii Ditto,..,! 

0 

'S 

Fe 

Se 1 

Eh & Eu 

'Te 

Au 


AnalO'gies of the above order seemed quite accidental, and the more 
so as the octave contained , occasionally 10 elements instead of eight, 
and when two such elements as Ba and Y, Co and or Bh and' Bu, 
occupied one place in the octave.f nevertheless, the fruit was ripen- 
ing, and I now see clearly that Strecker, De Uhancourtois and Yew- 
lands stood foremost in the way towards the discovery of the periodic 
law, and that they merely wanted the boldness necessary to place the 
whole, question' at such a height that its reflection on the facts could 
be clearly seen, 

A third circumstance which revealed the periodicity of chemical 
elements was the ' accumulation, by tlie end of the sixties, of new 
information respecting the rare elements, disclosing their many- 
sided relations to the other elements and to each other. The 

* “ Es wohl kaum pzunehmen, dass alle im Vorhergeheuden hemrgeliobeuen 
Bezielmugen Kwisehen den Atomgewicliten (oder Aeqiuralenten) in eliemisclien 
TerMlinissen einander almlielie Elemente bloss znfallig sind. Die Auffindung der 
in diesen Zahlen getetdiehen Beziehungm mnssen wir Jedoeh 'der Zukimft 
fiberla&gen.” ' , , 

t To Judge from J, A, E. Yewlands'* work, 'O j* ‘Dismverg of the Teriodio 
London, 1884, p. 149? "On the Law of Octaves (from the Clmkd 
AngustlR, 1865}. ' 
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researcl^es of Marignac on niobium, and those of Eoscoe ou vana- 
dium were of special moment. The striking analogies between 
vaiiadiuin and phosphorus on the one hand, and between vanadium 
and chromium on the other, which became so apparent in the investi- 
gations connected vrith that element, naturally induced the com- 
parison of Y = 51 wdth Or = 52, Eb = 94 wuth Mo = 96, and 
Ta = 192 wdth W = 194; while, on the other hand, P = 31 could 
be compared with S = 32, As == 75 with Se = 79, and Sb = 120 
with Te = 125. Prom snch approximations there remained but one 
vstep to the discovery of the law of periodicity. 

The law of periodicity was thus a direct outcome of the stock of 
generalisations and established facts which had accumulated by the 
end of the decade 1860 — 1870 : it is an embodiment of those data in 
a more or less systematic expression. Where, then, lies the secret of 
the special importance -which has since been attached to the periodic- 
law, and has raised it to the position of a generalisation which has 
already given to chemistry unexpected aid, and which promises to be 
far more fruitful in the future and to impress upon several branches of 
chemical research a peculiar and original stamp ? The remaining 
])art of my communication will be an attempt to answer this question. 

In the first place we have the circumstance that, as soon as the 
law, made its appearance, it demanded a revision of many facts which 
w'ere considered by chemists as fully established by existing ex- 
])erience. I shall return, later on, briehy to this subject, but I wish 
now to remind you that the periodic law, by insisting on the necessity 
for a revision of supposed facts, exposed itself at once to destruction 
in its very origin. Its first requirements, however, have been almost 
entirely satisfied during the last 20 years ; the supposed facts have 
yielded to the law, thus proving that the law itself was a legitimate 
induction from the verified facts. But our inductions from data have 
often to do with such details of a science so rich in facts, that only 
generalisations which cover a wide 3'ange of important phenomena 
can attract general attention. What were the regions touched on by 
the periodic law ? This is what we shall now considei*. 

The most important point to notice is, that periodic functions, used 
for the purpose of expressing changes which are dependent on varia- 
tions of time and space, have been long 'known. They are familiar 
to the mind when we have to deal with motion in closed cycles, or 
with any kind of deviation from a stable position, such as occurs- in 
pendulum-oscillations. A like periodic function became evident in 
tlie case of the elements,' dependi'ng 'On the mass of the atom. 
The' primary conception of the masses of bodies or of the masses of 
'atoms beloB'gs to a category which the" present state of science forbids 
ns to discuss, -because as 'jet, we' have no means^ of dissecting or 



640 


M'ENDEL£EFF: the periodic law 


analysing tlie conception. All tbat was known of functions dependent 
on masses deriyed its origin from Galileo and Kewton, and indicated 
tliat sncii functions either decrease or increase with the increase of 
mass, like the attraction of celestial bodies. The numerical expression 
of the phenomena was always found to he proportional to the 
mass, and in no ease was an increase of mass followed by a recur- 
rence of properties such as is disclosed by the periodic law of the 
elements. This constituted such a novelty in the study of the pheno- 
mena of nature that, although it did not lift the veil which conceals 
the true conception of mass, it nevertheless indicated that the ex- 
planation of that conception must be searched for in the masses of 
the atoms 5 the more so, as all masses are nothing hut aggregations, 
01 “ additions, of chemical atoms which would he best described as 
chemical individuals. Let me remark by the "way that though the 
Latin word ‘‘individual” is merely a translation of the 'Greek word 
“ atom,” nevertheless history and custom have dr*awn so sharp a dis- 
tinction between the two words, and the present chemical conception of 
atoms is nearer to that defined by the Latin word than by the Greek, 
althrmgh this latter also , has acquired a special meaning which was 
unknown to the classics. The periodic law has shown that our chemical 
individuals display a harmonic periodicity of properties, dependent on 
their masses. II^'ow, natural science has long been accustomed to deal 
with periodicities observed in nature, to seize them with the vice of 
mathematical 'analysis, to submit them to the rasp of experiment. And 
these instruments of scientific thought would surely, long since, have 
mastered the problem connected with the chemical elements, were it 
not for a new feature which was brought to light by the periodic 
law and which gave a peculiar and original character to the periodic 
function. 

If we mark on an axis of absciss® a series of lengths proportional 
to angles, and trace ordinates which are proportional to sines or other 
trigonometrical functions, we get periodic curves of a harmonic 
charact'er. So it might seem, ■ at first sight, that with the increase of 
atomic weights the function of the properties of the elements should 
also vary in the same harmonious way. But 'in this case there is no 
such continuous change as in the curves just referred to, because the 
periods 3o not contain the intinite number of points constituting a 
curve, hut a fimte nii'inber only of such points. An example will 
better illustrate this view. The atomic weights; — 

Ag = 108 Cd == 112 In '= 113 Sn = 118 
Sb = 120 Te = 125 ' I = 127' 

steadily increase, and their increase is accompanied by a modification 
o! many properties which constitutes the, essence of the periodic law,. 
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Tliiis, for example, the densities of the abore elements decrease 
steadily, being respectively — 

10*5 8-6 7-4 7*2 6*7 6*4 4*9 

■while their oxides contain an increasing quantity of oxygen : — 

Ag,0 Cd,0, In ,03 800.04 Sb^Os Te,Os Wi 

But to connect by a curve the summits of the ordinates expressing 
any of these properties would involve the rejection of Dalton’s law 
of m'ultiple proportions. Not only are there no intermediate elements 
between silver, which gives AgCi, and cadmium, which gives CdCh? 
but, according to tbe very essence of the periodic law there can be 
none ; in fact a uniform curve would be inapplicable in such a case, as 
it would lead us to expect elements possessed of special properties 
at any point of the curve. The periods of the elements have thus a 
character very ditferent from those which are so simply represented 
by geometers. They correspond to points, to numbers, to sudden 
changes of the masses, and not to a continuous evolution. In these 
sudden changes destitute of intermediate steps or positions, in the 
absence of elements intermediate between, say, silver and cadmium, or 
aluminium and silicon, we must recognise a problem to whicb no 
direct application of the analysis of the infinitely small can be made. 
Therefore, neither the trigonometrical functions proposed by liidberg 
and Flavitzky, nor the pendulum-oscillations suggested by Crookes, 
nor the cubical curves of the Rev. Mr. Haughton, which have been pro- 
posed for expressing tbe periodic law% from the nature of the case, 
can represent the periods of the chemical elements. If geometrical 
analysis is to be applied to this subject it will require to be modified 
in a special manner. It must find the means of representing in a 
special way not only snch long periods as that comprising, 

K Ca Sc Ti V Cr Mn Be Co Ni Cu Zn Ga G 
As Se Br, 

but short periods like the following : — 

Na Mg A1 Si P 8 CL 

In the theory of numbers only do we find problems analogous 
to ours, and two attempts at expressing the atomic weights of the 
elements by algebraic formula seem to be deserving of attention, 
although neither of them can be considered as a complete theory, nor 
as promising finally to solve the problem of the periodic law., The 
attempt of B. J, Mills (1886) does not even aspire to attain this end. 
He considers' that all atomic weights can be expressed by a logarithmic 
function, 

- 0 ' 98760 , 
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m 'wLicli tli 0 variables n and t are whole mimhers. Thus, for oxygen, 
n = 2, and t = 1, -wbence its atomic weight is = 15’94; in the case 
of cliloriiiej ' bromine, and iodine, % has respective values of 3, , 6 , and 
9 , while ^ = 7 , 6 , and 9 ; in the case of potassium, rubidium, and 
csesinm, w = 4, 6 , and 9, and t = 14, 18, and 20. 

Another attempt was made in 1888 by B. N. Tcliitcherin. Its 
author places the problem of the periodic law in the first ranh, but 
as yet lie has investigated the alkaline metals only. Tchitcherin 
first noticed the simple relations existing between the atomic volumes 
of all alkaline metals *, they can be expressed, according to his views, 
by the forinula 

A(2 -- 0-00535 A^), 

where A is the atomic weight, and n is equal to 8 for lithium and 
sodium, to 4 for potassium, to 3 for rubidium, and to 2 for csesinm. 
If n remained equal to 8 , during the increase of A, then the volume 
would become zero at A = 46f , and it would reach its maximum at 
A = 23^. The close approximation of the number 46f to the 
differences between the atomic weights of analogous elements (such 
as Cs — Bb, I — Br, and so on) ; the close correspondence of the 
number 23^ to the atomic weight of sodium; the fact of w- being 
necessarily a whole number, and several other aspects of the ques- 
tion, induce Tchitcherin to believe that they afford a clue to the 
understanding of the nature of the elements ; we must, however, 
await the full development of his theory before pronouncing judg- 
ment on it. What ive can at present only be certain of is this : that 
attempts like the two above named must be repeated and multi- 
plied, because the periodic law has clearly shown that the masses of 
the ' atoms increase abruptly, by steps, which are clearly connected 
in some way with Dalton’s law of multiple proportions ; and because 
the periodicity of the elements finds expression in the ti^ansition from 
BX to BX 2 , EXa, BXi, and so on till BXg, at -which point the 
energy of the combining forces being exhausted, the series begins 
anew from BX to BX 2 , and so on. 

While connecting by new bonds the theory of the chemical elements 
' vrith Dalton’s theory of multiple proportions, or atomic structure of 
bodies, the periodic law opened for natural philosophy a new and 
wide field for speculation. Kant said that there are in the world 
“two things which never cease to call, for the admiration and revei'- 
ence of , man : the moral law .within ourselves, and the stellar sky 
.above us.’* But when we turn our thoughts towards the nature of 
the , elements and the periodic’ law, we must .add a third, subject, 
namely, .“ the nature of the elementary individuals 'which we discover 
everywhei'*© , around us.” Without them the stellar sky itself ' is 
inconceivaMej-and in, the atoms we see, at, once their pecttliarqndi-’ 
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vi dualities 5 tlie infinite multiplicity of tlie individuals, and tbe sub- 
mission of their seeming freedom to the general harmony of hTature. 

Having thus indicated a new mystery of jNature, which does not 
yet yield to rational conception, the periodic law, together wdth the 
I’evelations of spectrum analysis, have contributed to again revive 
an old but remarkably long-lived hope — that of discovering, if not 
by experiment, at least, by a mental effort, the jprhnarij matter — 
which had its genesis in the minds of the Grecian philosophers, 
and has been transmitted, together with many other ideas of the 
cdassic period, to the heirs of their civilisation. Having grown, during 
the times of the alchemists up to the period when experimental 
proof was required, the idea has rendered good service ; it induced 
those careful observations and experiments w^hich later on called 
into being the works of Scheele, Lavmisier, Priestley and Cavendish. 
It then slumbered awhile, but was soon awakened by the attempts 
either to confirm or to refute the ideas of Prout as to the multiple 
proportion relationship of the atomic weights of all the elements. 
And once again the inductive or experimental method of studying 
Hature gained a direct advantage from the old Pythagorean idea: 
because atomic weights were determined with an accuracy formerly 
iinknowm. But again the idea could not stand the ordeal of experi- 
mental test, yet the prejudice remains and has not been uprooted, 
even by Stas ; nay, it has gained a new vigour, for we see that all 
which is imperfectly worked out, new and unexplained, from the 
still scarcely studied rare metals to the hardly perceptible nebulse, 
liave been used to justify it. As soon as spectrum analysis appears as 
a new and powerful weapon of chemistry, the idea of a primary 
matter is immediately attached to it. From all sides we see attempts 
to constitute the imaginary substance heliwm^ the so much longed 
for primary matter, Ho attention is paid to the circumstance that 
the helium line is only seen in the spectrum of the solar protube- 
rances, so that its universality in Hature remains as problematic as the 
primary matter itself ; nor to the fact that the helium line is wanting 
amongst the Fraunhofer lines of the solar spectrum, and thus does 
not answer to the brilliant fundamental conception which gives its 
real force to spectrum analysis. 

And finally, no notice' is even taken of the indubitable fact that the 
brilliancies of the spectral lines ' of the simple bodies ' vary under 
different temperatures and^ pressures ; so that all probabilities are in 
favour of the helium Hue simply belonging to some long since known 
element placed under such conditions of' temperature, pressure, and 
^ gravity as have not yet been realised, inf' our experiments. Again, the 
idea; that the excellent, investigations of ^ Lockyer of the spectrum of; 
# That is, a body having a wavedength equal to 0'0005875 millimetr©,. , , , 
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iron can be interpreted in favour of the compound nature of that 
elements evidently must have arisen from some misunderstanding. 
The spectrimi of a compound body certainly does not appear as a sum 
of the spectra of its components ; and therefore the observations of 
liockjer can be considered precisely as a proof that iron undergoes 
no other changes at the temperature of the sun but those which it 
experiences in the voltaic arc — provided the spectrum of iron is pre- 
served. As to the shifting of some of the lines of the spectrum of iron 
while the other lines maintain their positions, it can be explained, as 
shown by M. Kleiber {Journal of the Mtiman Chemical and Physical 
Society^ 1885,147), by the relative motion of the various strata of the 
sun*s atmosphere, and by Zoliner’s laws of the relative brilliancies of 
different lines of the spectrum. Aloreover, it ought not to be forgotten 
that if iron were really proved to consist of two or more unknown 
elements, we simply should have an Increase of the number of our 
elements — not a reduction, and still less a reduction of all of them to 
one single primary 'matter. 

Feeling that spectrum analysis will not yield a suppori: to the 
Pythagorean conception, its modern promoters are so bent upon 
its being confirmed by the periodic law, that the illustrious Berthelot, 
in his work Les orujiues de VAlchimie^ 1885, S13, has simply mixed up 
the fundamental idea of the law of periodicity with the ideas of 
Prout, the alchemists, and Democritus about primarj." matter.* But 
the periodic law, based as it is on the solid and wholesome ground 
of experimental research, has been evolved independently of any 
conception as to the nature of the elements ; it does not in the least 
originate' in the idea of an unique matter; and it has no historical 
connect ion with that relic of' the 'torments of classical thought, and 
therefore it affords no more indication of the unity of matter or of 
the' compound character of our elements, than the law of Avogadro, 
or the law of specific heats, or even the conelusions of spectrum 
analysis. None of, the advocates of an unique matter have ever 
tried to explain the law from the standpoint of ideas taken from, 
a remote' antiquity when it was found convenient ^ to admit the 
existence of many gods — and of an unique matter. 

When w^e try to explain the origin of the idea of an unique 
primary matter, we easily trace that in the absence of inductions 
from experim,ent it derives its origin from, the scientifically philo- 
sophical attempt at discovering some kind of unity in ' the imoa'Cnse 
diversity of individualities which we see around. In classical times 

* He maintains (on p. 309) that the periodie law requires two new analogous 
elements, having atoni'ic w, eights of 48 and 64, occupying positions between' siihhur 
'and seieninm, although nothing ol the kind results from any of the different' read-^ 
ings of the law. ,, - , , , ■ , , 
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smell a tendenej could only be satisfied by conceptions about tlie 
immaterial world. As to tbe material world, onr ancestors were 
compelled to resort to some bypotliesis, and they adopted tlie idea 
of unity in the formative material, because they were not able 
to evolve the conception of any other possible nnity in order to 
connect the mnltifarions relations of matter. Responding to the 
same legitimate scientific tendency, natural science has discovered 
throughout the universe a unity of plan, a unity of forces, and 
a unity of matter, and the convincing conclusions of modern 
science compel everyone to admit these kinds of nnity. But while 
ive admit unity in many things, we none the less mnst also 
explain the individuality and the apparent diversity ivhich ive 
cannot fail to trace everywhere. It has been said of old, “ Give a 
fulcrum, and it will become easy to displace the earth.” So also we 
must say, Give anything that is individualised, and the apparent 
diversity will be easily understood.” Otherwise, how could nnity 
result in a multitude ? 

After a long and painstaking research, natural science has dis- 
covered the individualities of the chemical elements, and therefore it 
is now capable not only of analysing, but also of synthesising ; it 
can understand and grasp the general and unity, as well as the 
individualised and the multitudinous. Unity and the general, 
like time and space, like force and motion, vary uniformly; the 
uniform admit of interpolations, revealing every intermediate phase. 
But the multitudinous, the individualised — like ourselves, like the 
chemical elements, like the members of a peculiar periodic function of 
elements, like Dalton’s multiple proportions — is ebaraeterised in 
another way: we see in it — side by side with a connecting general 
principle — leaps, breaks of continuity, points which escape from the 
analysis of the infinitely small — b , complete absence of intermediate 
links. Chemistry has found an answer to the question as to the causes of 
multitudes ; and while retaining the conception of many elements, all 
submitted to the discipline of a general law, it offers an escape 
fx^om the Indian Nirvana — ^the absorption in the universal, replacing 
it by the individualised, However, the place for individuality is so 
limited by the all-grasping, all-powerful universal, that it is merely a 
fulcrum for the understanding of multitude in unity. 

Having touched upon the metaphysical bases of the conception of an 
unique matter which is supposed to enter into the composition of all 
bodies, I think it necessary' to dwell upon another theory, akin to the 
above conception, — the theory of the compound .character of the 
elements now admitted by some, — ^and especially upon one par- 
ticular circumstance' which being related .to' the' periodic law is con- 
sidered tO' be an argument in favom^ of that hypothesis. 
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Dr. PelopidaSj in 1SS3, made a communication to tlie Eussian 
Ciiemical and PLjsical Society on the periodicity of the hydrocarbon 
radicles, pointing out the remarkable parallelism which was to bo 
noticed in the change of properties of hydrocarbon radicles and 
elements when classed in groups. Professor Carnelley, in 1886, 
developed a similar parallelism. The idea of M. Pelopidas -vrili he 
easily understood if we consider the series of hydrocarbon radicles 
which contain, say, 6 atoms' of carbon ; — 

I II III IT T YI ¥11 VTII 

CsHia Co'Hi'j CsHu CeHio CcHg ObHs C5B[7 CsHg 

The first of these radicles, like the elements of the 1st group, combines 
with Cl, OH, and so on, and gives the derivatives of hexyl alcohol, 
CtiHnCOH) ; but, in proportion as the number of hydrogen atoms 
decreases, the capacity of the radicles of combining with, say, the 
halogens increases. CgHis already combines with 2 atoms of chlorine ; 
CeHii wdth 3 atoms, and so on. The last members of the series 
comprist^ the radicles of acids ; thus CgHs, which belongs to the 
VI th group, giFes, like sulphur, a bibasic acid, C 6 H 802 ( 0 H) 2 , which is 
homologous with oxalic acid. The parallelism can he traced still 
further — because CgHs appears as a monovalent radicle of benzene — 
and with it begins a new series of aromatic derivatives, so analogous 
to the derivatives of tlie fat series. Let me also mention another 
example from among those which have been given by M. Peio- 
pidas. Starting from the alkaline radicle of monomethylammoninm, 
'H(CH 3 )Ha, or ISTCHg, which presents many analogies with the alkaline 
metals of the 1st group, he arrives, by successively diminishing the 
number ' of the atoms of ' hydrogen, at a seventh group which con- 
tains cyanogen, Cl¥, which has long since been compared to the 
halogens of the Ylltli group. 

The most important consequence', which, in my opinion, can he 
drawn from the above co'mparison i.s, that, the periodic law, so apparent 
in the 'elements, has a wider application than might appear at first 
sight; it opens up a new vista of chemical evolutions. But, while 
admitting ' the fullest parallelism 'between the periodicity of 'the 
elements and that of the compound radicles, we must not forget 
that in the periods of the hydrocarbon radicles we have a decrease 
of mass as we pass from the representatives of the first group tO' the 
next ; while in, the periods of 'the elements the mass uicreases during 
the progression. It thus becomes evident that we cannot speak of aii 
identity of periodicity' in both oases, unless we put aside the ideas of 
roasa ,a'nd' attraction, 'which ’'are the real corner-stones of the whole 
,of ''natural' ; science ' and. 'even.' e iter into those very conceptions ' of 
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simple bodies wliicb came to light a full hundred years later than the 
immortal principles of hrewton."* 

From the foregoing, as well as from the failures of so many 
attempts at finding in experiment and specnlation a proof of the 
compound character of the elements and of the existence of primordial 
matter, it is evident, in my opinion, that this theory must be classed 
amongst mere utopias. But utopias can only be combatted by free- 
dom of opinion, by experiment, and by ne\Y utopias. In the republic of 
scientiBc theories freedom of opinions is guaranteed. It is precisely 
that freedom which permits me to criticise openly the widely diffused 
idea as to the unity of matter in the elements. Experiments and 
attempts at confirming that idea have been so numerous that it really 
would be instructive to have them all collected together, if only to 
serve as a warning against the repetition of old failures. And, now, 
as to new utopias which may be helpful in the stimggle against the 
old ones, I do not think it quite useless to mention a phrmfamj of one 
of my students who imagined that the weight of bodies does not 
depend upon their mass, but upon the character of the motion of 
their atoms. The atoms, according to tliis new utopian, may all he 
homogeneous or heterogeneous, we know not which ; we know them 
in motion only, and that motion they maintain wdth the same per- 
sistence as the stellar bodies maintain theirs. The weights of atoms 
differ only in consequence of their various modes and quantity of 
^motion; the heaviest atoms may be much simpler than the lighter 
ones ; thus an atom of mercury may be simpler than an atom of 
hydrogen — the manner in which it moves causes it to be heavier. 
My interlocutor even suggested that the view which attributes the 
greater complexity to the lighter elements finds confirmation in the 
fact that the hydrocarbon radicles mentioned by Pelopidas, -while 
becoming lighter as they lose hydrogen, change their properties 
periodically in the same mannei* as the elements change theirs according 
as the atoms grow heavier. 

The French proverb, La critique est facile mais Vart est difficiley 
however, may well be, reversed in the ca.se of all such ideal views, as 
it is much easier to formulate, than to criticise the,m. Arising from 
the virgin soil of' newly established facts, the knowledge relating to 
the elements, to their masses, and to the periodic changes of their 
, properties, has given' a motive for the formation of utopian hypotheses, 
probably because they ■ could not be 'foreseen by the aid of any of the 

’ ^ It is noteworthy that the year in which Lavoisier was born (1743)— the author 
of the idea of elements and of ' the' indestructibility 'of matter— is, later by exactly 
one century than the, year' in which, the author of the theory of gmrhation’ and 
mass was bo'rn, (1613 ,N'.S.)., The aJfiliado,n ofThe ideas of Lavoisier and those of 
Newtou' is 'beyond doubt, ^ 
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Taiioiis metaplijsical s^^stems, and exist, like the idea of gravitation, as 
an independeiit outcome of natural science, requiring the acknowledge- 
nieiit of general laws, ■when these have been established with the 
same degree of persistency as is indispensable for the acceptance of” a 
thoi'oughly established fact. Two centuries have elapsed since the 
theory of gravitation was ennnciated, and altho'ugh we do not under- 
stand its cause, still must regard gi’avitation as a fundamental 
conception of natural philosophy, a conception which has enabled ns 
to -perceive much more tha-n the metaphysicians did or could wnth 
their seeming omniscience. A hnndred years later the conception 
of the elements arose; it made chemistry “wliat it now is; and 
yet we have advanced as little in our comprehension of simple 
bodies since the times of Lavoisier and Dalton as we have in onr 
understanding of gravitation. The periodic law of the elements is 
ordy 20 years old : it is not surprising therefore that, knowing nothing 
about the causes of gravitation and mass, or about the nature of the 
elements, we do not comprehend the rationale of the periodic law. 
It is only hy collecting established laws, that is by working at the 
aequireiuent of truth, that we can hope gradually to lift the veil 
■^rliicli conceals from ns the causes of the mysteries of hTature and 
to discover their mutual dependency. Like the telescope and the 
microscope, laws founded on the basis of experiment are the instru- 
ments and means of enlarging our mental horizon. 

In the remaining part of my coimnnnication' I shall endeavour to 
show’, and as brieSy as possible, in how far the periodic law contri- 
butes to enlarge our range of vision. Before the promulgatio’n of 
this law the chemical elements were mere fragmentary, incidental 
facts in Kature ; there was no special reason to expect the discovery 
of new elements, and the new ones w'hich were discovered from time 
to time appeared to be possessed of quite novel properties. The law 
of periodicity hrst enabled ns to perceive undiscovered elements at a 
distance which formerly w’^as inaccessible to chemical vision ; and long 
ere they were discovered new elements appeared before ' our eyes 
possessed of a nnmber of well-defined properties. We now know 
three cases of elements whose existence and properties "were' foreseen 
by the instrumentality 'of the periodic law. ■ I need but mention the 
brilliant discovery of gallium^ which proved to correspond to eka- 
aluminimn of the periodic Jaw, by ■ Lecoq de Bolsbaudran ; of 
smndiumy corresponding to eka-boron, by Klson ; and of germanium, 
which proved to correspond in all respects to eka-siliciuin, by 
Winckler. When, in 1871, I described to the 'Biissian Chemical 
Society, the properties, clearly defined hy the periodic law, which 
such elements might to possess, I never hoped that I should live to 
mention their discovery to, the Chemical Society of Great Britain as” 
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a confirmation of F-lie esactitiide and tlie generality of tlie periodic 
law. 'Now, tliat I liave had the happiness of doing so, I nnhesitatingly 
say that although greatly enlarging onr yision, even now the periodic 
law needs further improvements in order that it may become a trust- 
worthy instrument in further discoveries.^ 

I will venture to allude to some other matters which chemistry 
has discerned by means of its new instrument, and which it could not 
have made out without a knowledge of the law of periodicity, and I 
will confine myself to simple bodies and to oxides. 

Before the periodic law was formulated the atomic weights of the 
elements were purely empirical numbers, so that the magnitude of 
the equivalent, and the atomicity or the value in substitution 
possessed by an atom, could only be tested by critically examining 
the methods of determination, but never directly by considering the 
numerical values themselves ; in short, we were compelled to move in 
the dark, to submit to the facts, instead of being mastei's of them. 
I need not recount the methods which permitted the periodic 
law at last to master the facts relating to atomic weights, and I 
would merely call to mind that it compelled us to modify the 
valencies of indium and cerium^ and to assign to their compounds a 
difierent molecular composition. Determinations of the specific heats 
of these two metals fully confirmed the change. The trivalency of 
yUrium, which makes us now represent its oxide as Y 2 O 3 instead of as 
TO, was also forewseen (in 1870) by the periodic law, and it now has 
become so probable that Oieve, and all other subsequent investigatorvS 
of the rare metals, have not only adopted it but have also applied it 
without any new demonstration to bodies so imperfectly known as 
those of the cerite and gadolinite group, especially since Hildebrand 
determined the specific heats of lanthanum and didymium and con- 
firmed the expectations suggested by the periodic law. But here, 
especially in the case of didymium, we meet with a series of difficulties 
long since foreseen through the periodic law, but only now becoming 

* I ' foresee some more new elements, but not with tlie same certitude as before. 
I shall give one example, and yet I do not see it quite distinctly. In the series 
which contains Hg — 204, Pb = 206, and Bi:=s 208, we can guess the' existence 
(at the place VI — 11) of an element analogous to tellurium, which we can describe 
as dYi-teliurium, Bt baving an atomic weight of 212, and the property of forming 
the oxide BtOg. If this element really exists, it ought - in the free state to be an 
easily fusible, crystalline, non-volatile metal of a grey- colour, having .a density of 
„about 9‘3, capable of giving a dioxide, BtO^, equally endowed with feeble acid and 
basic properties. This .dioxide must give on active' oxidation an unstable higher 
oxide,' BtOs, which should resemble in its properties PbOg and BhOg, Bri-teliu- 
rium hydride, if it bC' found to exist, will be less stable compound than even 
HaTe, The compounds 'Of dvi-tellurium; will "be easily reduced, and it will form 
characteristic definite alloys with other metals. „ ,, '. '- 

/'YOh.'IiV., , 2 
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eFideiiij and cliiefly arising from the relatiTe rarity and insufficient 
knoiTledge of the elements which usually accompany didymium. 

Passing to the results obtained in the case of the rare elements 
^henjllhm^ scandium and tliorhim^ it is found that these haye many 
points of contact with periodic law. Although Avdeeff long since 
proposed the magnesia formula to represent beryllium oxide, yet 
there was so much to be said in favour of the alumina formula, 
on account of the specific heat of the metals and the isomorphism of 
the two oxides, that it became generally adopted and seemed to be 
well established. The periodic law% however, as Brauner repeatedly 
insisted (Berickte, 1878, 872 ; 1881, 53) was against the formula Be 203 ; 
it required the magnesium formula BeO, that is, an atomic weight of 9, 
because there was no place in the system for an element like beryllium 
haying an atomic weight of 13*5. This divergence of opinion lasted for 
years, and I often heard that the question as to the atomic weight of 
beijlliiim threatened to disturb the generality of 'the periodic law, or, 
at anyu'ate, to require some' important modifications of it. Many 
forces were operating in the controversy regarding beryllium, evi- 
dently because a much more important question was at issue than 
metdy that involved in the discussion of the atomic weight of a rela- 
tively rare element ; and during the controversy the periodic law 
became better understood, and the mutual relations of the elements 
became more apparent than ever before. It is most remarkable that 
the victory of the periodic law was won by the researches of the very 
observers w’ho previously had di.scovered a number of facts in support 
of the trivaleiicy of beryllium. Applying the higher law of Avogadro, 
Nilson and Petterson have finally shown that the density of the vapour 
of the beryllium chloride, BeCb, nbligesms to regard beryllium as 
bivalent in conformity with the, periodic law.* , I consider the con- 
tinuation of Avdeeif’s and Brauner’s view as important in the 

* Let me mention another proof of the bivalencj of beryllium which may lm?e ^ 
passed, unnotieed,, as it was published in the Russian chemical literature.' Having 
remarked (in 1 SS 4 ) that the density of such solutions of chlorides of mefcaia, M 01 „, 
as contain 200 niols. of water (or a large and constant amount of water) regularly 
increases as the molecular weight of the dissolved salt increases, I propo^d to 0M><^ 
of our young chemists, M. Bnrdahoff, that he should investigate the beryiiTO 
cHoride. ' If its molecule be BeCb its weight must, be «= 80 ; and in such a case it 
most, be heavier than the molecule of KOI ^ 74 5 , and ligliter than that of 
MgCl = 93 , On the contrary, if beryllium chloride is a trichloride, BOb “ 120, 
its molecule must be heavier than that of CaCb ^ 111, and lighter tlian that of 
MnOb ~ Experiment has shown the correctness of the former formula, 

the Boliition BeClj + aOOHgO having (at 1574 °) a density of 1 * 0138 , this being a. 

, higher density than that of the solution ECl -f 200HaO' («» 1*0121), and lower 
than tlmfcof MgCb 4 200H3O (=, 1 * 0 ^ 3 ),, Tlie,,bivhlency of beryllium was 'thus 
wnfinned in the cme 'both of the, dissolved and^ the vaporised chloride. 
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history of the periodic law as the discovery of scandium^ whichj in 
Mlson’s hands, confirmed the existence of the eka-boron. 

The circumstance that thorium proved to be quadrivalent, and 
Th = 232, in accordance with the views of Ohydenins and the re- 
quirements of the periodic law, passed almost unnoticed, and was 
accepted without opposition, and yet both thorium and uranium are 
of great importance in the periodic system, as they are its last 
members, and have the highest atomic weights of all the highest 
elements. 

The alteration of the atomic weight of uranium from U = 120 into 
IT =: 240 attracted more attention, the change having been made on 
account of the periodic law, and for no other reason. INow that 
Hoscoe, Hammelsberg, Zimmermann, and several others have admitted 
the various claims of the periodic law in the case of uranium, its high 
atomic weight is received without objection, and it endows that element 
with a special interest. 

While thus demonstrating the necessity of modifying the atomic 
weights of several insufficiently known elements, the periodic law 
enabled us also to detect errors iu the determination of the atomic 
weights of several elements whose valencies and true position among 
other elements were already well known. Three such cases are 
especially noteworthy : those of tellurium, titanium and platinum. 
Berzelius had determined the atomic weight of tellurium to be 128, 
while the periodic law claimed for it an atomic weight below that of 
iodine, which had been fixed by Stas at 126'5, and which was 
certainly not higher than 127. Brauner then undertook the investi- 
gation, and he has shown that the true atomic weight of tellurium is 
lower than that of iodine, being near to 125. For titanium the exten- 
sive researches of Thorpe have confirmed the atomic weight of 
Ti ==48, indicated by the law, and already foreseen by Rose, but con- 
tradicted by the analyses of PieiTe and several other chemists. An 
equally brilliant confirmation of tbe expectations based on the peri- 
odic law has been given in tbe case of the series osmium, iridium., 
platinum, and gold. At the time of the promulgation of the periodic 
law the determinatious of Berzelius, Rose, and many others gave the 
following figures : — 

Os = 200 ; Ir = 197; Pt =198; Au = 196. 

The expectations of the periodic law* have been 'confirmed, first, by 
new determinations of the atomic weight of flatinum (by Seubert, 
Dittmar and M ’Arthur), which proved to be' near, to 196 (taking 
0 = 16, as'pi'oposed bj' Marignac,' Brauner, and. others) secondly, 

* I pointed them out in' the Liehig^s Annidm^ Supplement 'Band viii, 1871, 

p. 211. ' "■ 

' ' 2 ' 
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by Setibert liaving proved tbat the atomic weight of osmium is really 
lower than that of platinum, and that it is near to 191 ; and thirdly, 
by the investigations of Eriiss, and Thorpe and Laurie proving that the 
atomic weight of gold exceeds that of platinum, and approximates to 
197. The atomic weights which were thns found to require correc- 
tioii were precisely those which the periodic law had indicated as 
affected with errors ; and it has been proved therefore that the peri- 
odic law affords a means of testing experimental results. If we succeed 
in discovering the exact character of the periodical relationships 
between the increments in atomic weights of allied elements discussed 
by Eidberg in 1885, and again by Bazaroff in 1887, we may expect 
that our instrument will give ns the means of still more closely con- 
trolling the experimental data relating to atomic weights. 

^ Let me next call to mind that, while disclosing the variation of 
chemical properties,^ the periodic law has also enabled ns to systemati- 
cally discuss many of the physical properties of elementary bodies, 
and to show that these properties are also snbject to the law of 
periodicity. At the Moscow Congress of Russian Naturalists in 
August, 1869, I dwelt upon the relations which existed between 
density and the atomic weight of the elements. The following year 
Professor Lothar Meyer, in his well-known paper,t studied the same 
subject in more detail, and thus contributed to spread information 
about the periodic law. Later on, Carnelley, Laurie, L. Meyer, 
Roberts-Austen, and several others applied the periodic system to 
represent the ' order in the changes of the magnetic properties ■ of 
the elements, them melting points, the heats of formation of their 
haloid compounds, and even of such mechanical properties as the 
coefficient of elasticity, the breaking stress, '<fec., &c. These' de- 
ductions, which have received furtlier support in the discovery of 
new elements endowed not only with chemical but even with physical 
properties which were foreseen by the law of 'periodicity, are' well 
known; so I need not dwell upon the subject, and may pass to, the 
consideration of oxides.J 

, * Thus, in the typical 'email period of 

Li, Be, B, 0, K, 0, F, 

,w,e se©' at once the, progi'ossion from the alfcaline metals to the acid non-metals, such 
m are the halogens. 

t 'Liehig'^ AnnuUn, Erz. Bd. tii, 1870. ' ' 

J A distinct periodicity can also be discovered in the spectra of the elements. 
Thus the researches of, Hartley, Ciamioian, and others have disclosed, first, the 
homology of , the spectra of analogous elements ; 'secondly, that the alhaline metals 
.have "-simpler 'spectra than the metals of the following groups; and thirdly, that 
^ the complicated spectra of manganese and iron 
OU' the '.'.'Ohe the, no less complicated spectra of chlorine and bromine on 
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In indifating that the gradual increase of the power of elements 
of combining with oxygen is accompanied by a corresponding de- 
crease in their power of combining with hydrogen, the periodic 
law has shown that there is a limit of oxidation, just as there is a 
well-known limit to the capacity of elements for combining with 
hydrogen. A single atom of an element combines wdth at most four 
atoms of either hydrogen or oxygen : and while CH4 and SiH4 repre- 
sent the highest hydrides, so BnO^ and OSO4 are the highest oxides. 
We are thus led to recognise types of oxides, just as we hare 
had to recognise types of hydrides.* 

The periodic law has demonstrated that the maximum extent to 
which different non-metals enter into combination with oxygen is 
determined by the extent to which they combine with hydrogen, and 
that the sum of the number of equivalents of both must he equal 
to 8. Thus chlorine, which combines with 1 atom, or 1 equiva- 
lent of hydrogen, cannot fix more than 7 equivalents of oxygen, 
giving CI2O7 : while snlphnr, which fixes 2 equivalents of hydro- 
gen, cannot combine with more than 6 equivalents or 8 atoms 
of oxygen* It thus becomes evident that we cannot i-ecognise as a 
fundamental property of the elements the atomic valencies deduced 
from their hydrides ; and that we must modify, to a certain extent, 
the theory of atomicity if we desire to raise it to the dignity of a 
general principle capable of affording an insight into the constitution 
of all compound molecules. In other words, it is only to carbon, 
which is quadrivalent with regar^d both to oxygen and hydrogen, that 
we can apply the theory of constant valency and of bond, by means of 
which so many still endeavour^ to explain the structure of compound 
molecules. But I should go too far if I ventured to explain in detail 
the conclusions which can be drawn from the above considerations. 
Still, I think it necessary to dwell upon one particular fact •w'hich 
must be explained from the point of view of the periodic law in 
order to clear the way to its extension in that particular direction. 

the other hand, and their likeness corresponds to the degree of analogy between 
those elements which is indicated hy the periodic law. 

* Formerly it was^ supposed that, being a bivalent element, oxygen can enter into 
any grouping of the atonas, and there was no limit foreseen. ;a8 to .extent to which it 
could further enter into combination. We could not exp^n Why bivalent sulphur, 
which forms compounds such as 

s<0> s<g>o, 

could not also form oxides such as—' 

s<oIo> " s<oZo>^> 

while other elements, as, for instance, .ehlonne, form impounds such' as— 
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Tiie liigiier oxides yielding salts fhe formation of whicli was fore- 
seen by the periodic system — instance, in the short series beginning 
with sociiuin — 

Ka, 0 , MgO, AI2O3, SiOs, P2O5, SO3, OI2O7, 

must he clearly distinguished from the higher degrees of oxidation 
which correspond to hydrogen peroxide and bear the true character 
of peroxides* Peroxides such as NajOa, BaOa, and the like have long 
been known. Similar peroxides have also recently become known in 
the case of chromium, sulphur, titanium, and many other elements, 
and I have sometimes heard it said that discoveries of this kind 
weaken the conclusions of the periodic law in so far as it concerns 
the oxides. I do not think so in the least, and I may remark, in the 
first place, that all these peroxides are endowed with certain pro- 
perties — obviously common to all of them, which distinguish them 
from the actoal, higher, salt-forming oxides, especially their easy 
decomposition by means of simple contact agencies ; their incapacity 
of forming salts, of the common type ; and tbeir capacity of com- 
bining with other peroxides (like the faculty which hydrogen per- 
oxide possesses of combining with barium peroxide, discovered by 
Sehoene). Again, we remark that some groups are especially cha- 
racterised by their capacity of generating peroxides. Such is, for 
instance, the case in the YIth group, where we find the well-known 
peroxides of sulphur, chromium, and uranium ; so that further in- 
vestigation of peroxides will probably establish a new periodic func- 
tion, foreshadowing that molybdenum and wolfram will assume 
peroxide forms with comparative readiness. To appreciate the 
constitution of such peroxides, it is enough to notice that the 
peroxide form of sulphur (so-called persulphuric acid) stands in the 
same relation to sulphuric acid as hydrogen peroxide stands to 
water ; — ' 

H(OH), or H2O, responds to (OH) (OH), or H^O^, 
and so also — 

HCHSOi), nr H2SO4 responds to (HSO^CHSO*), or H^SA- ' 
Similar relations are seen everywhere, and they correspond to the 
principle of substitutions which' I long since endeavoured to represent 
as one of the chemical generalisations called into life by the periodic 
law. So also sulphuric .acid, if considered with reference to, hydroxyl, 
and represented as follows — 

H 0 (S 020 H), 

hasAtS' corresponding; compound in dithionic acid — 

' ,;(SO,OH){SO,OH),OtH.SA ' 
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Therefore^ also, phosphoric acid, H0(POH3O2), has, in the same 
sense, its corresponding compound in the snbphosplioric acid of 
Saltzer : — 

(POH2O2) (POH0O2), or H4P2O0 ; 

and we must suppose that the peroxide compound corresponding to 
phosphoric acid, if it be discovered, will have the following struc- 
ture ; — 

(H2P04)2 or H4P2O8 = 2H2O + 2PO3 * 

As far as is known at present, the highest form of peroxides is met 
with in the peroxide of uranium, UO4, prepared by Fairley ;t while 
OSO4 is the highest oxide giving salts. The line of argument which 
is inspired by the periodic law, so far from being weakened by the 
discovery of peroxides, is thus actually strengthened, and we must 
hope that a further exploration of the region under consideration 
will confirm the applicability to chemistry generally of the principles 
deduced from the periodic law. 

Permit me now to couclude my rapid sketch of the oxygen com- 
pounds by the observation that the periodic law is especially brought 
into evidence in the case of the oxides w^hich constitute the immense 
majority of bodies at our disposal on the surface of the earth. 

The oxides are evidently subject to the law, both as regards their 
chemical and their physical properties, especially if we take into 
account the cases of polymerism which are so obvious when compar- 
ing CO2 with SlAn- In order to prove this I give the densities s 
and the specific volumes v of the higher oxides of two short periods. 
To render comparison easier, the oxides are all represented as of the 
form BaO?!. In the column headed A the differences are given 
between the volume of the oxygen compound and that of the parent 
element, divided by that is, by the number of atoms of oxygen in 
the compound : — 

* In this sense, oxalic acid, (COOH)^, also corresponds to carbonic acid, 
Ofl(OOOH), in the same way that ditliionic acid corresponds to sulphuric acid, 
and subpliosphoric acid to phosphoric ; therefore, if a peroxide, corresponding to 
carbonic acid, be obtained, it will have the structure of (HCOgl^jOr HaOgOg * 11^0 
+ CoOg. So also lead must liare a real peroxide, 

t The compounds of uranium prepared by Fairley seem to me especially instruc- 
tive in understanding the peroxides. By the action ' of hydrogen peroxide on 
uranium oxide, UO3, a pCroxide of uranium, IJO44H2O, is obtained (U «' 240 ) if 
the solution be acid ; ' but if hydrogen peroxide act on uranium ' oxide in the pre- 
sence of caustic soda, , a crystalline deposit is obtained, wMeh has the composition 
and eridentlyis a combination of sodium peroxide, ' with 

uranium peroxide, IJO4. It is possible that the former peroxide, UO44H26, con- 
tains the elements of hydrogen peroxide and uranium peroxide, VsOj, on even 
lJ(0H)eH203, like the peroxide 'of tin' recently discovered by Spring, which lias 
the constitution S113O5H2O2. > 

j: A thus represents the average ihcmse of volame for each atom of oxygen con- 



I 



^11“ [i\i 





-'HHriCOCCa 1 

iQC^'O 

1 , , . 

' °. 0 


4I51X10OIS OMO 


Orlji! I ifcO 

i+ ' i 


1 1 IlSSlS 1 1 155SS8 1 1 ISSSS5S1 |S2S| S 25 

11. ^ 

^ >Q iq^Oisj ^ <>5 

IlCjNvVNN I I I I 1 pf5N I N 

I 1 'NOjNvO'O'ii '<5''0!!) Qi 


-(I >S«W 0 
rlfllSjWlI W S' 


i 0 

« a 


III 


0 0 
tl 8 

3 I 
0 (5 


0 

i « 

<1 H 


lOWiO 


# i # i (0 t 

0(00 ^ 


1 * 

1010 


M|0 fflsa|» 

J» f' ^+’+1 

Mill Ml ! INI Ci!| !««« 


fcSl 


I! 

hh 1 


IrilHHI 


11^"! ill I" 

1« Njlis 


d Of !hh.® ® 

- -''Sq^P^O' 


OSIM «|l 


0 00 


.l 


■Ojifl 




C5|W| 


CO wcon w 


toq 


HHil 


f 4- 

« CilHN NNe!l| I I c? I I I 
MH| I 1 I 


^ 0 
^ s 


0 0 

r 1 1 

f 4- 


s-'-'flSSSSSSSSKSJWgSSS'wSSgSSSSffijl^^ 



::; ?ao»a*??? ■ ??? , ' ■ „ 

3o5h Sh .'j 


oij® 




y"' Hf ' ' ' ' '' ■ '" ' 





H 

r\k 

. 0 
3(4' 

I 

,5 0 'll 
OS' 
oS -ri 


? j ^g.5.5§.3.5^ 
d 'SSfsIs^s 

jp Saj^SJsOg'^S' 

fi ' S p 0 0 0 !j S fj 

" oSrJKOffigso 

H 'rt 0 jh .rt n ,-P ,_u -p 

? ® 1^ fi) * 0 


> Q^-P+J ® L-S 


0 3 
4^ 

K 5 0 
J) 5 M 


( ■■ fti 2,2 » d iiH 

I 

fl j^JSstj r't 

S 3^ i>a 8 

^ •lc?"s».d 

! SfyiSI 


‘3 a I fo'»§o^js3« 
uj3 
.S0« 


gi'iar" .si 

0 'Si£plo''^StH‘''®Tlid 

i • I3!5 §i“ 


Join 2 1 3l® Si'S J 3 cl's i 

HSOi ,S0|!f^Ua'««2 

r«'ii'j yss38.8''5 § 

||3« sMjl 

%i£M' 

ii§fi 

'dS!,|in«3°?K3‘i®^3s 

rrwi-^N' 

£jls3B®S!3l^3oOOi. ^®0_i 

.3|« •S.S 

M-°’'.asS’5'i(3r.aS'a 

•S “3a^S,a»«t^'SdS 


^r®23r:^«> r.2 


W lh is 

IIIIP 

,0 0 I ^ 



656 

BUECH 

AND 

MAKSH : 

: THE 

DISSOCIATION 





r. 

A. 


' s. 

V. 

A. 

Ka-U .... 

.. .. 2-6 

24 

-22 

1 KnO 


35 

— 55 


3 '6 

22 

— 3 

1 Ca^O , 

3 *15 

36 

— 7 

ALOg".. .. 

.. .. 4*0 

26 

-rl'S 

8eA 

3 *86 

35 

0 

SLO 4 

.... 2 ’65 

45 

5-2 j 

LiA 

4*2 

3S 

+ 5 

p .,05 

.... 2*39 

59 

82 

6-2 

v-b, 

3*49 

52 

6-7 

sK 

.... 1-96 

8-7 

Ml ”^5 

Cr.;0„ 

2-74 

73 

9 *5 


I liave notiiiiig* to add to these figures, except that like relations 
appear in other periods as well. The above relations were precisely 
those which made it possible for me to be certain that the relative 
density? of eka-silicon oxide would be about 4*7 ; gerraaninm oxide, 
actually obtained by Winckler, proved, in fact, to have the relative 
density 4*70d. 

The foregoing account is far from being an exhaustive one of all 
that has already been discovered by means of the periodic law tele- 
scope in the boundless realms of chemical evolution. Still less is it 
an exhaustive account of all that may yet be seen, but I trust that 
the little which I have said will account for the philosophical interest 
attached in chemistry to this law. Although hut a recent scientific 
generalisation, it has already stood the test of laboratory verification 
and appears as an instrument of thought which has not yet been 
compelled to undergo modification; hut it needs not only new applica- 
tions, but also improvements, fux’ther development, and plenty of fresh 
energy. All this will surely come, seeing that such an assembly of 
men of science as the Chemical Society of Great Britain has ex- 
pressed the desme to have the history of the periodic law described in 
a lecture dedicated to the glorious name of Faraday. 


LXIY.—T^e Dissociation of Amine Vapours* 

By G. J, Burch, B.A. and J. E. Marsh, B.A., University Laboratoxw, 

Oxford. 

The theory of Tan F Hoif that there is a definite relationship' to space 
of the four bonds or affinities of the' carbon-atom has received such 
remarkable confirmation from 'facts, that chemists have very natu- 
mllj attempted to extend the conception to other elements, especially 

'fcained iathe higher' telt-formiag' oxide. The acid oxides give, as a rule, a higher' 
^ r%).m of A, while .in ^ the case of the strongly 'alkaline oxides its value is usually 
/'Uegatwe. ^ ^ ^ ^ 
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those wMcli enter into tbe composition of the so-called organic sub- 
stances. 

In making this extension, we are Ibonnd to keep in, mind ' the 
principles of the original conception, namelj, that the four valencies, 
of the carbon-atom are directed to the four angles of a tetrahedron of 
which the atom occupies the centre. In this hypothesis, as we 
understand it, the equality of the valencies, inter se^ is represented by 
the symmetry of direction and the equal length of the vectors from the 
centre to the four angles. The consistent development of such an 
hypothesis appears to us to lead to difficulties of two kinds, the first 
arising out of the geometrical conceptions involved in it, and the 
second being met wdth in the attempt to extend it to other elements. 
It ascribes a perfectly distinct existence to these four bonds, so that 
in all carbon compounds we have to deal with neither more nor less 
than that number, unless we make the additional assumption that in 
certain cases the carbon-atom may lose its tetrahedric cbaracter. 

And farther, if the tetrahedric X’elation of the valencies is unvary-, 
ing, it is difficult to conceive in what way the atom can be united by 
more than three of its bonds to one atom of any other element. 

‘ We meet then with the difficulty of having to explain the existence 
of such compounds as carbonic oxide, in which carbon appears to bo, 
no’ longer quadrivalent, or of certain cyanogen compounds, as for 
example the isocyanides in which the carbon-atom is either com- 
bined by more than three bonds to a single nitrogen-atom or 
is bivalent, 0 or ; so that in attempting to re- 

move the one objection, we are brought face to face with the 
other, namely, that ex Tiypothesi yre conceive the valency of each 
element to be constant. Such instances are rare in comparison 
with the number of bodies which fall in with the hypothesis of Van t' 
Hoff, but they are well known and well defined. We do not, how’- 
ever, dwell further on this subject, hoping to attack it experimentally 
later, merely stating here that results we have obtained with the 
nitrogen-atom bear also on this matter. 

Willgerodt has brought forward the view that the nitrogen-atom 
may be regarded as having a configuration represented by a double 
tetrahedron. We have given some attention to the question of the 
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configaratioii of the atoms possible in the case of several elements 
and among them more particularly of nitrogen, and we have come 
iiidependently to tlie same conclusion and have endeavoured to put 
the hypothesis to the test of experiment. 

Starting from the consideration that a nitrogen- atom combined 
with foar or five different groups should give a compound capable ot 
isomerisin, and that among these isomers there are two possible, the 
form of one of which is the non-snperposahle image of the other, we 
have attempted to obtain such a body containing what is in fact an 
“ asymmetric nitrogen,” and capable, one wmuld suppose, of rotating 
the plane of polarisation to the right or to the left. The separation 
of these isomers, if they exist, we have not yet succeeded in 
effecting. 

Attaching the problem from another point of view we find that a 
space contigurationsuch as that given' above requires that we consider 
nitrogen as essentially 'a quinquivalent or pentad atom. We have 
then to reconcile with this view the fact that nitrogen in ' a large 
number of cases appears to be triad. 

We have endeavoured to find an explanation in the supposition that 
one atom of nit-rogen in its apparently triad condition may combine 
by its two available affinities with another similar atom to form a 
condensed molecule, and that such molecules are readily dissociated by 
heat into the ordinary molecules containing quasi-triad nitrogen. 

To test the hypothesis, we measured the expansion of a known 
quantity of amine vapours when the temperature was raised from 
that of the laboratory to 100*^, the pressure remaining constant. 

The apparatus used consisted of a horizontal tube, A B, about 
700 mm. long and 2*5 mm. in the bore, to which was attached the 
X-pi®Ge G of the shape showm in the figure. To A and G were 
fitted rabber tubes with mercury bnlbs, F and G, winch could be 
raised or lowered as required. To the end D w^as attached the dis- 
tillation bulb E containing the substance to be experimented ppbii 
in the liquid state; and this, again was connected with a Spreiigcd 
pump. The tuba AB was enclosed in a glass jacket provided with 
two thermometers, T,'and tubes, S, for the supply and exit of steam. 

The apparatus having been partially exhausted, the mercury was 
caused to fill the tube AB completely by raising the reservoirs F and 
G. The clamp on 'F having been tightened, G was loivered and 
raised repeatedly, so as to ensure the expulsion of the air from the 
connections and the 'replacement of it by the amine vapours.' 

' . Than G having been lowered till the m'erourj stood just below the 
''bend; of 'the, “|"-piece, F was lowered so as to draw ' over souie of the 
'vapour iniO'';the: tube 'AB.' ''Then F was '"damped, and the Sprengel 
pump worked ' till the mercury from G rose up the branch ,1). 
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When tMs was done, tlie clamp at P was screwed tigtt, and F 
lowered until tie meroury from 0 readied a conYenient fixed point, 
B, in tie iorisiontal tube witbin tie steam jacket* 



Thus anj possible condensation of the saturated vapour wm 
avoided, the pressure on the enclosed gases being less than when 
they were drawn in* To make sure of this, however, the length Vj, 
ot the column of gas was finally increased by about 50 per cent* by 
simultaneonsly lowering F and G. It may be noted here that coii- 
densation was at once evident on increasing the pressure after the 
gas was enclosed. Lastly, the clamp on F was tightened, and the 
volume of the gas taken by measuring the length Yi of the column 
enclosed in the horizontal tube, the thermometei’s being read at the 
same time. 

Next, steam was passed into the jacket. Paring the heating, the 
mercury bulb F was lowered, and the c^amp slackened to permit the 
gases to expand; when the temperature was again steady, the pres- 
sure was finally adjnsted so as to bring the column at B to exactly 
the same mark as before, all the adjustments being performed with 
F, so that neither the bulb G, nor the clamp upon its tube, wmw 
touched during the whole experiment. After raeasnriog the volume 
Va at this higher temperature, as a further check upon the results the 
pressure in G was again lowered in some experiments, end the 
mercury brought back by means of F to its original position at B, 
and the increased volume Va once more taken. 

Lastly, the .steam was turned off, the'appamtus allowed to cool, 
and a 'final measurement of the volfime V^at the .temperature of the' 
laboratory was made. 
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It will "be observed that the horizontal direction of the column of 
niercarj at its upper extremity, and the fixed position of the bulb G, 
enabled ns to secure with great accuracy the same pressure for each 
pair of Dieasurenieiits. The smallness of the volume operated upon 
isj however, an objection which will be remedied in onr next 
apparatus. 

Several blank experiments weve first made with air to test the 
accuracy of the method, and the average error was found not to exceed 
0*5 per cent, in the expansion between 17® and 100° 

Then we introduced various amines into the bulb E, and now- 
obtained on heating an expansion of 5 or 6 per cent, above the normal. 

NText, we substituted ether vapour for the amines when the 
abnormal expansion to a great extent disappeared — though not com- 
pletely. This we ascribed to the difficulty of freeing the apparatus 
of the amines, the scent of which huug about the rubber connections 
in spite of repeated exhaustions. Finally, we operated on a solution 
of pure monethylamine in ether dried over potash, wh^n the 
abnormal expansion re-appeared. 

The equivalence of YoPo to YiPi at the temperature of the 
laboratory, and of V 2 P 2 to Y 3 P 3 at 100 ° proved that at each of 
these temperatures the vapour of the amines obeys Boyle’s law ; 
while the equivalence of YiPi to Y 4 P 4 showed that the heating caused 
no permanent increase of volume. But a comparison of Yi, P 2 , 2^1 
and Ys, Pg, tz showed that there was an increased expansion of the 
amine vapours which was not observed in the case of air or ether. 

The following are some of the results : — 

No. 1 . — Test JEJxperiment with Air. 

Pressure = 264 mm. 

Volume at 13*5® Yj = 199*0 ' ^ > 

Volume at 100° ' Y 3 = 257*7 observed. 

259*08 calculated. 

Here the error is about | per cent. 

N"o. 2 . — Mixture of Mono*, B(- and Tri-ethylamine in Aqueous Solution. 

Pressure = 148 mm. 

Volume at 15® ; Yi = 159*0 

Volume at 100® ^ Y 2 = 234*0 observed. 

205*9 calculated. 

This experiment gave an abnormal expansion of about 12 per 
cent. ' ' 
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]No. 3 .^ — Tlie same as in No. Z. 

Pressure = 383 mm. 

YoKime at 15Y Yi = 148*0 

Yolume at 100 ° * . * . . Y^ = 207*25 observed. 

191*68 calculated. 

Pressure lowered to 263 mm. 

Yolume at 100° Y 3 = 300 

Y 2 P 2 : Y 3 P 3 = 78898 : 78900. 

The abnormal increase was about 7^ per cent., but tbe pressure 
was not so low. 

]^o. 4. — The same Mixture of Amines dried over Potash. 
Pressure = 173*5 mm. 

Yolume at 13*5° ........ Y^ = 121-0 

Yolume at 100 ° Y 2 = 167*0 observed. 

157*5 calculated. 

On cooling, volume at 17 = 122 , i.e., = 120*53 at tbe original 
temperature. Abnormal expansion of 6 per cent,, with return to tbe 
original volume witbin tbe instrumental error. 

InTo. 5 . — The same as No. 4. 

Pressure not noted, but about 250 mm. 

Yolume at 16*5° Yi = 183*0 

Yolume at 100° Y 2 =: 250*0 observed. 

235*8 calculated. 

Abnormal expansion of 6 per cent. 

iN'o. 7. — Monethylamine in Aqueous Solution. 

Pressure 398*5 mm. 

Yolumeatl7° Yi = 200 

Yolume at 100° Y 2 = 272 observed.' 

257 calculated. 

Abnormal expansion of nearly 6 per cent. 

8 . — Test Nxperimetit with Ether Valour. 

Pressure = 389 mm. 

Yolume at 17°.........'. 'Yr:==' 195*0 

Yolume at 100° ........ . Ya = 253*5 observed. 

250*4 calculated. . 

Error about 1*2 per cent. ; but tbe mercury smelt of 'etbylamine. 
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No. 9 . — Test TJxperiment tenth Tlther after Gontinuous Mxhcmst%o% and 

Heating of the Tube. 

Pressure 697 mm. 

Yoiame at 15*0, Yo = 185 YoPo = 94095 
Pressure 452 mm. 

Yolume at 15*5, Yi = 209 Y^Pi = 94120 
Pressure 452 miu. 

Yolume at lOO'o, Ys = 278 Y2P2 = 125755 

Pressure 36B mm. 

Yolume at 100*5, Y3 = 347 Y3P3 = 125961 ' 

Observed volume at 100*5 = 278 
Calculated „ = 271 . 

The error v/as larger than in the previous case; but after the 
expeiiment, on cooling down to 1 7®, the observed volume was within 
1 per cent, of the calculated, and the mercurj still smelt strongly 
ol ' the amine. ■ 

No. 10. — Monet kylamine Dissolved in Ether ^ dried over Potash. 
Pressure = 379'5 mm. 

Volume at 17^ Y^ = 200*0 

Yolume at 100^' Yg = 267*0 observed. 

257*2 calculated. 


Pressure 291*5 mm. 

Volume at 100® Yj = 349*5 

Yolume at 18° Y4 = 263*5 

Relation of final volume at 18® to original volume at 17° reduced 
to same temperature and pressure = 1 : 1013583. 

The relations YoP« : YiPj atT5° and, Y2P2 : Y3P3 at 100° also varied 
onlj by about 1 per cent. 

The abuoimal expansion was in this case nearly 4 per cent, between 
17° and 100° 

The above experiments seem to show that to some extent, at least, 
the vapour of ethjlamine breaks up when heated from 17° to 100° 
into adarger number of molecules. Similar abnormal expansion hag 
been observed in bodies which must be regarded as completely sa|in- 
ratedih.hhe 'Single molecule— but in all these cases polymerisation is 
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stracturally possible, and we think that in the nitiro^eTi compounds it 
is necessary, if we are to extend Van t* HofE’s hypothesis to them. 

Wurtz, who investigated methylamine and ethylamine {Ann. fJhmi. 
Pkffs. [3], 30, 467) was iinahie by ordinary means to determine their 
vapour-density. 

Izarn, to whom he referred the matter, employing a new method, - 
measured the vapour- density of the two amines at different, 
temperatures and pressures, and found in every case a greater value 
than that required by theory. Thus, at 35'8t° and 1128 mm., 
the density of ethylamine was 1*6027 observed, as against 1*5568 
calculated. Izaro, however, did not experiment at temperatures 
lower than 27°, or higher than 56°. Our own observations made 
at pressures of from ith to -|rd of that employed by him. in the 
experiment quoted, by showing an abnormal expansion to take place 
on raising the temperature from 17 ° to 100 °, seem to indicate that 
the specific volume of the vapour is a function not so much of the 
pressure as of the temperature, and it is on this that the hypothesis 
which we now put forward is founded. 

The equality of the four valencies of carbon, which has been 
sufficiently established by experiment, is well represented by tlio 
symmetry of the tetrahedron, and we must suppose that a rise of 
temperature affects them all equally. Carbon, therefore, unless in 
combination with an element which is not symmetrical in its space 
relations, must be tetrad at all temperatures. This property it can 
only have in common with those elements which can he represented 
by the five regular solids, the valencies of which ex hypothesi must be 
4, 6, 8, 12, and 20, corresponding to the number of the solid angles 
of those bodies. It is impossible, therefore, to find a geometrical 
representation foi* diad, triad, and pentad atoms which shall be 
symmetrical in three-dimensional space, and it becomes almost a 
necessary consequence of Tan t^ Hoff's hypothesis when we attempt 
to extend it to the nitrogen-group, that we should have, two of the 
valencies different in value from the other three. Moreover, this 
difference would he manifested above a certain critical temperature, 
1 ) 11 1 'would probably disappear below it, and, further, the union of an 
element of strong affinity' with one, of the valencies might render the 
other four equal witli respect to atoms of weaker affinity. 

With regard to the latter supposition, representing the pentad 
atom by 'a double tetrahedron, we suppose one angle taken up, for 
instance, by 'chlorine, the remaining four are symmetrically situated 
with respect to one point within the atom, and ^ may be saturated by 
four equal atoms or groups as in the ■ ammonium, phosphonium, and 
arsonium salts. 

The effect of certain elements' in .weakening the bonds of other 
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elements is a matter of ordinary observatioB (see Van t’ Hoff, ‘‘La 
CMmie dans Fespace ’*). Compare, for example, the relative strength 
of the affinity between two carbon-atoms when combined with 
hydrogen, oxvgen, or nitrogen, e,g.^ CH3 — CHg ; CH3 — COOH ; 
COOH—COOH; CH3— CH; CX— ON. 

Again, the action of heat in weakening chemical affinity is also a 
matter of common experience. Thus, mercury, cadmium, and zinc in 
the gaseous state have no affinity in respect to atoms of the same 
kind, whilst iodine vapour exhibits the same phenomenon at high 
temperatures. 

How, as regards the nitrogen-atom, it appears that in contrast to 
carbon it is the hydrogen and hydrocarbon groups which weaken 
the affinity between nitrogen-atoms. Thus, we have 'N’02 — ^N02, but 
not — ^34, nor HH3IZNH3, at ordinary tempei’afures. 

Hence, in the case of the amines, the bonds uniting the nitrogen- 
atoms in the double molecule will probably be extremely weak, and 
likely to be destroyed even at a comparatively low temperature. It 
is interesting in this connection to recall the fact that Hofmann 
(Ber., 3, 112) found that it was practically impossible to separate the 
three ethyl bases (mono-, di-, and tri-ethylamine) by distillation, in 
spite of there being an interval of some 40® between the boiling 
points of e thy lam ine and diethyiamine, as well as between those of 
cliethylamine and triethylamin e. How, it is conceivable that in such 
a mixture a molecule of one amine may unite with a molecule of a 
different amine to form a compound more stable than if both 
molecules were precisely similar, and capable accordingly of being 
volatilised to a certain extent without being dissociated. 

In conclusion, we would say that, in our opinion, the nitrogen-atom 
is essentially pentad, and that when we find it triad we have to deal 
with molecules which have been dissociated, and in wdiich the two 
available bonds of the nitrogen-atom are too feeble at the temperature 
of observation to enable two molecules to hold together. 

We hope to continue our experiments as to the valency and space 
configuration of the nitrogen-atom and other atoms. 
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LXV. — The Mesin of My oporum Flatycarpum, 

By J. H. Maidjejs", F.L.S., Curator of tlie Teclmological MuseuiUj 

Sydney. 

A YEEITABLE natural sealing-yrax is yielded by a small tree wbicli is 
found in the interior of Australia ; it occurs in the more arid portions 
of all the colonies, except Queensland. The tree is Myoporum platy- 
carpum, B. Br., and it possesses a variety of local names, such as 
“ Sandalwood,” Dogwood,” and “ Sugar tree the latter because 
a manna exudes from it which is greedily sought after b}^ the blacks, 
and is likewise much appreciated by colonists. It yields a resin, 
which is used by the aboriginals as a substitute for pitch and 'wax ; 
for example, they use it either alone, or mixed with fat, to cement 
the stone heads of their tomahawks to the fibre which joins them 
to the stick forming the handle. As has been already hinted, it 
forms a natural sealing-wax, and is sometimes used by people in the 
interior for this purpose. It would probably serve as a constituent of 
black sealing-wax ; alone it is too soft for keeping in this climate. 

It sometimes occurs in great quantities on the stem, is hard and 
brittle, breaks with a glassy fracture which is at first of a purple or 
indigo colour, but becomes brown on keeping. Often it may be 
picked np from under the trees in rounded or globular pieces. 

Two samples have come into the writer s hands, and a few notes 
concerning them will doubtless be interesting. The first, from the 
Lachlan Biver, ISiew South Wales, is in small ronnded lumps usually 
weathered on the outside, and having a pleasant empyreumatic odour ; 
these are of a dark re^ddish-brown colour, fly with the slightest 
touch of the pestle, and are easily powdered. The resiu has a bright 
fracture, which appears almost black, hut shows reddish-brown at 
the edges. It softens even with the warmth of the hand, and if kept 
in a bottle, the heat of an average summer day is sufiicient to fuse 
pieces presenting fresh fractures. 

It presents some external resemblance to guaiacum resin (especi- 
ally when that substance comes to market in small lumps), but it is 
not so green in colour as the latter. It has no taste. Cold water 
has no effect on ifc, but if the water be heated the resin melts ^aiid 
floats, forming a liquid much resembling tar, but of a purplish- 
brown colour. The water remains, clear, colourless and almost 
odourless. ^ ^ ^ 

. Light petroleum dissolres 46*8 per. cent: of a reddish-brown resin, 
destitute of odour. Alcohol dissolves, from the .residue 28*1 per cent. 

VOL. LY. S A ' 
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of a deep reddisli-browa resin, wbicli is almost black by reflected 
light. 

The residue was boiled in water and 1*7 per cent, of saline matter 
was extracted, while 23*4 per cent, of accidental impurity was left 
behind. This is of a chocolate colour, and under a iens was seen to 
consist of a little ligneous matter, with a large percentage of in- 
organic impurity. It was quite free from gum. 


Summary. 

a-B.esin soluble in light petroleum 46*8 

/I- ,, „ alcohol 28*1 

Saline matters 1*7 

Accidental impurity 23*4 


100*0 

The crude resin melts at 90*5'’. In contains no tannic acid. 

The second sample was procured from IJIetallie, Wilcaiinia, Hew 
South Wales. It presents no marked points of difference, as regards 
physical appearance, from the preceding one. On treating it with 
alcohol, the liquid is not so dark as that yielded by the preceding 
sample, neither is the colour so rich. It resembles tawny port, but 
is a little darker. 

Light petroleum extracts 48*6 per cent, of resin, and alcohol 
added to the residue extracts 36*4 per cent. 


LX VI. — Tlie Lowering of the Freezing Foini of Sodium hy the Addition 

of other Metals. 

By G. T, Hetcocf, M.A., and ¥. H. M.A. 

Ix preliminary note communicated to the Society on March 21s5, 
1889, and published in the Proceedings, Ho. 65, p. 41, we drew 
attention to the lowering of the freezing , point of tin produced by 
the addition of small quantities of other metals. Since then we 
have examined the behaviour of alloys of tin with sodium, gold,, 
bismuth, and thallium, and have re-examined zinc through a long 
range. The , accompanying table’ gives ■ a summary of our ' results, 
using tin as a solvent;*. ' ' 
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Table I. — Fall produced in the Freezing Point of Tin hij dissolving 
one Atomic Weight of Metal in 100 Atomic Weights of Tin (that 
is 11,800 parts). 



Melting 

points 

(Carnelley). 

Atomic 

weight. 

Atomic 

fall. 


Sodium 

95-6 

23 

2-5 


Ahmimiim . , . . 

700-0 

27 

1*34 

Different examples of 

Copper 

1054-0 

63 

2-47 

Ai used. 

Zinc i 

j 433 -0 

65 

2*53 

1 

SilTer 

j 954-0 

108 

2*67 


Cadiiiinm ..... 

320-0 

112 

2*36 


AntimonT 

432 -0 

120 

rise 2 *3 


Gold 

1045 -0 

197 

2-80 


Mercury 

39-0 

200 

2-3 


Thallium, .... 

294 -0 

203 

2-6 


Lead 

32G -0 

208 

2-6 


Bismuth 

268 -0 

210 

2-10 



In a future communication we hope to give full details of these 
experiments, and to show to what extent these atomic fails remain 
constant with increasing concentration. 


Sodium as a Solve?ii, 

Method of Experiment — The crucible in which the solvent was 
melted, except where otherwise stated, consisted of a cylinder of cast 
iron, 6 — 8 inches high, and 5 inches diameter. In the axis of this 
cylinder a hole was bored, from 1 — 2 inches diameter, and about 
4 inches deep. W ithin this hole, an annular iron stirrer worked up 
and down by means of a small water motor — both the length of 
stroke of the stirrer and its rate of motion conld be vaiied. The 
block rested on a double ring gas burner, and its rate of cooling was 
controlled by the use of asbestos cloth wrappings and covers. The 
rate of cooling was usually about a degree in two minutes. 

The thermometer, made by Mr. Hicks ' of Hatton Garden, was 
graduated in an arbitrary scale of millimetres, 10 mm. corresponding 
nearly with 1° 0. As the readings were all made with a telescope, 
the temperatures could be read to nearly x^th of a degree. The 
,zero of' this thermometer had been fixed by long annealing in oil 
according to the method Mr. Hicks adopts ; this precaution, though 
not so necessary for low temperatures, is indispensable for working at 
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Mgli temperatures. Wlien tin is used as a solventj the zero of 
conunon therm ometei's changes during the course of a few hours. 

Tile bore of the thermometer was carefully calibrated, and found 
to be slightly conical ; the correction due to this was plotted, and has 
been applied to all the temperatures we give, but we have accepted 
the fixed points sent with the thermometer, so there may be a small 
+ error which, owing to the nature of the experiments, is unim- 
portant. During the experiments, the thermometer was clamped in 
the axis of the cylinder, and raised about a millimetre from the 
bottom of the hole, so that the stirrer worked round it along the 
whole length of the bulb. In making an experiment, solid paraffin 
was first placed in the crucible, and then a weighed quantity of 
sodium from 20 — BO grams (in large sticks) was dropped in, the 
molten paraffin forming a layer about 0*5 inch thick above the sodium 
prevented loss by oxidation or splashing. The crucible was raised 
w^ell above the melting point of sodium, and allowed to cool slowly 
whilst constantly stirred. 

The thermometer was always observed to fall steadily, and then 
suddenly to rise through a short range of temperature from 1 — 2° C., 
it then remained stationary for several seconds or even a minute. 

The highest temperature reached during this surfusion was taken 
to be the freezing temperature of the metal or alloy; determined in 
this way, the freezing points of most alloys are extremely constant. 

At temperatures near its freezing point, and even up to 250°, sodium, 
unlike tin, dissolves only a few metals; thus, An, Li, K, Hg, Tl, and In 
dissolve freely, Pb and Cd very sparinglj^ whilst we have not suc- 
ceeded in dissolving at present appreciable quantities of other metals, 
such as Zn, Sn, Al, Mg, Ag, Pt,' Pe. Tin even when fused with 
sodium fails to give a true solution. 

The method adopted for testing the solubility of metals was to fuse 
the sodium under paraffin in a test-tube, and then to add small 
quantities of the metal in fine division, the temperature being raised 
to the boiling point of the paraffin. When cold, a clean piece of the 
sodium w*as thrown into absolute alcohol when any dissolved metal 
separated out in a fine powder, generally in minute crystals. 


^Effect of Gold on the Freezing Point of Sodium. 

Ignited precipitated gold dissolves very readily at temperatures a 
few degrees above the melting point of sodium. The freezing point 
after each addition of gold was determined twice, the temperatures 
rarely^ showed a difference of a tenth of a millimetre. 
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Table II . — Gold iti Sodium, 1st Series. 


Expt. 

num- 

ber. 

Wfc. Ha. 

Wts. of 
An 

acidediti 

succes- 

sion. 

Temps, 
of freez- 
ing point 
in 0= C. 

Atoms of 
Au per 
100 

atomsHa. 

Atomic 

fall. 

Remarks. 

(1).... 

26 *00 


97 ‘47 




(2).... 

?} 

0 -2536 

96 *85 

0*1138 

5 *45 


(3).... 

» 

0 *1895 

96*51 

0-1989 

4 *87 


(4).... 


0-2157 

96*07 

0-2957 

4-74 


(5).... 

13 

0*3468 

95*39 

0*4514 

4-61 


(B).... 


1 *1438 

93 *09 

0 *9655 

4*536 


(7).... 

>J 

0 *8844 

91 *29 

1-363 

4 *535 


(8).... 

33 

0 -6522 

89 *96 

1 -6562 

4 o3ri 


(9).... 

33 

1 -0145 

87 *91 

2 -1122 

4*525 


(10).... 

5J 

0*9388 

i 

86 *07 

2 -5343 

4*5 

F. F. rather unter- 
taiii until a nucleus of 
solid alloy 'vvas used to 
determine solidifica- 
tion. 

(11).... 

31 

1 *0352 ! 

83 *89 

3*0 

4*53 


(12).... 

31 

1*008 

81*92 

3 *453 

4*518 I 



33 

0*9630 

82*1 


i 

i 

Temperatm’e remain- 
' ed stationary till whole 
alloy solidified. 

(14).... 

33 

0*261 

82*0 

— 

! — 

i Raised to 155‘. 

(15).... 

55 

0*481 

82*1 

2nd Seriei 

3. 

1 


(1).... 

1 20*425 1 

j — j 

97 *44 i 

— 

; 


(2).... 

I, 33 

2*1 

1 91 *99 ! 

1*2 

4*51 ' 


(3).... 

1 

1 *316 

: 88*59 i 

1*953 

4-53 


(4).... 

1 

i 

3 *067 

6*483 : 

1 82*1 ' 

3 *705 

4 -14 ^ 



Sodium being now more than saturated with gold, additional sodium 
was added to dilute the solution. 


(5).... 

23 *565 

,3J 

82 *99 

3*211 

4*50 


(6).... 

25 *160 


83 *99 

3*022 

4-45 


(7).... 

27 *205 


85-03 

2-781 

4*46 


(8)'..,. 

29 '86 

>3 

86-14 

2*534 

4*46 


(9).... 

31 -705 

33 

86*5 

2-390 

4*43 1 


(10).... 

35 *015 

33 

87 *75, , 

2-161 

4 *48 1 


(11).... 

39 ‘025 

1 

73 1 

88*75 

1*94 

4*48 i 



100 atomic weights of sodium will therefore keep in solution about 
3%5 atomic weights of An. Hence this represents the fully saturated 
solution of gold in sodium., The behaviour of a solution of gold in 
sodium appears to he, very like that 'of a weak solution of sodium 
chloride in ' water (c/. Gruthrie, Bldl, 


a A, 2 
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Tlie miliimiim temperature of 81 ‘92^^ is singularly constant wlieii 
readied, remaining stationary until tbe wliole mass lias solidified. 

Froperiles of the Sodnwi Gold Alloys, 

When the alloys are treated with alcohol, gold is precipitated in 
veiy fine needles. In appearance, the solid alloys resemble sodium, 
though slightly wliiter in colour. They are somewhat harder to cut 
with a knife than ordinary sodium, and the cut surfaces oxidise much 
more rapidly, probably owing to the action on the moisture of the 
air of the couple formed by the gold and sodium. 

An alloy obtained by diluting with sodium the fully saturated 
sodium and gold alloy solution w’as analysed by adding weighed 
portions of the alloy to alcohol, titrating with normal HOI for sodium, 
washing, and weighing the gold. 

Two analyses gawe a mean result — 


Foiind. 

Au 15-00 

85-Oa 


100*03 

it appeared of interest to ascertain whether this alloy would remain 
homogeneous irhen kept fused for some time, notwithstanding the 
enormous difference in the densities of gold and sodium. 

For this purpose a test-tube was filled with the alloy, and kept at 
130° for 48 hours under paraffin ; it was then rapidly cooled, and 
after solidification portions were cut off from each end of the cylinder 
(wliicli was about 4 inches long), and analysed as before. 


Top of cylinder, ISTa . 

•>1 ,, All . 

Found. 

. . • 85*33 

... 14*16 

Calculated from 
weights of 

Na and An used. 
85*75 
14*25 


99*49 

100*00 

Middle of cylinder, Ka , 
„ Au . 

... '84*89 
. . . 14-60 



99*49 


Bottom of cylinder, Na . 

„ ■ ' Au , 

. . . 84*49 " 

. . . 14*60 



99*49 



the defect in each ease is due to' traces of paraffin intermixed with 
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tlie alloy. It tlius appears that when fused no separation of the metals 
takes place. 

The relative density of this alloy taken in naphtha was found to 
he lTf52 ; assuming the composition to he Na 85 per cent., x4.ii 15 pei 
cent., and that no change of volume takes place on mixing, the calcu- 
lated density is 1T41. Hence the density of the alloy is a mean of 
the densities of its components, which perhaps indicates that the 
solid alloy is a mixture. This view is borne out by the comparatively 
large size of the crystals of gold which separate out when the alloy 
is treated with alcohol. As the full investigation of the physical 
and chemical properties of this alloy would have taken ns away from 
onr main subject, we defer the repetition and further verification of 
these results for a future paper. 


Table III . — Thallium dissolved in Sodimn. 


Expt. 

num- 

ber. 

Wt. Na 
taken. 

Wts. of 
thallium 
added 
in succes- 
sion. 

Freezing 
point of 
solution. 

Number 
atoms T1 
per 100 
atoms Na. 

Atomic 

fail. 

Remarks. 

I 

22*53 




97-46 

__ 

_ 


(2)..,. 


0-3277 

96 *81 

0*164 

3-93 


(3),... 


0-4865 

95 -81 

0-408 

4-044 


{4)..., 

! 

0 *3525 

95 -04 

0-635 

3-81 

! 

(5).... 


0-3355 

94-34 

0*753 i 

4-143 

1 Na raised to 180'' be- 
fore adding this por- 
tion of Tl. 

(e).... 

i 

0-6515 

93 -05 

1 -033 i 

4-269 i 


(7).... 


0*6620 

91 -65 

1-41 ; 

1 4*120 ^ 


(8).... 

1 » 

1 *8915 

87 “3 i 

2-36 ! 

! 4-728 1 

Raised to 150'. 

(9).... 

'■ 1-561 

83-64 

3*14 ! 

1 4-401 


(10).... 

>5 

i 1-280 

80-745 

3-783 1 

! 4-683 


(11).... 

») 

1 1-2015 

77 -87 i 

4*384 

, i 

i 4-468 ^ 

Raised to 145"'. 


Thaliimn dissolves in sodium very readily, as it is only necessary 
to liaise the sodiam about 20° above its freezing point to dissolve 
rapidly a lump of thallium weighing a gram or so. The extent to 
which this lowering is eontinued has not yet been determined, as we 
have not at present a thermometer with a sufficiently open range. 

It is reinax*kable ' that thallium which is so nearly related to the 
alkalis on the one hand is readily soluble in sodium, whilst lead, the 
other element to which it is nearly equally closely allied, is almost 
insoluble in sodium. 

When the mercury was added to the molten sodium,' a con- 
siderable ' evolution of heat and lighb took place. It is worthy of 
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Table IT. — 2Ierenrtj dissolved m Bodimn. 


Es|it. 

niiiEL- 

her. 

Wt. Na 
taken. 

ms.ofHg 
added m 
succession. 

Freezing 
point of 
solution. 

Number 
of atoms 
of Hg per 
100 atoms 
Na. 

Atomic 

fall. 

Remarks. 


32 -47 


97 *47 





Raised to over 200" 

(2).,.. 

55 

0*5605 

06 *6 

0*1986 

4*38 

(3).... 

5» 

0'7410 

95 -38 

0 *4609 

4 *534 


(4).... 

5 » 

I 0 ■5'740 

1 94*46 

0*6643 

4*531 


(5).... 

Jj 

i 0*5170 

: 93-64 

0*847 

4*519 

j 

(6).... 

5} 

j 1*771 

^ 90*93 

1 ‘475 

4*43 

i 

(7).... 

1 55 

1 4 *950 

83*35 i 3*228 

Another Series. 

4*374 



' 20 T3 

— 

97*49 

— 

1 — 


(2).... I 

jj 

> 0-5S59 

95 *95 

0*335 

i 4*6 


(3)....! 

55 1 

1 *4938 

92 *25 

1*189 

i 4*4 



Table T . — MixMm of Thallmm and Mercury dissolved in Sodium. 


Expt 

num- 

ber. 

W't. of 
sodium 
added suc- 
cessively. 

Wt. of 

tlmllium 
added suc- 
cessively. 

Freezing 
point of 
solution. 

' Siimber 
of atoms 
TI per 100 
Na. 

Total 
number of 
foreign 
atoms. 

Atomic fail. 

(1)..... 

' '■ 

20*13 




Hg -h Tl 


(2) 

4-2*08iIg. 

ji 

1 ‘0425 

92*25^ 

89*86 

0*585 


4*4 

due to Hg. 

, 4*09 

(3) 


1*163 

86*97 

1*237 


due to Tl. 
4*27 

(4) 

+ 7 *53 

i ' 

90*10 

0 *9006 

1*765 

due to TL 
4*19 

(5). 

(total Ka 

1 27*66). i 

' 

‘ 0*8205 

88*61 

1 ‘235 

j 

2 *136 

due to both 
TiandHg. 
4*16 

(6) 


^ 1*27 

86*29 

1 *795 

2*66 

due to both 
Tl and Hg. 
4*20 

(7).,... 

JJ 

1 1 *122 

84*2 1 

i 2 *252 

3*117 

4*26 




i , 


due to both 
■ Hg and Ti. 


note that the atomic falls do not indicate , in any way the formation 
of a chemical compound as might he anticipated. Had the mercury 
after addition 'appropriated a portion of the sokeiit, it should have 
made these atomic falls (?) increase as the nuhiher of atoms, of solvent 
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diminislied. It seems not unreasonable to suppose tbat a compound 
may be formed at first and dissociated afterwards tbrougb tbe great 
dilation of tbe solution. 

At present we bave made scarcely any experiments with mixtures 
of , three elements. 

To tbe solution of mercury in sodium. Table IV (Experiment 10), 
tballium was added. 


Table VI . — Gachnium dissolved m Sodium. 


Expt. 

num- 

ber. 

Wt. Na 
taken. 

Wt. of 
cadmium 
added in 
succession. 

Freezing 
point of 
mixture. 

N umber 
of atoms 
of Cd per 
100 atoms 
Na. 

Atomic 

fail. 

Remarks. 

(1)..... 

21*07 

0*0 

S’? •49“ 

__ 

_ 


(2) 


0 -0995 

97*11 

0 -0969 

3*92 

Raised to 260°. 

(3) 


OT02 

96 '75 

0*1964 

3*74 

Raised to 260°. 

(4) 


0*0940 

96 *42 

0*2S8 

3-73 


(^) 


0*1055 

96*04 

0 *3908 

3-71 


^ i 


0 *0792 

95 -83 

0 *4681 

3*55 




0 *078 i 

95*54 

0*5441 

3*584 

Raised to 240°. 

L) 

jj 

0*106 j 

95*431 

0 *6475 

3T73 

Raised to 240° be- 
fore determina- 
tion of freezing 
point. 

(f ) 

1 

i i 

0*194 

95*43 

0 *8365 


Raised to 260° be- 
fore determina- 
tion of freezing 
point. 


Cadmium dissolves but slowly in sodium, and it is necessary to 
1 ‘aise tbe temperature after each addition of cadmium very con- 
siderably. 

Tbe table shows tbat tbe solution became fully saturated at tbe 
temperature of 95*43° wbeu it contained 0'764'2 gram of cadmium 
(total weight added, experiments 2 — 8 inclusive), tbat is, 3*05 per 
cent, cadmium. 

Beyond ibis, further addition of cadmium ceases to px^oduce any 
effect. 

Tbe introduction of small masses of potassium is attended with 
almost unavoidable loss bwjy»^\tion. This ^s diinj aisliM as far as 
possible by cutting tbe_^#N into which a brisb 

current of dry carboif was- .'passed ; the , potassium was then 

weighed in A" tube ' full of carbon,, di;a;aid^* We' intend sboi’tly to 
investigate further tbe action of poiassiutn on sodium to see if tbe 
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lowering liolcis good for considerable percentages of potassium, 
especially tlie bebaTioiir of tbe liquid alloy. 


Table YII . — Potassium dissolved in Sodittm, 


Expt. 

number. 

[ 

1 

' Wt. Na 
taken. 

i 

i 

Wt of K 
added 

successively. 

Freezing 
point of 
solution. 

Number of 
atoms K 
added per 
100 atoms 
Na. 

Atomic fall. 

( 1 ).* 

34-83 

0*0 

97-49° 

i 


(2) 

J! 

0*160 

96*52 

0 *2708 

3*58 

(3) 

)} 

0*601 

92*88 

1-2S8 

3-58 

(•4) 

a 

0*744 

88*81 

2-547 

3*408 

(5) 

33 

0 *536 i 

85*93 

3 -455 

3 *345 

Another Series, using an Atmosphere of Nitrogen without Pai’affin. 


75-9 

0*0 i 

97-14 






}> 

0 *204 

96 *53 

0*158 

3-85 


41-87 

■ 

97 -S 





3 } 

0*1023 

96 *99 


3-45 


Silver in Sodium. 

Since silver even when finely precipitated (Stas* method) is practi- 
cally insoluble in sodium at temperatures near its freezing point, an 
attempt was made to dissolve the silver in mercury and then to add 
this amalgam to the sodium. Tbe silver would probably under these 
circumstances he in a favourable condition for solution. 

20'64 grams sodium, freezing point 97'49°, were taken, and to this 
an 'amalgam of ,0*201 gram of precipitated silver dissolved in 
2*16 grams mercury was added, Freezing point of mixture 92*2° 
and 92*11°, Calculating the effect produced by the mercury alone 
(from Table IV), the lowering should have been 92*19. Hence 
we conclude that silver is insoluble in sodium, and that tlis amalgam 
behaved like a' solution of a resin in alcohol when thrown into water, 
the silver being precipitate^. ■ Silver, even when heated strongly in a 
test-tube with sodium, did nSt^issolve. 

Zinc in Sod^im. 

Lntss'84v. 

Zinc was treated in the is, hy amalgamating 

with mercury, but like the silver in the foregoiS^'’Tg“*:^3eriiD.eiit it pro- 
duced no effect, the fall being almost exactly acoounfeii'-ite*' by the 
action of the mercury alona*r A V'''.',,, . 
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Lithium in Sodium. 

Of all tlie metals, litMiim, on acconnt of its extremely low atomic 
weiglit, presents tLe greatest interest. Unfoitxinately, liowever, it is 
exceedingly difficult to work witli in presence of sodium; even at 
100° it oxidises witk great rapidity and attacks the iron blocks. 
Further, on account of its very low specific gravity, it is impossible 
to use more than a fi-lm of paraffin over the sodium, otherwise the 
lithium floats, and never comes in contact the sodium. 

After the loss of a considerable portion of lithium, these difficulties 
were partly overcome by placing a wide test-tube in the iron block 
and melting the sodium in it. Through the cork of the test-tube 
the shaft of a glass stirrer, the thermometer, and a small tube were 
passed. A trace of paraffin was added, a good stream of nitrogen was 
then passed in, and the sodium raised above the melting point of 
lithium (180°). A weighed piece of lithium was then throwm in and 
rapidly stirred, and the temperature reduced as quickly as possible. 
The preliminary experiments are omitted as worthless. 


Table VTII . — Lithium dissolved in Sodiitrii. 


Expt. 

number. 

Wt. of Na 
taken. 

Wt of 
lithium 
added. 

Freezing 
point of 
mixture. 

Number of 
atoms of Li 
per 100 N a. 

Atomic fall. 

L : 

II 

21-27 

0-0778 

97*55® 

96*06 

1*2 , 

1*24' 

Ill 

} f 

0 *034^8 

95*46 

1*74 

1*11 






Lead in Sodium* 

Lead dissolves very sparingly indeed in sodium even when the 
temperature is raised considerably. 

Tims 31*6 grams of sodium, f. p. 97*69'', after addition of 0T215 
gram of lead, had a freezing point 97*39°. This gives atomic fall of 
4*6, Further addition of 0* 14-65' gram of lead produced no ' further 
fall in freezing point. 
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Table IX . — Indium in Sodiim. 


Expfc. 

number. 

Wt. of Na 
taken. 

Wts. of In 
added in 
succession. 

Freezing 
point of 
solution. 

Number of 
atoms of In 
per 100 
atoms of Na. 

Atomic 

fall 

(1) 

23 *0 

_ 

97*6 



(2) 

jj 

0*0303 

97-51 

0-0267 

8-37 

(3) 

5 ) 

0-0576 

97-31 

0-0774 

3-75 

(4) 

91 

0-1472 

96-32 

0-2072 

3-765 

(5) 

5 ) 

0 -2489 

96-11 

0-4267 

3-49 

(6) 

J> 

1 

0 -1370 

96*09 


__ 


To this saturated solution sodium was added. 



Wts. of Na 

Total 





added in 

indium 





succession. 

present. 




( 7 ) 

3-SS 

0-621 

96*09 

— 

— 

n 

1-43 

ji 

96-1 

— 

— 

(9) 

2-00 


96-14 

0-4155 

3-51 

(10) 

3 '00 

1) 

96-27 

0-3783 

3-61 

(11) 

4-00 

» 

— 

0-3376 

3-55 


Indium dissolves easily in sodium. 


Potassium as a SohenL 

Potassium lias teen used for a few metals only, Tlie atomic falls 
are approximately as follows ; — Na 1*6, An I’S^ T1 1*7. 

We intend to continue our researclieSj and hope to be able soon to 
communicate the results to the Society. 


Sidney College Lahoratory, 
Cambridge, 
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LXYII . — Tlie Alloys of Lead, Tin, Zinc, and Cadmium, 

By A. P. Laurie. 

I a former paper (‘ Trans./ 1888, p. 88), I liave clesciibed- tlie "be- 
haviour of copper-zinc and copper- tin alloys in a voltaic cell, and 
deduced from their behaviour that the metals combine with one 
another, forming respectively a compound of the formula CusSn and 
Zn^CiL. 

The above metals are grouped together by Matthiesseii as im- 
parting to their alloys their physical properties in the proportion in 
which they are mixed one with another. It is, therefore, probable 
from this that they do not form compounds one with another, bat 
ai*e merely mixtures. If this view be coi^rect, the electrometer should 
detect the more positive metal when the alloy is used in the voltaic 
cell in place of the zinc plate, even thongh the quantity of the more 
positive metal present be very small. 

The first alloys experimented on were the lead-tin alloys. Un- 
fortunately there is very little difference in potential between lead 
and tin, and it was necessary in consequence to use ten ceils in series. 

The alloys were made of the best grain tin and of assay lead, well 
mixed and cast in an iron mould in the form of thin plates. The cell 
used consisted of the plate of alloy, a slightly -acid solution of 
stannous chloride, and a lead plate coated with lead chloride. 

The alloys made up contained (a) 1 per cent, of lead ; (5) 10 per 
cent, lead ; (c) 50 per cent, lead ; and (d) 70 per cent, of lead. 

The E.M.F.’s obtained were as follows : — 

Pure tin 0'035 volt; (a) alloy 0*015 volt; (6) alloy 0*020 volt; 
(c) alloy 0*015 volt ; (d) alloy 0*015 volt. 

It will be seen from this table that, whilst the introduction of 
1 per cent, of lead modified the B.M.F, of the cell, the introduction of 
more lead had no further effect, and that there is therefore no 
evidence as far as the electrometer can show of the existence of a com- 
pound between lead and tin. ^ 

"While testing the E.M.F. of these alloys, it seemed of some interest 
to determine afresh the alloy of lowest melting point, and study the 
distribution of lead and tin in blocks of alloys slowly cooled. 

To determine the lowest melting point, some 800 grams of 50 per 
cent, alloy were allowed to cool, and the mothex^-liqixor poured off 
from the crystals formed. This was done on two separate occasions, 
and the resulting alloy analysed : the first having 60*2 per cent, of 
tin, the second 60*4 percent, of tin, giving ' a, mean of 60*3 per cent. 
Tom UY. 3 B 
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of tin. This lowest melting point alloy is nsnally called in the text- 
"books SngPb, wkich would give it a composition of 63‘1 per cent, of 
tin. It will be seen that its composition does not really agree with 
any definite formula, altbongrb near enoiigb to account for tbe 
assumption that it bad one. (Tin has been taken as 118 in these 
calculations.) To determine tbe distinbution of tbe metals on cool- 
ings, a square block of bees- wax 1-1 inches in tbe side was bedded in a 
mass of plaster of paris and sand, two boles being left to tbe outside ; 
the wax was then melted out and tbe alloy, after tborougb mixing, 
run in. Two boles, one across, tbe other up and down, were then 
drilled through tbe Mock; tbe turnings were collected as they came 
out and analysed. In subsequent experiments tbe corners and centre 
of tbe block merely were analysed. 

Tbe results are given below. It will be seen that, though some- 
what irregular in composition, a general tendency is apparent for tbe 
tin to be thrown to tbe outside of tbe block. 

Only one alloy seems to be homogeneous, namely, that correspond- 
ing to 21 per cent, of tin. This is the lowest point of the density 
curve as given by other experimenters. 

(1.) Alloy made up for 21 per cent, of tin. Analysis of borings in 
order through, the block sideways, 20T0, 19'98, '20*09, 20*01, 20*03, 
20*06, 20*04 per cent. From bottom to top of block, 20*06, 20’06, 
20*04 per cent. 

(2.) Alloy made up for 50 per cent, of tin. Analysis of the corners 
gave : for tbe top, 51*9, 50*21, 49'4, 50*5 per cent, of tin ; for tbe 
bottom, 50*32, 50*03, 50*7 per cent, of tin. Analysis of tbe centre 
gave 48*95 per cent, of tin, 

(3.) Alloy made up for 64 per cent, of tin. Analysis of borings 
through tbe sides gave, in order,' '63*72, 63*37, '59*1, 61*16, 62*4, 63*6 
per cent. Analysis from bottom to top, 62*2, 63*5, 64*1 per cent. 

(4.) Alloy made up for 80 per cent, of tin. Top corners, 79*1, 
79*95, 80*2, 80*2 per cent, of tin ; bottom corners, 79*9, 79*4, 80*24, 
80*3 per cent, of tin ; centre of block, 73*2 per cent, of tin. 

As confirming tbe result obtained by tbe electrometer, I may 
mention that Spring in a recent paper (Bull, Acad. Boy. Belg. [3], 
11, 86) states that he does not believe that these metals form a com- 
pound. The usefuiness of these alloys for wiping a joint is owing to 
them behaviour on 'cooling, one alloy apparently crystallising out 
after another, so that they remain in a pasty state for a considerable 
'range of temperature. 

The' next 'alloys examined were the lead-Mnc alloys. Matthiessen 
states that; these metals do not even 'mix, tbe 'lead retaining only 
1'7 per-cent, of zinc. Some alloys were , therefore made up contain- 
ing '1 per cent, only of zinc, cast in thin plates, and tested on tbe ' 
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electrometer ; tlie cell contained zinc cMoride and lead plates coated 
witli lead cliloride. 

Tlie jilates gave a deflection of 0'483 volt (zinc == *496 volt), tlms 
indicating the presence of the 1 per cent, of zinc. 

The plates were then scraped with a penknife and again tested. 
They now gave no deflection, showing apparently that all or nearly 
all the zinc lay in the outside portions of the alloy. On analysing the 
inside portion, it was found to contain only 0*4 per cent, of zinc. 

Some fresh alloy was made up, cast in a circular form, and a thin 
layer removed in the turning lathe. This coating contained 2*4 per 
cent, of zinc, showing that the lead tries to reject even tlie 1 per cent, 
of zinc mixed with it. With, reference to the failure of the electro- 
meter to detect the 0*4 per cent., it may be pointed out that owing to 
local action a very minute trace of metal may he dissolved too 
quickly to show its presence ; but this can always be remedied by 
amalgamating the plate. 

Lead, then, apparently tides to reject every trace of zinc, and any 
zinc found in it may be regai’ded as mechanically caught in the 
metal while cooling. 

The ziiic*tin alloys were next tried in a cell containing zinc chloride, 
stannous chloride, and tin. 

These metals seem to mix readily. The results are given below. 
The 1 per cent, alloy gave uncertain indications until amalgamated. 
Here again we have no indication of a compound. 

Pure zinc, 0*536 volt. 1 per cent, zinc alloy, after amalgamating, 
0*530 volt- The intermediate alloys containing 10, 50, and 70 per cent, 
of zinc gave similar deflections, showing that a small quantity of the 
more positive metal could be detected'; the metals, therefore, do not 
combine. 

Alloys of lead and 3 iier cent, cadmium, and of tin and 3 per cent, 
cadmium were tested on the electrometer. 

The E.M.P. of cadmium alone was 0*322 volt, that of the lead- 
cadmium was 0*264, and of the tin- cadmium 0*292 volt. Since, then, 
3 per cent, of cadmium can be detected in either tin or lead alloys of the 
metal, we cannot suppose 'that cadmium 'combines with either of 
these metals. 

The results of these experiments, then, is to show that the electro- 
meter confirms the conclusions arrived at by Matthiessen, namely, that 
lead, tin, zinc, and cadmium do not , combine with each other when 
mixed together. , They also show the delicacy of the electrometer in 
detecting small quantities of more positive' metals. 

Ohemical Laboraforij, 

Feojple^s Falace, ' . " ' 

/' ' ;3 B;2 
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liXTIII. — The Magnetic Rotatory Power of Nitrogen Compounds, also 
of Nijd.ro chloric, Hydrohromic, and Hydriodic Acids, and of some of 
the Salts of Aimnonia and the Comjpozmd Ammonias, 

By W. H. Pekkin, P.E.S. 

In tlie previous investigations of tlie magnetic rotatory power of 
substances, in relation to tbeir cKemical composition, wbicli I have 
liad the Iiononr of laying before tbis Society, my attention has chiefly 
been directed to compounds containing carbon, hydrogen, oxygen, and 
the halogens. This inquiry has now been extended, and in this oom- 
iiiunication an account is given of nitrogenous compounds. The 
object of this was to accumulate fresh facts, so as to get more material 
for generalisation, but more especially to study the influence of 
nitrogen upon the rotation of substances in which it exists in and 
valent conditions, because it has been repeatedly shown that 
compounds containing carbon in an unsaturated state have a con- 
siderably greater rotatory power than those in which it is saturated, 
and it therefore was a matter of interest to see whether other 
elements exerted a similar influence. 

Substances of the following classes were examined in this inquiry : 
nitrates, nitro-compounds, nitrites, cyanides, ammonia, compound 
ammonias, and their salts. 

With reference to the last-mentioned compounds, it was my original 
intention to examine the hydrochlorides or chlorides only, but, as 
these gave peculiar results, it was considered desirable to include 
ammonium bromide and iodide, and, for further comparison, ammo- 
nium nitrate and its sulphates ; this made it necessary not only to 
determine the rotation of the salts themselves, but also of the acids 
employed in their formation, except sulphuric acid, which had been 
previously studied. 

Before discussing any of the results which have been obtained, it 
will be most convenient, in the flrst place, to give an account of the 
substances employed and their magnetic rotations. 

Nitric Acid. 

A quantity of nitric acid, sp. gr. 1*52, was distilled with about 
10 per cent- of H2SO4 (100 per cent.), the first part being rejected. 
It was then redistilled, while a rapid current of carbonic anhydride 
was passed through it, according to the directions given by Kolbe 
(dim. Chem. Pliys., 79, 136) ; in this way a fraction was obtained 
which was very .nearly colourless, ' b. p. 83*7 — 84*7° (corn). The 
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composition of tliis acid was found to *be 98‘3 per cent, of HNiOgj oi* 
0*060 'inol. OII 2 . The density determinations gaye — 

1-5390, 
d|! 1-5368, 

According to Kolbe’s table of densities, this acid should have a 
density of 1*526 at 15°. It is possible, however, that the two acids 
examined were not quite equally free from lower oxides of nitrogen, 
and this may account for this small discrepancy. 

The magnetic rotations gave — 


t. 

1 

Sp. rotation. | 

Mol. rotation. 

u° 

0-5274 

1*235 

13 i 

0 -5.303 i 

1*240 

13 I 

0 *5289 1 

1*237 

12 1 

0*5333 i 

1*246 

12 1 

0*5318 1 

1*243 

Average , 13 

0*6303 

1*240 


Less 0*06 mol. OH 3 0 *060 

HNOg = 1*180 


dg, 1-5191, 

1*5043. 

2o 


Nitric Acid and Water, 

The dilute acid was redistilled before use, nitrate of urea being 
added to remove lower oxides of nitrogen. Its strength was 56' 74 
per cent., and its composition HlYOa + 2*67 mol. OH 2 . 

The density determinations gave — 

1-3571, J 1-3474. 

Kolbe’s table gives 57 per cent, for a density of 1*358 at 
The magnetic rotations gave — 





682 PERKIN: THE MAGNETIC ROTATORY POWER 


t 

Sp. rotation. 

Mol. rotation. , 

21° 

0 -im 

3-646 

21 

0*8006 

3-655 

21 

0-8031 

3-667 

Average 21 

0 ‘8008 

3 *656 

Less OH 2 - , . . 


2‘6'70 


0 - 98(5 


Methyl Nitrate. 

This was prepared from methyl alcohol, and nitric acid, nitrate 
of urea being added to the mixture. It boiled constantly at 65° (corr.). 
The density determinations gave — 

c4 1-23-22, 1-2167, 

0 lo 

1 n° *>0° 

1-2241, d— 1-2096, 

10 “' 20 ° 

d§ro 1*2032, 


Dumas and Peligot give 1T82 at 20° (A 15, 26). 
'The magnetic rotations gave — ■ 


A 

Sp. rotation. 

Mol. rotation. 

12 *0^ 

0*6852 

2-050 

13*5 

■ 0*5887 

2-066 

14-0 

0*5863 

2-05S 

'14 * 0 

0 *5842 

2 '052 

6-0 

0*5951 

2-065 

■6*5 

0*5930 

2*059 

5-8 

0 *5912 

2-054 

6*0 

1 0 *5918 

2-057 

Average 9*5 

0*5894 

2-057 


NiJiyl Nitrate. 

The specimen used boiled at 87*5 — 87’7° (coit.). The density 
determinations gave — 

. 4 ° 


15 ' 
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Tlie magnetic rotations gave — 


t. 

Sp. rotation. 

Mol, rotation. 

11*0° 

0 *6811 

3-073 

9*8 

0-68i7 

3 *0-84 

9*8 

0*6862 

3*091 

9*5 

0 ‘6873 

3*095 

10-6 

0*6831 1 

3'OSO 

10*0 

0*6864 

3 *093 

9*5 

0*6828 

3 *075 

9-0 

0*6846 

3-OSl 

Average 9 *9 

0 *6845 

3*084 


Frojpyl Nitrate. 

This was prepared from propyl alcohol and nitric acid, nitrate of 
urea being previonsly dissolved in the acid. After fractioniiig a few 


times, it was obtained boiling at 110*2 — 110*7® (coit.). The boiling 
point given by Wallach and Scbnlze (B 14, 421) is 110'5°, The 
density determinations gave — 

A 1-0747, d% 1-0631, 

5 lo 

(i^l-06S8, 

d% 1-0531. 

The magnetic rotations gave — 

t. 

Sp. rotation. 

Mol. rotation. 

10-0'’ 

0*7483 

4*085 

10*0 

0*7507 

4-097 

10 *0 

0*7483 

4*083 

9*6 

0*7489 

4*086 

5*5 

0-7536 

4*u93 

5*5 , 

0*7499 

4*072 

5*5 

0'7539 

4*085 

5 *5 

0-7519 

4*083 

Average 7 ‘7 

0-7507 

4*085 ' 


Isohutyl Nitrate, 

This was fractioned a few times, and 'the portion 
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123-5- 

-124*5° selected for examination. 

Its density determinations^ 

gave — 

A 1-0334, 

4 

1-0215, 



4-^ 1-0168, 

20° ’ 


1-0124. 


The magnetic rotations gave — 



t. 

Sp. rotation. 

Moi. rotation. 

13*5° 

0*8020 

5*184 

' 10-5 ' 

0*8012 

5-163 

-10*0 

0*8035 

5-175 

9 '8 

0*8049 

5*184 

9*6 

0*8012 

5*158 

9*8 

0-8070 

5*197 

9*7 

0*8049 

5 *183 

9*6 

0*8055 

5*186 

9*5 

0 *8056 

5*188 

6*0 

0 ‘8116 

5*206 

6*0 

0*8093 

5*190 

5'6 

0-8057 

5*164 

5*6 

0 *8054 

5*163 

Average 8 *9 

0*8052 

5-180 


Bthylem Nitrate. NitwglycoL 

THs was prepared in the same waj as nitroglycerin, only using 
glycol instead of glycerin (p. 685). After being well washed with 
water and then with a solution of sodinin carbonate, it was obtained 
as a pale yellow oil. This was well dried orer anhycli*ous potassium 
carbonate, allowed to stand until clear, and then decanted for nse. 
This substance was first obtained by Henry 3, 529). As men- 
tioned by him, it detonates when struck on an anvil, but not so easily 
as nitroglycerin. When heated in a test-tube, it gives off a small 
quantity of red fumes, boils, and distils up the side of the tube ; if 
Strongly heated it explodes with great violence. 

Hitroglycol is a somewhat thick, clear, pale yellow oil ; the colour 
is believed to be due to a small amount of impurity, as it disappears 
after some weeks. It. requires several times its volume of alcohol 
for solution. '' Aqueous potash has but little action on it in the cold, 
bat decomposes it on boiling, producing a brown liquid. Cold alco- 
holic potash doesmot.act rapidly upon ; this substance at first, but the 
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TOixtiire gradually becomes warm, and afterwards boils violentljj 
becoming brown. The density determinations gave — 

.4Ii‘'5099, 

4 ID 

iZg, 1-5012. 1-4908, 

1-4860. 


The magnetic rotations gave— 


3?. 

( 

Sp. I'otation. 

Moi. rotation. 

13-5° 

0 *6657 

3 ‘753 

13*5 

0-6657 

3 *753 

13'5 

0*6654 

3 *752 

13*5 ! 

0-6664 

3 *774 

13*5 

0-6709 

3*774 

10*6 

0*6697 

3*767 

11-5 

0*6700 

3 -772 

11-5 ; 

0*6700 

3 -772 

13-4 

0*6735 

3 *795 

Average 12*6 

0*6686 

3-768 

1 


Nitroglycerin. 


To prepare tbis, 60 c.c, of nitric acid, density 1’42, freed from any 
red fumes by nitrate of urea, were mixed with 100 c.c. of snlphuric 
acid and 20 c.c. of 45 per cent, fuming sulphuric acid ; this mixture 
was cooled with ice, and 20 c.c. of glycerin gradually added. After 
standing a few hours, the product was poured into a large bulk of 
water, the nitroglycerin collected and washed with water, and then 
with a solution of sodium carbonate. A good deal of difficulty was 
expex'ienced in getting the nitroglycerin sufficiently clear for ex- 
amination, but it was accomplished eventually by beating it to about 
ZQ°, so as to render it more fluid, and placing it in contact with an- 
hydrous potassium carbonate. After keeping it at this temperature, it 
was allowed to cool, and in about 24 hours it was warmed again and 
filtered through paper, a vacuum pump being used. Finally a little 
phosphoric anhydride was shaken with it, and after standing for some 


time it was decanted for use. 

Its density determinations gave — 

1-6144, 

4 

1*6009 

15 


^3g-Il-5968. 

1-5910. 

25 ■ , , 





686 


PERKIN : THE MAGNETIC ROTATORY POWER 


The magnetic rotations gave — 


t. 

Sp. rotation. 

Mol. rotation. 

14-0° 

0*6865 

5*404 

13 -0 

0*6860 

5*396 

12*5 

0-6857 

5*392 

12-0 

0-6875 

6*404 

12-0 

0*6877 

5*406 

12-0 

0*6880 

5*408 

14*8 

0*6848 

5*393 

15*5 

0*6897 

5*428 

16*0 

0*6869 

5*415 

Average 13*5 

0-6870 

5-405 


Isohutyl Nitrite. 

This product was purified first by shaking with dry potassium car- 
bonate, and fractionally distilling until the temperature rose to 77® ; 
the distillate was then again treated with potassium carbonate and re- 
fractioned a few times in a Wurtz flask with a very long neck. The 
product} collected for examination boiled at 67 — 68°. Tt w^as left with 
potassium carbonate for a short time and then decanted for use. The 
density determinations gave — 

0 - 8878 , 0 - 8752 , 

4 Id" 

0 - 8806 , (?| 1 ° 0 - 8702 , 

On® 

d~±- 0 - 8652 . 

The magnetic rotations gave — 


t. 

Sp. rotation. 

Mol. rotation. 

4-5“ 

i 

0-8545 

6*511 

4*8 

0 *8538 ! 

5*506 

4*8 

0-8527 

5*502 

5*0 

0*8521 i 

5-500 

13*5 

0*8484 ' 

5-537 

13*0 

0*8428 

6-497 

12 *0 

0*8475 

6-521 

; Average 8 *2 

0*8502 

5*510, 
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Nitrometliane, 

This substance was dried with potassium carbonate- When dis- 
tilled, it nearly all came oyer at 101'^ (corn-). The density determina- 
tions gave — 

(2^5 1-15S0, 4^5 1-1441, 

4 lo"* 

9KO 

The magnetic rotations gave — 


t 

Sp. rotation. 

Mol. rotation. 

9 - 8 ° 

0*6289 

1 *853 

9*6 

0*6289 

1 -S52 

9*6 

0*6282 

1 *853 . 

9*6 

0*6304 

1 *857 

10*7 

0 *6280 

1 *852 

10*3 

0*6301 

1*857 

10*0 

0*6363 

1 *875 

9*5 

0 *6325 

1*862 

Average 9 *9 

0'6304 

1*858 


Nitroethane^ 

The specimen used was dried with potassium carbonate. It boiled 
at 114 — 115° (con*-). 

The density determinations gave — 

^15 1-0561, 

4j iO 

dg 1-0615, 

l-046i: 

The magnetic rotations 'gave — 
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t, * ' 

Sp. rotation. 

Mol. rotation. 

12- 5° 

0-7204 

2-835 

11 '5 

0 -7207 

2*833 

10-5 

0 -7244 

2*845 

9 2 

0 -7257 

2*848 

10-5 

0-7191 

2*824 

9*6 

0 -7284 

2 *858 

9*2 

0-7209 

2*827 

9*0 

0 -7203 

2*824 

Average 10 '2 

0 -7224 

2*837 


Nitropro^ane, 

This substance was prepared in the usual manner with silver 
nitrite and propyl iodide. These, substances when mixed do not react 
quickly, but after a very few minutes ebullition sets in with vigour, 
aod the silver salt fuses, apparently owing to the formation of a 
compound of the iodide and nitrite. It was therefore found better 
to add the nitrite to the iodide in small quantities at a time and to 
get the reaction over before adding more ; in this way no fusible silver 
compound was formed. On distilling the product, a mixture of 
nitrite of propyl, nitropropane, and propyl iodide was obtained. The 
nitrite was roughly f motioned off and the residual oil treated with 
successive portions of silver nitrite until perfectly free from propyl 
iodide ; it was then distilled and carefully fractioned a number of 
times. It boiled at 130*5 — 15I*5° ^corr.) and was perfectly colour- 
less. 

The density determinations gave — 

4Ii'0221, 1-0108, 

4 lo 

1-0157, 1-0062, 

1-0023. 

The magnetic rotations gave — 
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i. 

Sp. rotation. 

1 " 

1 Mol. rotation. 

i 

20-0® 

0’7/Sl 

3 *824 

20 *0 

0-7763 

3 '814 

18 5 

0 -7843 

3-849 

18-5 

0 -rvoi 

3 '823 

18*5 

0 -7763 

3*809 

18-5 

0 -7801 

3 '828 

18-5 

0-7791 

3 *823 

20-0 i 

0-7762 

3 -814 

19-0 

0-7776 

3*827 

19*0 

0-7703 

3 '782 

Average 18 '9 

1 0-7777 

i 

3-819 


Ghloropicrm. 

TliiB substance was -first dried wifcli pbosplioric anliydride, and then 
distilled from anliydroTis potassmin carbonate. It boiled constantly 
at 112® (com). 

The density determinations gawe — 

l'685o, 1-6670, 

4° ’ 15° 

dg! 1-6748, 1-6594, 

d% 1-6628. 


The magnetic rotations gave — 


f. 

Sp. rotation. 

Mol. rotation. 

15 '6® 

O'9S00 

5 *376 

15 'B 

0 *9804 1 

5*378 

15‘6 

0*9800 1 

5-376 

15-6 

0*9775 i 

6 -363 

15*6 

0 *9810 1 

5*382 

9 0 

0 ‘9905 

5*399 

9'0 

0 *9887 1 

5*389 

9-0 

0*9905 

5 *399 

9*0 

0*9899 

5 -395 

Average 12*7 

0*9843 

GO 

10 


Arnmonia* 


a. Aqueous Solution. 

The product employed contained 31 per cent, of EHa, and therefore 
had the composition *f 2T0 moL OH 3 . 






(590 


PERKIN: THE MAGNETIC ROTATORY POWER 


Tke density determinations gave — 

0 - 8989 , 0 - 8955 , 

4 lU 

41 ° 0 - 8926 . 


Tlie magnetic rotations gave — 


t. 

Sp. rotation. 

Mol. rotation. 

9*5° 

1*1523 

3*916 

9 '5 

1*1491 

3 *905 

9*5 

1 *1489 

3 *904 

9*5 

1-1516 

3*913 

9*5 

1-1499 

3*908 

10 *0 

1-1518 

3*916 

9*5 

1-1527 

3 *917 , 

9 *5 

1-1506 

3*910 

9*5 

1 -1473 

3*899 

Average 9 *5 

1 -1505 

3*910 


Less OHsi 2*10 mol. 2*100 

NHg 1*810 < 


h. Alcoholic Solution, 

Tills was prepared witk absolute alcobol tbat bad been standing 
over anbjdrons copper sulpliate for montlis. It was tlien decanted 
and distilled. Tlie solution contained 14 ‘48 per cent, of and 
tlierefore bad, tbe composition NH 3 + 2*18 mol. CsHeO. It was 
saturated as far as -would permit of its use ivitb safety, and began to 
give off gas at about 15"^. 

Tbe density" determinations gave — 

4 ° 0 - 7829 , d% 0 - 7794 . 

4 o 


The magnetic rotations gave — ; 


1 

Sp. rotation. 

Mol. rotation. 

9° 

0 *9404 

7-872 

9 

0*9385 ^ 

7 -858 

9 

0*9459 


9 

0*9417 

I 7*885 

^ * 9 

, , , 1 

0*9429 

! 7-895 

Average 9 

0*9419 

7-886 

, Less 2TS mol. C 2 HgO 

... 6*060- 

,4' 


... , 1*826 , 
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BfJiylamim. 

This and most of the other componud ammonias examined were 
obtained from Kablbanm. ' 

The product used was kept over freshly fused caustic potash some 
days before distillation. When fractioned, it mostly came over 
between 17*4 and 18’4°, and the specimen examined had this boiling 
point. The density determinations gave — 

0 - 7013 , 0 - 6946 , 

0 - 689 - 2 . 

lo 

The magnetic rotations gave — 



Sp. rotation. 

Mol. rotation. 

4-5° 

1 *0068 

3*592 

4 ‘5 

1 *0048 

3 *585 

* 4*5 

1 *0103 

3 *605 

4-5 

1 *0106 

3*606 

5-0 

1 *0106 

3 *608 

5*0 

1 *0130 

8 -617 

6*0 

1 *0180 

3*631 

4 *5 

1 *0122 

3 *611 

5*0 

1*0098 

3*605 

5*2 

1 *0125 

3 *616 

5*4 

1 *0140 

3 *623 

5*4 

1*0116 

3 *614 

8*6 

1 *0054 

3*610 

8*3 

1 *0023 

3 *598 

8*6 

1*0067 

3 -615 

9*3 

1*0057 

3*610 

Average 5 *8 

! 1-0097 

i 

3 -609 


JDietJiylamine. 


This was carefully fractioned sevei^al times ; the bulk of the pro- 
duct then boiled at 56 — 57^", (corn.), which appears to be about the 
true boiling point, of this base. The density determinations gave — 


dj, 0-7226, 
0*7164, 


1 

dJIa 0-7116, 

OAO 

0-7070, 


4110-7028. 
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Tlie magnetic rotations gave — 


t. 

Sp. rotation. 

Mol. rotation. 

5*4° 

1 -0095 

5*682 

5*4 

1 *0054 

5*658 

5-4 

1 -0033 

5-647 

5-4 

1'0060 

5 ‘662 

13’5 

0 *9952 

5-662 

14*0 

0 -9923 

5*649 

14-5 

0 *9960 

5-674 

Arerage 9 *1 

1*0011 

5-662 


Trietliylamine, 

The specimen employed contained a little diethylamine ; it was 
therefore fractioned several times from sodium, which forms a com- 
pound with this base. The portion selected for examination boiled 
at 89 — 89*5° (corr.), mostly at 89°. The density determinations 
gave — 

dt 0-74-26, czjil 0-7>i31, 

'i LO 

0-7372, 0-7294, 

0-7257. 

The magnetic rotations gave — 


t. 

Sp. rotation. 

Moi. rotation. 

1 

10*4° 

1*1151 

8*496 

10-3 

1 *1157 

8*499 

10*3 

1*1169 

8 *508 

10-3 

1 *1189 

8 -523 

10*0 

1 -1203 

8*532 

9*8 

1 *1194 

8*522 

9*6 

1 1 *1192 

8*518 

9*3 

1*1233 

8 *547 

Average 10 '0 

1 '1186 

8-518 


Propylamine. 

: The specimen 'examined boiled at 47*5 — 48*5'^ (corr.). The density . 
determinations' gate — ' 
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0-7330, 

0-7-268, 

0*7144. 

25“ 


Tlie magnetic rotations gave — 


1 

i 

Sp. rotation. 

Mol. rotation. 

6-5° 

1 *0116 

4*540 

5 *5 

1 *0161 

4 * 554 

5-0 

1 -0190 

; 4*563 

5*0 

1*0176 

4*557 

5 0 

1 '0183 

4*560 

15*0 

1*0134 i 

4*597 

14*5 i 

1 '0094 

4-579 

15 -0 

1 -0064 

4 *568 

15 *5 

1 -0050 

4*563 

Average 9 *6 

1 *0130 

4*564 


-I to 

0 - 7222 -, 

15^ 

0 - 7182 , 


Bipropylamme. 


After being distilled two or tliree times, most of the product was 
obtained boiling between 109*4® and 110*4°. The density deter- 
minations gave — 


0-7524, 

<^—0 0-7471, 


0-7357. 

2t> 


4fo 0-7430, 
90° 

c7g_ 0-7393, 


The magnetic rotations gare — 


L 

Sp. rotation. 

Mol. rotation. 

5*8 

1-0087 

7-539 

5*8 

1*0051 

7-512 

5*8 

1 -0101 

7-550 

6 -5 

1*0122 

7-571 

6 -5 

i 1 *0101 

7 -556 

15 -0 

1*0000 

i 7-553 ' 

16-2 

0-9975 

7-558 

16-8 

0 *9960 

7-553 

17-5 

0-9968 

7-547 

, Average 10 *7 , ' 1 

1 -0041 

7 -549 


.VOL. LV. ^ , '' , ' , 3 d 
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Triprojpylamine. 

To oMaiii tills, dipropylamine, alcohol, and propyl iodide in eqna 
Yolnnies were heated in a sealed tube at 100*^ for two or three hours. 
On cooling, the product solidified to a ciystalline mass. After dis- 
tilling with water to remove alcohol and pritpyl iodide, potash w^as 
added, and the volatile bases distilled off ; these when dried and frac- 
tioued gave tripropylamine boiling at 155*5 — 156*5°. This was again 
distilled after hoiiing with sodium for some time, which attacks any 
di propyl amine present. The boiling point, however, was not changed 
by this treatment. The iodide of tetrapropylammonium which was 
left after the i*emoval of the volatile bases was distilled, the mixture 
of propyl iodide and tripropylamine thus obtained treated with hydro- 
chloric acid, &c. The tripropylamine obtained in this way boiled at 
155 — 157°, hut mostly at 156°, which is apparently the boiling point 
of this base. Eomer gives it as 144 — 146° (Bar., 6, 1101)',' , 

The densit}’- determinations gave — 

A 0-7681, 0-7600, 

4 j.0 ^ 

1 0 ® 00 ° 

jir 0-7634, 0-7567, 

d% 0-7539. 


The magnetic rotations gave — 


i. 

Sp. rotation. 

Mol. rotation. 

10*9 

1 *1167 

11*631 

9*7 

1*1238 

11*691 

9*0 

1*1252 

11 *699 

9*2 

1 *1247 

11 *696 

10 -3 

1*1205 

11 *666 

10 '3 ' 

1 *1152 

11 *610 

10*3 1 

1*1208 

11 *669 

10*3 

1 *1194 

11 *654 

Average 10*0 

1*1208 

: 11 *664 


Isohutylmnine, 

' The base employed boiled between about 67° and 74°, On repeatedly 
fractioning, the chief part was found to come over at 68 — 69 ° (corr.). 
Hughes and -Eomer, (Eer,, 7, 511) give it as 65*5° ; this is believed to 
be too; low.,, - ' 
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Its density determinations gave— 

- 


0-7464, 

0-7363, 

lo 


(7^-^ 0-7408, 

0 -/o 22 , 



ci;^^ 0-7283. 


Tlie magnetic rotations gave — - 


i. 

Sp. rotation. 

Mol. rotation. 

17 -S 

1-0320 

5-699 

16-2 

1 -0355 

5*711 

15 *0 

1 -0344 

5 -697 

15 -0 

1 '0341 

5 *696 

15'U 

1 -0350 

5 -701 

15 *5 

1 *0313 

5 -684 

14-5 

1 -0343 

5 -694 

14*5 

1 *0284 

5 *661 

14 *5 

1 *0328 

5 -684 

Average 15*3 

! 1 *0331 

5 '692 


Isohntijlamine and Water. 

Isolontylamine, wlien mixed with, water, deTelops heat. The mix- 
ture examined consisted of equal vols. at 15° of each substance ; the 

15 ° 

density of the mixture was for d~ 0*9002 ; this shows that con- 

xO 

siderable condensation occurs on making this mixture, the average 
density of equal vols. of isobutjlamine and water being as follows — 

Isobutjlamine d— 0'7362 
Water. TOOOO 

Average density . 0*8681 

The molecular composition of this mixture is CiHuhT +• 5*51 OH 3 . 
The magnetic rotations gave— 


3 c 2 
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i, Sp. rotation. 


Mol. rotation. 


15 ^ 

15 

15 

15 

15 


Average 15 
Less OH 2 


1 -0460 
1*0484 
1 ‘0402 
1 ‘0431 
1*0460 


11 -091 
11*116 
11 *030 
11*060 
11*091 


1 *0447 


11 *077 


6*510 


5*567 


Isobtdylamine and Alcohol, 

TBese substances wex*e mixed in equal volumes measured at 15°. Tlie 
composition of tlie mixture is represented bj 4* 1*715 mol. 

O^HsO. 

Tlie density determinations gave — 

0 - 791 . 

it) 

Tlxe average density of equal volumes of isobiitylamine and alcohol 


at 15° is— 

Alcohol (spec, used) 0*7948 

Isobutvlamine 0*7357 


Average 0*7652 


This shows that considerable contraction takes place on mixing 
these substances. 

The magnetic rotations gave — 


i. 

Sp. rotation. 

Mol. rotation. 

15^ 

0*9556 

10*364 

35 

0*9541 

10 *348 

15 

0*9556 

10 *364 

15 

0*9548 

10*336 

15 

0 *9655 

10*418 

15 

0-9587 

10*343 

15 

0*9620 

10 *377 

15 

0*9596 

10 '351 

15 

0*9572 

10*326 

Average 15 i 

0 *9581 

10-361, 

Hess alcohol , . 


.. 4-768 


5*593 
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Biisobutylamine, 

This product, after several fractional distillations, was obtained 
with a boiling point of 139 — 140® (corn.). Merz and Gasiorowski 
(Ber., 17, 626) give it as 135 — 13/®. The original substance was 
very good, very little liigb and low portions being separated by dis- 
tillation. 

The density determinations gave — 

0-7577, 0-7491, 

4 15 

1 AO fjr.O 

0-7528, d± 0-7457, 

0-7425. 


Tlie magnetic rotations gave — 



Sp. rotation. 

Mol. rotation. 

16-3° 

1 *0409 

9*969 

15*3 

1*0442 

9 *992 

15 -0 

1 *0412 

9*981 

15 -0 

1*0385 

9*935 

16*0 

1 *0373 

9*933 

15*5 

1 *0334 

9*891 

15*0 

1*0382 

9*932 

14 *5 

1 *0373 

9*918 

14*5 

1 *0378 

9 *924 

14*5 

1 *0349 

9 -895 

14*5 

1*0401 

9 *945 

Average 15*1 . 

1 *0385 

9*936 


Allylaniine. 


The specimen nsed came over mostly at 53*2 — 54°. It was frac- 
tioned several times, and the specimen selected boiled at 53*2 — 53*4 
(corr.). The boiling point given' by Binne is 58° {Anmlen, 168 — 
'262). When smelt, it causes sneezing. 

The density determinations gave— 


(Zf 0-7799, 

4 

in” 

0-7739, , 

(?go-7583. 


0-7688, 

90 ° 

0-7436, 
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Rinne gives tlie density as 0*864 at 15“. 
The mag^ietic rotations gave — 


t. 

Sp. rotation. 

Mol. rotation. 

13 -5° 

1 *3605 

5 *593 

13 -0 

i 1 *3642 

1 5*609 

13 -0 

1 1*3615 

5 *598 

13-0 

1 *3620 

5*599 

15 '5 

1 *3520 

5 *572 

15 '5 

1 *3508 

5 *567 

15-5 i 

1 *3545 

5 *583 

15 *5 

1 *3548 1 

5 *584 

Average 14*3 

1 *3o/ o j 

5 ‘588 


Fentmnetliylemdiamine, ]ra 3 -CH 3 *CH 2 .CHo;CHrCH 2 *E‘H 2 . 

The product examiued was prepared hj my son (W. H. P.). It 
boiled at 178 — 179° (corr.). Its density determinations gave — 

czC 0-8939, 0-8855, 

4 lo 

1 0° 90° 

0-8890, tZA 0-8822, 

(Zg, 0-8792. 


The magnetic rotations gave — 


t, : 

Sp. rotation. 

Mol. rotation. 

IS** ! 

1 *1719 

7*488 

13 

1 -1697 

7-473 

13 

I *1731 

7-495 

13 

1 ‘1709 

7 -481 

13 

1 *1768 

7-519 

Average 13 

1-1725 

7 -491 


As I had some quantity of this substance at my disposal, and it 
readily absorbs moisture, it was carefully fraetioned. The chief part 
of the product boiled at 178—180*5° (corr.) (a little of that which 
came over first, and which probably contained a small quantity of 
water, being collected separately). The density determinations 
gave— ^ 
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0 - 8930 , 0 - 8846 , 

4’ Id 

£^^° 0 - 8881 , ■ 0 - 881 - 2 , 

10 ° 20 ° 

0 - 8784 . 


Lacleiibiirgli gives its boiling point as 175 — 178"^, and its density 

at as 0‘9174 (J5er., 18, 2957). 

4 

Tlie magnetic rotations gave — 


t 

Sp. rotation. 

Mol. rotation. 

u-r 

1 -1703 

7*496 

14*7 

1*1673 

7-477 

14-7 i 

1 *1713 

7-503 

14*7 1 

1*1703 

7-496 

Average 14*7 

1 *1698 

7*493 


This refractioned product, therefore, has given numbers for the 
molecular rotation practically identical with those obtained with the 
original product, a small difference being observable in the specific 
rotation, which is a little lower. The infiaence of this is neutralised 
by the slight change in the density. The average molecular rotation 
is 7-492. 


Fiperidme. 

The specimen of this base used in the investigation boiled at 
105*8 — 100*3 (corr.). The density detex^minations gave — 


0 - 8758 , 

4'-' 

0 - 8704 , 


0 - 8664 , 

15 



0*8626, 



0*8591. 


The magnetic rotations gave- 
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t. 

Sp. rotation. 

Mol. rotation. 

11*0 

1 *0714 

5*826 

11 *3 

1 *0676 

5*806 

11*3 

1 *0684 

5' 811 

11 *0 

1 *0670 

5*803 

16-0 

1 *0641 

5*805 

14*5 

1 *0686 

5*821 

14 ‘5 

1 *0659 

5*803 

14*0 

1 *0665 

5*807 

Average 13 *0 

1 *0674 

5-810 


Fiperidme and Water, 

TMs base lias a great attraction for watei\ Tbe proportions used, 
were molecular, CsHnN -h OHo. The density determinations gave — 


tzj 0-9227, 

1 Cf 

0-9173, 


0-9133, 

10 

£)AO 

0-9097, 


(?|£! 0-9063. 


The magnetic rotations gave — 


t. 

Sp. rotation. 

Mol. rotatioD, 

16 *0 

1-0724 

6-724 

15 2 

1 *0709 

6*711 

15-3 

1 ‘0727 

6*722 

14*5 

1 *0783 

6 *753 

16 *0 

1*0096 

6*707 

16*0 

1 ‘0732 

6 *729 

Average 15 *5 

1 *0728 

6 *724 

1 *000 


5*724 


Fyrldme. 

The specimen used was obtained from Schiichardt. When kept 
with freshly-fused potassium hydrate, it did not show any signs of 
contaming water ; after several fractional divstillations, the principal 
part of the product waa obtained boiling between 116 ' 2 — ^ 11 6 * 7 ^^ 
(corn,).' The. density determinations gave — 
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0-9944, 

4 

0-9855, 

Iff 

0-9894, 

Off 

d~ 0-9816, 
20 


9t;o 

0*9778. 


Tlie magnetic rotations gave — 


t. 

Sp. rotation. 

Mol. rotation. 

10-5° 

1 -9734 

8'75S 

10 -8 

1 -9686 

8-738 

10 *8 

1 -9731 

S -758 

10*8 

1-9740 

8-762 

10 -*8 

1 -9682 

8-736 

14 -6 

1 -9741 

8 *789 

14-3 ' 

1 -9724 

] 8 *777 

13-0 

1*9723 

1 8 -770 

Average 12*0 

1 -9720 

8-761 


Propio7iitrile. 

This was well dried with anhydrous potassium carbonate and then 
earefnily fraetioned. The specimen examined boiled at 98 — 98*5° 
(corr.). The density determinations gave — 

0-7998, 0-789G, 

■ 0-7941, 0-7853, 

d% 0-7815. 

2o 


The magnetic notations gave — 


t. 

Sp. rotation. 

Mol. rotation. 

10 ‘5 

0*8641 

3-327 

10-5 

0*8662 

3*335 

11-0 

0 8668 

3 -339 

11*5 

0*8624 

3-324 

12-0 

0*8612 

3 -322 

16-0 

0*8624 

'3*341 

^36*3 , ; 

0*8588 

3 *328' 

16-7 

0*8587 

' . 3*329 

Average 13*06 

0*8626 

P. 3-331 

— 
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Trimethjlene Cyanide. 1 

Obtained by digesting trimetkylene bromide with cyanide of poilas- 
sinm and alcoliol. The portion examined boiled at 285 — 287^ 
(corr.). Henry gives it as 274*^ (Bidl Ghem. Soc., 43, 618). Tli&* 
density determinations gave — 


4 i-o^si, 

dMJ 0-9952, 
Id 

0-9984, 

OAO 

0-9922, 


0-9894. 

*2o 


The magnetic rotations gave — 


1 

t 

Sp. rotation. 

Mol. rotation. 

10*0 

0*9850 

5*152 

10*5 

0*9841 

5 -149 

11*0 

0 *9856 

6*160 

10*5 

0*9801 

6*128 

10 *5 

0*9786 j 

5*120 

10*5 

0*9786 1 

1 5*120 

10*0 

0*9792 1 

! 5 *123 

ATerage 10*5 

1 0*9816 1 

6-136 


HydrocMoriG Acid. 

The strength of the acids examined was determined by titration, 
and also by precipitation. 

Solution L — Saturated at about 20°. It contained 41 ‘70 per 
cent, of HGl ; its composition was, therefore, HCi + 2’834 moL Ofi-.. 
The density determinations gave— 

1-2154, 1-2113, 

die 1-2082. 

lo 


The magnetic rotations gave — 
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i. 

1 Sp. rotation. 

Mol. rotation. 

16*5" 

i 1 *7130 

6 *882 

16*5 

1 1*7115 

6 'S76 

16*5 

1 1 *7123 

6 *863 

16*5 

! 1 *7113 

6 *875 

16*5 

: 1 *7112 

6*887 

19*8 

1 1*7110 

6*SS4 

19*7 

1 1*7113 

6 'SS5 


•i. 


Average 17 ‘3 | 1*7117 i 6*879 

Less OH-ij 2 *834 

4 '045 


BoMion IL — This co^ntained 36*5 per cent, of HCl. The com- 
position T^'as therefore HCi + 3'51 moL OH^. 

The density determinations gave — 

df, 1-1939, d% 1-1866, 

4® lo 

1-1827. 

i£0“ 


The magnetic rotations gave — 


t 

Sp. rotation. 

Biol, rotation. 

11*6" 

1 *6575 

7-724 

11 ‘5 

1 -6590 

7-731 

11*5 

1*6581 

7-727 

11 *5 

1 *6569 

7-721 

11 *5 

1 *6557 

7*716 

10*3 

1 *6013 

7*737 

30*3 ' 

1 *6580 

7*722 

10 *3 

1*6599 

7 *731 

10 *3 

1 *6580 

7*722 

Average 11 *0 

1*6583 

1 7-725 

Less 3‘351 mol. OH 2 *. .. 

. .. 8-510 


HCi ^‘215 


Sokdmi III.— This contained 30^86 per- cent, of HCI ; its composi- 
tion waSj therefore, HGl + 4*543 moL OH 2 . 

The density determinations gave — 
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The magnetic rotations gave — 


t 

Sp. rotation. 

Mol. rotation. 

21-5^ 

1 *o5o4 

8 -841 

21-5 

1 *5528 

8 -826 

21-5 

1 *5577 

8 -854 

21-5 

1*5580 

8 '806 

21*5 

1*5572 

S-852 

Ayertige 21 *5 

1 -5562 

8-846 


t/ j ju wv-iJ I ^ 

Less OHjr 4* 543 


4-303 


Solitimb IV , — Tliis contained 25*0 per cent, of HCij its composi- 
tion was, tlierefore, HOI + 5*893 moi. OH 2 . 

TLe density determinations gave — 

<7^°1T288, c?||t1260. 


Tlie magnetic rotations gave — 


t. 

8 p. rotation. 

Mol. rotation. 

21 *0 

1 -4684 

10 *319 

21-0 

1 *4706 

10*334 

21 *0 

1 *4643 

10 -290 

21 *0 

1 *4669 

10*306 

20*0 

1*4606 

10 -261 

20-0 

1*4643 

10 *289 

20-0 

1*4599 

10 *257 

20 '0 

1 *4643 

10 *288 

20-0 

1 *4721 

10 *343 

Ayerago 20 '4 

1 -4657 

10 *298 

Less OHo • • * • 


5-893 


4-405 


Solutdon V . — This contained 15*63 per cent, of HCl ; its composition 
was, tlierefore, HGi + 10*856 mol. OH 2 , 

The density determinations gave — 

£71Lt0771, , 4Si-0745. 

15 25 

The magnetic rotations gave— 
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t 

( 

i Sp. rotation. 

Mol. rotation. 

16" 

! 1 -2748 

15 *254 

16 

1 1 -2790 

15 *303 

16 

1 1 -2761 

15 '26S 

Average 16 

: 1-2768 

15 *275 


Less OH. 10-850 


4*419 


MydfocMoriG Add in Isoarnyl Oxide, 


Tills contained 10*68 per cent. HCl; its composition -was, therefore, 
HCl -h 1*932 mol. C 10 H 22 O. Tlie density deterniinations gave — 

0-8262, 0-S159. 

^ 4t> 


9^® 

cJg, 0-8132. 


The magnetic rotations gave — 


1 

*■ \ 

Sp. rotation. 

Mol. rotation. 

20*0" 

1*0223 

23*834 

19*5 

1 *0169 

23 *693 

19*5 

1*0223 

23 *834 

19 ‘5 

1 *0178 

23 *715 

19*5 

1*0231 

23 *839 

Average 19*6 

1*0205 

23 *783 


Less C 10 H 22 O, 11 T68 x 1 -932.. 21 ‘572 


2-211 


The above solution was ' cloudy on account of the absorption of' a 
small quantity of water, and this rendered it difficult to read as the 
light was obstructed. A second' solution was therefore prepared, 
great care being used to prevent the presence of moisture. It was, 
obtained quite clear, and contained 12*82 per cent, of hydrochloric 
acid, the composition being HOI + 1*570 mol. CioH««0, 

Its density determinations gave — 
in® 

0*8265, 0*8221. 

10 , 15 

The magnetic rotations 'gave — ^ 
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t. 

Sp. rotation. 

Mol, rotation. 

14 

1 -0338 

19-754 

14 

1 *0382 

19 '838 

14 

1 *0352 

19*782 

14 

1*0352 

19 *782 

14 

1 *0382 

19 *838 

Averave 1 4 

1*0361 

19 -799 

Less C 10 H 22 O 11-16S X 1-570 . 

. . 17 -534 


2 *265 

Previous No 2 *21 1 


2 *265 

Previous No 2 *21 1 

Ayerage 2 *238 


Mydrobromic Aoid. 

This was prepared by acting on amorphous phosphorus with 
bromine in the presence of water ; the gas was freed from bromine 
vapour by twice washing it with a saturated solntion of hydro bromic 
acid holding amorphous phosphorus in suspension. 

Solntion I, fully saturated at about 20°, contained 65*59 per cent, 
of HBr; its composition was, therefore, HBr + 2*361 mol. OH 2 . 
The density determinations gave — 

d^± 1-7874. 


The magnetic rotations gave — 


t. 

Sp. rotation. 

Mol rotation. 

16*5° 

2*6154 

10 -o-tf 

16-5 

2 *6134 

10*039 

16-5 

2*6123 

10 *036 

16-6 

2 6119 

10 *033 

16-5 

2*6093 

10 -023 

19-6 

2*6017 

10*006 

19-5 

2*6058 

10*022 

Average ' 17 *4 

2 -6100 

10 -030 


Ijes80H2..... 2*361 

7-669 


Solution IL — This ' contained 56 per cent. HBr ; its composition 
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was, therefore, HBr + 3*533 mol. OHq. The density determinations 
gave — 

1-6117, iB°, 1-6064. 


The magnetic rotations gave — 


t. 

Sp. rotation. 

MoL rotation. 

22° 

2 *3213 

11 -597 

22 

2*3206 

11 59-1 

22 

2*3202 

11 *591 

22 

2*3199 

11*590 

22 

2 -3213 

11 *597 

Average 22 

2*3207 

11*594 


Less OHo 3 *533 

8 -061 


Solution III . — This contained 39’71 percent. HBr; its composition 
was, therefore, HBr -h 6*831 mol. OHg. The density determinations 
gave— 

1-3850, 4lil'3“86, 

4® 15® 

1*3748. 


Tlie magnetic rotations gave — 


t. 

Sp. rotation. 

Mol. rotation. 

22*3° 

1 *8482 

15-224 

22-3 

1 *8136 

15 *180 

21 *0 

1 *8-198 

15 -2-1.7 

21 *0 

1 *8162 

15 *224 

21*0 

1 *8523 

15 ‘273 

21 0 

1 *8534 

15*270 

20*0 

1 *8510 

15 *242 

20*0 

1 *8539 

15 •2()0 

20*0 

1*8549 

15 *275 

Average 21 *0 

1 *8503 

15 *246 


Less Oils 6*831 

8*415 


Solution IK— This contained 24*6 per cent, of HBr; its composition 
was, therefore,, HBr -f 13*789 moL OHs. The density deterininati€ii,s 
gave— . . 
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1-2049, (?— s 1-2028. 

15 


Tbe magnetic rotations gave — 


t 

Sp. rotation. 

Mol. rotation. 

18° 

18 

18 

18 

18 

1 *4084 

1 -4728 
1-4721 

1 *4716 
1*4718 

22*261 

22*367 

22 *356 

22 349 

22*351 

Average 18 

Less OH. .... 

1 -4.713 

! 22 -336 

. 13 -789 

8-547 

Solution Y , — This contained 15*47 per cent, of HBr ; its composition 
was, therefore, HBr + 24*580 mol. OH 2 . The density determinations 
gave — 

1-1172, 1-1149. 

lo aa , 

T he magnetic rotations gave — 

1 

Sp. rotation. 

Mol. rotation. 

16*5 

1-2687 

33 *036 

16*5 

1 -2716 

33 *112 

16-5 

1*2731 

33 *151 

Average lt>’5 

1 -2711 

33*099 

Less OH 2 . . * 


.. 24*580 



8 '519 


Eydriodic Acid, 

SfMioit I . — ^This contained 67*02 per cent. HI ; its composition was, 
therefore, HI -I- 3*498 mol. OH 2 . Tbis acid was freslaly prepared, 
colourless, and pure. 

The density determinations gave — 

(Zi° 1-9600, die 1-9489, 

4 lO 

czg-1 1-9537, 1-9448, 

9KO, 

1-9414. 
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The magnetic x-otations gave — 


t. 

Sp. rotation. 

Mol. rotation. 

22 -0° 

3 -9033 

21" 242 

22 ‘0 

3 '8974 

21 '286 

20-0 

3 -8949 

21 -248 

20-0 

3 '9027 

■ 21 '291 

Average 21 '1 

3 '8996 

21 '267 


Lees OH 2 3 '498 


17-769 


Solution IL — This contained 65T per cent. HI ; its composition 
was, tliei’efore, HI + 3*827 mol. OH 3 . 

• The density determinations gave — 

4 ° 1-9182, 1'9073, 

4 lo 

1-9118, 1-9035, 

41 : 1-9003. 


The magnetic rotations gave — 



Sp. rotation. 

Mol. rotation. 

16-0° 

3 -7713 

21 *640 

16-0 

3-7833 

21 -709 

17-0 

3-7802 

21-712 

17 -0 

3-7791 

21 -705 

16-5 

3 -7827 

21 -710 

Average 16*5 

3-7793 

21 *695 


Less OIL 3 '827 

17 *808 


Solution III.— This contained 61*97 per cent. HI ; its composition 
was, therefore, HI + 4*364 mol. OHg. 

The density determinations gave — 

4° 1-8349, . 1-8244, 

4 lo 

1-8280, 4? 1-8220. 

3 D 
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Tlie magnetic rotations gave — 


t 

Sp, rotation. 

Mol. rotation. 

18-0° 

17*5 

17' 5 

17' 5 

17*5 

3 -5713 

3 -5768 
3-5713 
3-5681 
3-5705 

22 '483 

22*514 

22-479 

22 *459 

22*474 

Average 17 *6 

3*5716 

22 *481 

4*364 



18-117 

Bolution IF.—Preslily distilled, colourless, and pure ; it contained 
56*78 per eent. HI; its composition was, tlierefore, HI +- 5‘413 mol. 
OH 2 . 

Tlie density determinations gave — 

1*7115, 1-7021, 

4 xD 

1 OP 90° 

1-7059, igs 1'6988, 

9K° 

cZgl 1-6962. 

The magnetic rotations gave — 

L, 

Sp. rotation. 

Mol. rotation. 

22-0° 

3 *2108 

23 “088 

21 -0 

3-2166 

23*723 

21 '0 

3 “2169 

23 *7*25 

22*0 

3 “2220 

23 *764 

21 0 

3 “2134 

23*700 

21*5 

3 “2171 

23 *731 

22-0 

3“2137 

23 *710 

22*0 

3-2203 

33 -759 

22-0 ■ 

3 *2220 

23 *764 

21 *0 

3 “2166 

' 23 *723 

21 -5 

3 2171 

23 -731 

Average 2i*5 

3 *2170 

23 -721 

LessOHj.... 


5*413 



18*308 


Soluitm Y . — This contained 42*7 per cent, ; its composition was, 
therefore, HI -f* 9*542 'mol. OH^. 
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The density determinations gave — 

ezg-] 1-4536, 1-4484, 

cz’g 1-4507, 1-4467. 

Tlie magnetic rotations gave — 


t 

i 

Sp. rotation. 

MoL rotation. 

15 ‘0° 

2 *4354 

21 *958 

14-5 

2 *4367 

27 -989' 

14*5 

2 -4350 

27 -917 

14*0 

2 -4340 

27-930 

17 -0 

2*4326 

27 -g-is. 

16-0 

2 *4385 

28 -003 

15 -o 

3 '4327 

27 -930 

Avemgo 15 ’2 

2 *4350 

27 *945 

Less OHo.... 


9* 5-1-2 

18*403 


Solution VL — Tiiis contamed 31 ’77 per cent. ; its composition was. 
tlierefore, HI -f 15*272 mol. OH 2 . 

The density determinations gave — 

1-2977, ■ 1-2962. 

The magnetic rotations gave — 


tu 

Sp. rotation. Mol. rotation. 

17 ‘O'" 

1 -95'M .33 -763 

IS -5 

1-0515 33-702 

15*5 

1-9500 33 -070 

15*5 

1-9541 83-752 

Average 16 *9 

1*9526 33*733 

Less OH 2 . . , . 



18*451 


Solution FIX— Tills contained 20*77 per cent. ; its composition was. 
therefore, HI + 27*128 mol. OHo., 

The density determinations gave — 

rfgX-1770, . 1-1754, 


3 i> 2 
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The magnetic rotations gave — 


i. 

Sp. rotation. 

MoL rotation. 

23 -O'" 

1 -sfise 

45-539 

21-0 

1 5673 

45 '631 

20*5 

1 -5644 

45 -544 

20 *0 

1*56»4 

45-540 

20 *0 

1 -5649 

45 *554 

20 0 

1 -5649 

45 -554 

19 *5 

1 -5653 

45 -562 

19 *5 

1 -5642 

45-523 

Average 20 *4 

1-5650 

45-556 


LessOHa-v 27 128 


18 -428 


Ammonium Chloride. 

The specimen of this salt used was recrystallised several times and 
then dried over sulphuric acid in a vacuum. 

The solution used contained 27*08 per cent, of salt, and therefore 
had the composition ISTHiCl -H 8 OH 2 as nearly as possible. This 
solution was a supersaturated one, and although its tendency to 
crystallise was very inconvenient, especially in determining the 
density, it was thought better to put up with that than work witli a 
weaker solution. 

The density determinations gave — 

dil 1-0787, 1-0783, 

1*0777. 


The magnetic rotations gave — 


i. 

Sp. rotation. 

Mol rotation. 

25 *0'^ 

1 -3851 

14 -1 08 

22-0 

1 -3861 

14-108 

22 -C 

1 -3846 

14 -090 

21*0 

1 *3842 

14-089 

20 0 

1 -3S3‘2 

14-076 

20 0 

1-3865 

14 109 

20 -0 

1 '3850 i 

14 -CIOS 

20-0 

1 3850 

14. *095 

Avei age 2 1 *2 

1 3850 

14-096 


LesS' 8 luoL OHo.. ' 8 *000' 

NH4CI "'6/096 
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Attempts were made to determine the molecular weight of tliis 
substance by Raoult’s px^ocess with acetic acid, but it was found to be 
insufficiently soluble in acetic acid. 

Ethylamine Hi/drOGhloride. 

A nearly saturated solution of this salt was made and its strength 
found by determining the chlorine several times. It contained 60'58 
per cent, of EtH^l^jHCl, and therefore had the composition 
EtH 2 N-,HCl + 2*946 mol, OH^. 

The density determinations gave — 

1 - 0635 , ° 1 - 0505 . 

10 20 


The magnetic rotations gave — 


t. 

Sp. rotation. 

Mol. rotation. 

17*0“ 

• 

1*5439 

10-966 

17*0 

1-54U1 

10 -939 

16 *0 

1 *6393 

10 -929 

16*0 

1 *5401 

10 ’934 

15 *8 

1 *5350 

10*989 

15*8 

1 *5381 

10 *9:^0 

15 *7 

1*5401 

10-934 

15*7 

1‘5401 

10 *934 

Average 16*1 

1 *5396 

10 -943 


Less 2 *946 moL OH^ 2 ’d4£ 

7*997 


A determination of the molecular weight' of this substance by 
.Raoult’s process in glacial acetic acid gave 115*1. Theory requires 8T5- 
This is high ; the solution, however, was rather strong, 1*607 of salt 
in 100 of acid: this may have had a little to do with this x*esult, but 
probably dissociation was the chief cause, 

B'lethylamme Hydrochloride, 

A very nearly saturated solution' of this salt was prepared. 
Chlorine determinations showed that it contained 6T58 per cent. 
The solution therefore had the composition Bt^Hl^ySCl '+ 3*79 mob 
OR,. 

The density determinations gave — , 

1 - 0198 , 1 - 0164 . 
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Tlie magnetic rotations gave — 


t. 

Sp. rotation. 

Mol. rotation. 

15° 

1-4U3 

13*694 

15 

1*4125 

IS -705 

15 

1 -4125 

13 -705 

15 

1 *4116 

‘ 13-697 

15 

1 *4100 

13 ‘682 

15 i 

1*4063 

13*646 

15 

1 *4085 

13*667 

15 

1 *4071 

13 694 

Average 15 

1 *4100 

13 *686 


Less S*97 mol. OH 2 3 *790 


9*896 


A determination of the molecular weight of this salt by Raoult’s 
process with acetic acid gave 139‘9. Theory requires 109’5. This as 
in the case of the ethylamine salt is high. The proportions used were 
1’072 of salt to 100 of acid. 


Solution of Diet hylamine Hydrochloride in Absolute AIcohoL 

The salt used, which was dried by fusion and heated until it boiled, 

15° 

wns dissolved while hot in alcohol of d — . 0’ 794.7. The solution was 

15° 

very nearly saturated at the ordinary temperature. The strength 
was known from the amount of salt used, and afterwards checked by 
clilorine estimations. The solution contained 22’ 63 per cent, of salt, 
and had the composition (0aH5)2HI^,HCl 4- 8T38 mol. C 2 H 6 O. 

The density determinations gave — 


0-8417, 0-8361. 


The magnetic rotations gave — 


i. 

Sp, rotation. 

MoL rotation. 

17 -O" 

1-0117 

32 *356 

17*0 

1*0161 

32*497 

18-0 

1 0132 

32 *424 

18*0 

1 ‘0118 

32 *376 

18 “0 

i *0103 

32*339 

Average 17*6 

1-012S 

32*298 ' ' 


Less alcohol 2 *780 x 8 *138 . . ♦ , 22 *624 
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TrietJiylamme Hydrocli loride, 

A nearly saturated solution of tliis compound was found to contain 
57*26 per cent, of the pure salt. Its composition calculated from this 
is represented as Et 3 N,HGl 4- 5*75 mol. OH 2 . 

The density determinations gave — 

1-0202, 1-0184, 

oco 

dg, 1-0167. 


The magnetic rotations gave- 


t 

Sp. rotation. 

MoL rotation. 

16“ 

1 *3285 

17 -441 

16 

1 -3317 

17*485 

16 

1 *3328 

17 -498 

16 i 

1 *3351 

17 *528 

16 1 

1 *3319 i 

17*487 

J6 1 

1 *3326 

17 '496 

16 1 

1 *3331 

17-502 

16 1 

1 *3318 

17*473 

Average 16 

1 *3322 

17 -489 


6-750 


11*739 


Tetrethjlammonium Ohloride. 

The solution employed was somewhat supersaturated and deposited 
very large transparent crystals in cold weather. Chlorine determina- 
tions showed that it contained 55*62 per cent, of the salt; it would 
therefore have the composition Et^lSTjCl -f 7*333 moL OH 2 . 

The density determinations gave — 

QO 1 KO 

d?, 1*0358, 1*0323, 

1-0285. 

The magnetic rotations gave — ■ 
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Sp. rotation. 

Moi. rotation. 

15*3 

1 *3069 

20*926 

15 *3 

1 -3084 

20 *951 

15 2 

1 -3094 

21 *016 

15-2 

1-3120 

21*008 

18*0 

1 -3068 

20 *950 

18*0 

1*3039 

20 *902 

18-0 

1 *3068 

20*950 

18-0 

1 *3072 

20 *955 

Average 16 *6 

1*3076 

20-957 


.. 7 333 


Et4 ,CI « 


13 -624 


Fiperidim Hydrochloride. 

The strongest solution which could be conveniently used contained 
52*7 per cent, of this hydrochloride, and had the composition 
C.Hii¥,HCi + 6*055 moL OH 2 . 

The density determinations gaye — 

1 - 0716 , 1 - 0677 , 

oeo 

1 ' 0647 . 


The magnetic rotations gave — 


t. 

Sp. rotation. 

Mol. rotation. 

12*5 

1 *3436 

16*097 

12*5 

1 3430 

16 ‘090 

13*0 

1 *3430 

16 *097 

13*5 

1 *3413 

16*080 

M*0 

1 *3412 

16 *080 

Average 13 *1 

1*3424 

16*089 


Hess OH 2 6 055 


CsHiiNjHCl «= 10 ‘034f 


Ammonium Bromide, 


Two, solutions containing, different ’ quantities ^ of '' 
examined. The strength , of the solutions was ftntnd by bropftjlite 
determinations..' ’ ' f,. 1 /", ' ^ \ 
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SoImHou L — This contained 40*423 per cent, of salt ; its composition 
WHS, therefore, JNE^Br -f 8*024 mol. OH 2 . 

The density determinations gave — 

i£ 1-2867, 1-2816, 

4 


jg 1-2794. 


The magnetic rotations gave — 


t. 

Sp. rotation. 

Mol. rotation. 

20 ’0° 

1 -7291 

18-193 

20-0 

1 -7332 

18-233 

20*0 

1-7258 

18-156 

20 -0 

. 1 -7252 

18-149 

Average 20*0 

1-7283 

18-183 


LessOEa 8*024 


NH4Br=: 10-159 


Solution IL — This contained 25 per cent, of salt ; its composition 
was, therefore, NH 4 Br + 16*339 mol, OH 2 . 

The density determinations gave — 

1-1586, 11574. 


The magnetic rotations gave — 


t 

8p. rotation. 

Mol. rotation. 

22 -0" 

1 -4135 

26 -694 

22 -0' 

1 -4162 

26-657 

22 *0 

1-4H7 

26-629 

16*5 

1-4045 

26-406 

16*5 

1-4075 

26-462 * 

10 -5 

1-4071 

26-454 

Average 19-2 

1-4106 

26-535 


Less OH 2 .. ' 16’S39 

10-196 
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Aonmonium Iodide. 

This salt was purified by recrystailisation from alcohol, and in this 
way was obtained quite white. It was dried in a vacniina. The 
strength of the solution used was found from iodine determiiiations, 
made by precipitation with silrer nitrate. In the first preparation, the 
solution was filtered through paper, hut it was found that this caused 
it to tuim brown very rapidly, and made the readings of the 
magnetic rotations very difficult. It is much better, therefore, not to 
filter the solution, but to decant it if necessary. 

Solution L — This contained 60’44 per cent, salt = I 7 II 4 I + 5*273 
mol. OH 2 . 

The density determinations gave — 

df, 1-6021, cig 1-5961, 

OKO 

1*9525. 


The magnetic rotations gave — 



Sp. rotation. 

Mol. rotation. 

20*5° 

3 *0124 

25 *193 

21 -5 

3 -0115 

25 -191 

21 5 

3 -0145 

25 -217 

21-5 

3 -0175 

1 

25 -235 

Average 21-2 

3 -0140 

25 *209 


Less OH 2 5 '273 

= 19-936 


Solution IL — This contained 58*46 per cent, of ammonium iodide ; 
its composition was, therefore, NH 4 I + 5*722 mol. OHg. 

The density determinations gave — 

* 1-5727, dg! 1-5701, 

d||! 1-5665. 

The magnetic rotations gave — 
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t. 

Sp, rotation. 

MoL rotation. 

14-5° 

2-9277 

25 -688 

14-5 

2*9340 

25-743 

15-0 

2*9415 

25-812 

15*0 

2 ‘9475 

25 -804 

20-0 

2-9331 

25 -747 

18-0 

2 -9301 

25-733 

Average 16 '1 | 

2-9356 

25*754 


Less OHn 5 '722 


NH4l = 


20*032 


Solution III— -TMs contained 54*64 of salt; its composition was, 
tlierefore, NH J + 6*685 mol. OH 2 . 

The density determinations gave — 

1-5122, dg; 1-5090. 

The magnetic rotations gave — 


t. 

Sp. rotation. 

Mol. rotation. 

20-0° 

2 -7332 

26 -672 

20-0 

2-7317 

26 -657 

20*0 

2 -7332 

26 *671 

20-0 

2 -7333 

26 -686 

20-0 

2 -7264 

26 *621 

20 -0 

2 -7334 

26 -674 

20-0 

2 -7274 

20 *615 

Average 20*0 

2 *7312 1 

26-656 


Less OiI« 6 *685 


NH4l = 19-971 


Solution IV , — This contained 30*5 per cent, of salt ; its composition 
was, therefore, NH 4 I 4- 18*333 moL OH 3 . 

The density determinations gave — 

1-2351, igl 1-2334. 

The magnetic rotations gave^ — 
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f. 

Sp. rotation. 

AIol. rotation. 

21-0 

1*7949 

38*405 

21 *0 

I -7977 

38 *405 

22*0 

1 -7806 

38*323 

21 '0 

1-7909 

38 *394 

22*0 

1-7905 

38 *323 

Average 21 *5 

i 1 -7927 

38-382 


EessOHg 18 ‘333 


20 -049 


Mesults of the Four Solutions, 


Solution I. 60*44 per cent 19*936 

„ 11. 58*46 „ 20*032 

„ IIL 54*64 „ 19*971 

„ lY. 30*5 „ 20*049 


Average. • . . . , 19*997 


Solution of Ammonium Iodide in Absolute Alcohol, 

The iodide of ammonium was well dried at 100"^, and then hoiled 
and kept with absolute alcohol some days ; this was poured off and 
the salt twice more boiled with fresh quantities of absolute alcohol, 
the third solution being kept for use. The alcohol used had a density 

of 0*7947°. The strength of the solution was found by iodine 
15 

determinations; it contained 21*10 per cent, of salt, and had the 
composition hTHJ + 11*782 mol. O^HsO. 

The density determinations gave— 

0 - 9460 , 0 - 9421 . 

lU JLt> 


The magnetic rotations gave — 


t. 

Sp. rotation. ; 

i 

AIoL rotation. 

17-0° 

1-2790 

51*661 

18*0 . 

1 *2848 

51 -762 

16*0 

1 *2834 

51 -702 

15 -0 

1 *2848 

51 -730 

15*0 

1*2863 

51 -788 

. Average 15 *8 

1*2836 

51 *709 


Less alcohol, 2 *780 x 11 *782 = 32*754 


18 *955 
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Ammonium Nitrate. 

The aqueous solution used contained 59*7 per cent, of this salt; 
its composition was, therefore, NH4NO3 -f* 3OH2. 

The density determinations gave — 

1-2864, 1-2814, 


dg; 1-27764. 

The magnetic rotations gave — 


f. 

Sp. rotation. 

Mol. rotation. 

16-0 

0-9147 

5 -315 

16-0 

0*9191 

5 *341 

16*0 i 

0 -9172 

5 *329 

16*0 

0-9176 

5*332 

15*0 

0-9127 

5*302 

15*0 

0 -9130 

5*304. 

Average 15*6 

0-9157 

5*320 


LessSOHo i^’OOO 


2*320 


Acid Sulphate of Ammonimi. 

The solution of this salt used was slightly supersaturated; it con- 
tained 66*67 per cent, of salt, and had the composition NH4HSO4 4- 
8* 193 mol. OI:r2, 

The density determinations gave-— 

1-44-29, 1:4387. 


The magnetic rotations gave — 


t 

Sp, rotation. 

Mol. rotation. 

18 *0 

1 *0000 

" 

6 -647 

17-0 

1 *0001 

6 *656 

.17*0 i 

0-9966 

6*615 

16*0 

1 0061 

6 ‘664 

15 0 

1 *0000 

6 *658 

Average 16*4 

1-0016 

6 *648 

DeeiS OH3 * # 1 


.. 3*193 

NH4HSO4 == 


3*455 - 
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Ammonium Sulphate, 

An aqueous solution containing 40 '00 percent, of this salt was used; . 
its composition was, therefore, (lNrH 4 ) 2 SOjt + IIOH 2 . 

The density determinations gave — 

1-2308, dgl 1-2296, 

<§. imi. 


The magnetic rotations gave — 


t 

Sp. rotat ion. 

Mol. rotation. 

16*0 

1-0740 

16 -016 

14*5 

1 -0721 

15 *984 

11*5 

1 -0754 

16 *023 

10*5 

1-0743 

16 *005 

23 *0 

1 *0690 

35*952 

23 *0 

1 *0690 

15*952 

23 *0 

1 *0693 

15 *958 

23 *0 

1 -0685 

15 *945 

18*0 

1 *0721 

15 *988 

Aver age 18*05 

1-0715 

15 *980 


Less IIOH 2 11 *000 

4*980 


Observations on the Nitrates^ Nifro-compotmds, and Nitrites* 

On placing the boiling points of the nitrates, nitro-conipounds, and 
nitrites side hy side, the differences between them are seen to be vei*y 
remarkable, tlms the nitrates, which are the more highly oxygenated 
compounds, do not boil at so high a temperature as the nitro.com* 
pounds, whilst the nitrites, which are isomeric with the latter, are 
extremely volatile : thus — 




B.p. 


B. p. 

Mitro-compounds. , 

... CHj-NOj. 

. . . lor 

C*H5-N0s. . . , 

114-5°', 

Mtrates ......... 

.. . CH/O-NOa;. 65° 

OsHs-O-KOa. . 

00 

0 


Difference. . , 

... 36" 


27” 



B.p. 


B, p. 

Mitro-compounds . 

C3H,-NOs. . . 

.181" 

(CH3).C*Hi,-N02 

. . 140" 

titrates 

CsHj-O-NOa. 

. 110*5" ^ 

(0Ha)AH:,-o-]sro 

2. . 124° 


Difference . . . 

. 20*5" 


.. 16'’ 
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Kitro-compotinds. . . . 
Nitrites 


B.p. 

CHs-NOo. . . . 101" 

CHa'O-NO . . Gas 


B.p. 

C,H5-N02. . . . 114-5^ 
C^Ha-O'NO.. 17“ 


Difference. . more than 101° 


97 ’ 5 “ 


B. p. B. p. 

Nitro-componnds CsH^-NOs . . . 131" ..140" 

Nitrites........ CsHt'O-NO.. 44“ (0H3)2C2H3*0*m . 67*5" 


Difference 87“ 72*5“ 


It is also worth noticing that in the lower members of the series 
the difference between the boiling points is greatest; thus in the 
comparison of the nitrites and nitro-compounds methyl nitrite is a 
gas, whilst the nitro»componnd boils at 101°; with the ethyl- com- 
pounds the diff. is 97'5“, in the propyl 82“, and in the isohutyl 72*5°. 
The same thing is seen when comparing the nitrates and nitro-com- 
pounds. 

The densities do not vary in the same order as the boiling points, 
those of the nitrates being tbe highest. The nitrites, however, are 
considerably lower than the nitro-com pounds : thus — 


Ethyl nitrate 

‘zJgT-iisg 

Nitro-ethane 

„ 1-0561 

Ethyl nitrite 

0° 

0*920 

0“ 

Isobutyl nitrate 

41 

4 

Nitro-isobutane 

0° 1-0083 

Isobutyl nitrite 

4a0'8878 

4 


Tbe boiling points and densities of nitro-compounds being so very 
much bigher than those of nitrites, made it desirable to determine 
tbe molecular weight of a nitro-compound at a lower temperature 
than had been previously employed; EaoulUs method was therefore 
used. The experiment was made with glacial acetic acid, 1*250 parts 
of nitroethane being added to the 100 parts of acid, the result obtained 
for tbe molecular weight was 80, the theoretical number being 75, 
therefore, notwithstanding the above peculiarities, when in the liquid 
state nitroethane has the same molecular weight as that found by 
Victor Meyer for its vapour. 
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Nitrio Acid, 

The specific magnetic i-otation of this substance is very low, only a 
little more than half that of water. The small amount of watei'* in 
the specimen examined would, if anything, slightly reduce the 
rotation, as will he seen further on, but the maximum effect it would 
produce could not be more than 0'004 on the molecular rotation, it 
may therefore be disregai'ded. 

Hydrated Nitric Acid, 

The acid examined contained 56*74 HoNOs, and had the composition 
H0*ISr02 + 2'670 mol. OH>. The efiect of the water is to reduce tlie 
rotation, thus — 

HO-hTO, + 2*670 OH, = 3*656 
less 2*670 OH, = 2*670 

EO-lSrO, = 0*986 
Pure HO’NO, gaye 1*180 

Difference = rednction = 0*194 

It therefore appears that combination takes place as in the case of 
sulphuric acid Cliem. Soc., 1886, 49, 783). This contraction, 

however, is not quite so large as would be expected from the union of 
1 mol. of "water with the acid, and it is very probable that for the 
existence of H 2 HO 4 a larger percentage of water may have to be 
present than in the acid examined, as in the case of snlphuric acid, 
which apparently requires at least 3 mols. of water to be added to 
KuSOi for the conversion of all the acid into (HO) 4 SO. The cah 
ciliated molecular rotation for H 3 ]Si 04 would be about 1*930; the 
above result makes it 1*986. The existence of such a compound as 
( 110 ) 317:0 cannot be regarded as improbable, as we have an analogous 
compound in the case of ortho phosphoric acid, (HO):jP: 0, and, mortv 
over, there are several salts which correspond to (H 0 ) 3 ] 17 : 0 , as— 

Trimercuric nitrate, Hgs^'HaOs, 

Tricupric nitrate, Cu3”Na08, 

Tripiumbic nitrate, Pb 3 "HgOB, 

though there are no nitrates of the alkali metals of this type corre- 
sponding to the alkaline ortho-phosphates. 

Nitric Bthm, 

When niirioacid is converted into' a nitric ether fhephange which 
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takes place in tlie rotation is verj similar to tliat of tlie acids of tlie 
fatty series and shows contraction, the increase of the rotation hy the 
alcohol radical not being equal to that required for change of compo- 
sition. The best compounds to compare nitric acid and its ethers 
with are perhaps formic acid and its ethers, as formic acid contains the 
smallest amount of carbon. By subtracting the molecular rotation 
of the acids from the rotation of the ether, the diiference obtained 
for the changes of composition can easily be compared — 


Nitrate of methyl .... 
Nitric acid 

2-057 

1-180 

Formate of methyl . . . 
Formic acid 

2-495 

1-671 

Difference for OH 2 . . . . 
Ordinary value for CH 2 

0 - 877 

1 - 023 

Difference for CH 3 . . . . 
Ordinary value for CHs 

0- 824 

1- 023 

Nitrate of ethyl 

Nitric acid • 

3-084 

1-180 

Formate of ethyl .... 
Formic acid 

3-564 

1*671 

Di:Eerence for C 2 H 4 . . 
Ox-dinary value for G 3 H 4 

1 - 904 

2 - 046 

Difference for C 2 H 4 . . 
Ordinary value for C 3 H 4 

1 - 893 

2 - 046 

Nitrate of propyl 

Nitric acid 

4-085 

1-180 

Formate of pi'opyl. . . . 
Formic acid 

4-534 

1-671 

Difference for CaHo. , . . 
Ordinary value for C^He 

2 - 905 

3 - 069 

Difference for CgHs , . 
Ordinary value for CsHe 

2 - 863 

3 - 069 

From these comparisons 

we see how similar the behavioxir of nitric 


acid is to that of formic a.cid. If acetic acid and its ethers had been 
taken for comparison, nearly the same amount of agreement would 
bare been observed, so that nitric acid may be said to behave in a 
manner similar to a fatty acid in respect to its formation of ethers. 

The only other oxygenated inorganic acid which has been examined 
is sulphuric acid, and this also behaves like the fatty acids in reference 
to its methyl ether — the only ether yet examined {Jour. Oliem, 800 ,^ 
1886, 49, 785)— thus:— 

Sulphate of methyl 
Sulphuric acid. . , . 


CH, . . . 
Ordinary value for OH 2 . 


Mol. rotation. 

4*013 

2-315 

2)1*698 


0-849 

1*023 
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Ethylene Nitrate, Nitroglycol, C2H4(0*Nr02)2' 

TBe density of this substance is higher than that of ethyl nitrate, 
as might be espected ; the difference at 15° is 0*3801 for cZ— ; its 

specific rotation is slightly lower. The following comparison, shows 
the yariation between their molecular rotations : — 


Ethylene nitrate 3*768 

Ethyl nitrate 3*084 


Difference for displacement of H by 0*684 


Nitroglycerin^ C3H5(0*hr 02 ) 3 - 


The sp. gr. differs from that of propyl nitrate at 15 by 0*5o78 for 
15 ° 

d~ . The relationship of the molecular rotation of this compound 
lo 

to a mono- and di-nitrate will be best seen if the rotation of diniiro- 
trimethylene be calculated from that of dinitroethylene, and used with 
propyl nitrate for comparison — 


Diff. 

Proplyl nitrate 4*085 1 Q .004 

Trimethylene nitrate (calc.) 4*769^ 
Nitroglycerin .......... 5*407 j 


From this we see that the introduction of the second NO 3 has not 
produced quite such a large increase in the rotation as the first. 
This is strictly in accordance with displacements by hydroxyl {Jonr, 
Gliem, Soo,^ 1884, 45, 559), wliere the influence on the rotation 
gradually diminishes with the introduction of successive groups, so 
that the behaviour of these compounds is normal, and the results agree 
with the constitution usually assigned to them. Had nitroglycerin 
contained its nitrogen in any other combination of oxygon than as 

— 0 *N<^q, as it might if its constitution were represented as 

03H2(N02)3(OH)3, the rotation when compared with that of propyl 
nitrate would be abnormal. 

In the case of isobutyl nitrate, the influence of the iso-group is 
found to assert itself. This may be seen by comparing it with the 
calculated rotation of the normal nitrate : — 


Butyl nitrate (iso) 5*180 

Butyl nitrate (normal ) 5 * 1 08 


Difference for iso-group . . ' ''0*072: 



OF NITROGEN COMPOUNDS. 


727 


This difference is somewhat less than that Tisnally obtained. Thus 
ill the case of the alcohols it is about 0*144, and for paraffins^ 
aldehydes, and ethers about 0*112 (Jour. Clieni. 8oc.y 1884, 45, 
550—551). 

Niti'ites. 

The only compound of this class examined is isobutyl nitrite.'^ 
This was selected as being more stable and less volatile than the 
lower numbers of the series. The nitrogen of this substance being 
united to the hydrocarbon radical by oxygen as in a nitrate, it may 
be considered in relation to isobutyl nitrate, thus — 

Mol. rotation. 


Isobntyl nitrite 5*510 

Isobutyl nitrate 5*180 


Difference + 0*330 

The fact that isobutyl nitrite, although containing less oxygen than 
isobutyl nitrate, and consequently of a smaller molecular -weight, lias 
a higher molecular rotation, is very interesting, as showing that 
nitrogen when in an unsaturated condition affects the rotation of a 
vsubstaiice in a similar manner to unsaturated carbon, by considerably 
increasing it (Jour, Ghem, 8og., 1884, 45 , 561). This point will be 
referred to again further on. 

One of the reasons why nitrites have a much lower boiling point 
than nitrates may be due to their being uiisaturated compounds, 
because we find in many cases that these have lower boiling points 
than saturated compounds. For example, vinyl chloride is a gas; 
ethyl chloride boils at 12*5° ; dichloretliylene boils at 37° ; ethylene 
chloinde at 84°, &c. 

Nitro-compounds, 

These have the same empirical composition as the nitrites, but 
their rotations are very different, thus — 


Propyl nitrite (cal.) 4*387 

Nitropropaoe. 3*819 


Difference — 0*568 

At first sight this might be thought to be simply due to the 
nitrogen in nitropropane being saturated and in the nitrite unsatu- 
rated, and no doubt this is the chief cause of the variation ; but it 
must be borne in mind that the structures of these two compounds, 

* Since writing the above some other nitrites have been examined, whioli give 
rotations confirming ib at of isobutyl nitrite* , ; 

, , ' , 8 B'2^ ^ 
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differ, tlie nitrogen of the nitropropane being in direct niiion with 
the carbon, whilst that of the nitrite is attached to it by the inter- 
vention of oxygen, is snfficient to accohnt for a small part of the 
difference between the rotations of these bodies. 

The influence of the group — ]Sr<^Q when displacing the hydrogen 


in paraffins is very small, thus — 

Nitropropane 3’819 

Propane (cal.) 3*590 

Difff‘rence ........ 0*229 

With compounds of larger rotation than the above, it acts very 
curiously, actually reducing them, thus chloroform has a larger 
rotation than nitrochloroform (chloropieriu) — 

Chloroform. . . . 5*559 

Nitrochloroform 5*384 

Difference 0*175 

The same thing is seen to a greater extent in the aromatic series 


when the nitro- compound has a much lower rotation than the hydro- 
carbon it is made from, and in nitroparaffins it probably reduces the 
value of the hydrocarbon radical. 

As noticed on several occasions, the magnetic rotation of the first 
and second members of a series of carbon compounds do not give 
numbers which hear the same close relationship to each other as those 
of the higher members, which differ regularly by 1*023, This is also 
seen in the case of the nitro-compounds ■which vary by only 0*98, 
and in the nitrates, which vary first by 1*0*25 and then by 1*00, as the 
following diagram will show (Pig. 1), where they are compared 'with 
the formates and acetates. The circles on the dotted lines show the 
positions they w^onld occupy if they had the ordinary relationships. 
The ordinates in this diagram are the decimal numbers only of the 
molecular rotations. 

Ohsemations on the Motafion of the Bases, 

As the values for the rotation of ammonia were obtained from its 
solutions in wmter and in alcohol, it might be objected that they are 
not 'trustworthy, as probably combination of the ammonia and the 
solvent might take place. It was for this reason that two different 
solvents were employed ; alcohol being taken as one, the probability 
of the combination of ammonia with this liquid being less than w^ith 
water. The quantities of the solutions' prepared were considerable, 
so that on taking out samples for examination no appreciable change' 
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of composition would take place in tke bulk from loss of ammonia. 
It will be observed tliat both solutions gave practically the same 
rotations for ammonia, viz., 1*818 and 1*826. 

It would appear, therefore, that when ammonia is absorbed either 
by water or by alcohol, the product simply consists of the solvent 
and ammonia. This is confirmed by the rotations of its nitrate and acid 
sulphate. I hope, however, to examine ammonia liquefied hy pres- 
sure at some future time, and also other easily liquefiable gases. 

The displacement of an atom of hydrogen in ammonia by an 
alcohol radical increases its rotation, as wonld be expected, but not 
to the full extent usual for a change of composition, which is 1*023 
for every CHg in the homologous series. This, however, is not a case 
quite comparable with the homologous series. 

In the displacement of a second atom of hydrogen in ammonia, the 
rotation is increased proportionally more than by the first, and in 
diethylamine it is about the usual amount for the homologous series. 
In dipropylamine it is only a iifctie less. 

When, however, we come to the displacement of the third hydrogen, 
a very remarkable increase of the rotation takes place, marking out a 
clear distinction between diamines and triamines. 

The effect of displacing a fourth atom of hydrogen by an alcohol 
radical in ammonium chloride is still greater than for the displacement 
of the third in ammonia, or, what is the same thing, in ammoniuiii 
chloride ; this will be seen by the following comparison : — 


Tetrethylammoninm chloride 13*624 

Triethylamine hydrochloride (cal.) ...... 10*005 

Difference for OsH^. ..... 3*619 


The following are the results obtained with the etliylamines and 
propylamines, sho wing the differences resulting from the displacements 
and between the variations of rotation. The displaccmient of hydrogen 
by O 2 H 5 , O 3 H 7 , and G 4 H 9 is, of course, as far as composition is con- 
cerned, practically the same as the addition of CiiH 4 , C^Hq, and ChHg* 


Difference 

between 

Molecular Diff. for rotatioBB for 


fH 

Ammonia N < II 

IH 

fEfc 

Ethylamine N-itt 

I Et 

Diethylamine ........ N Kfc 

fEt 

Triethylamine . ...... N Et 


rotation. C2II4. each C2H4. 

1 *8X8-. 

I 1*791. 

S-eOoj I 0-2G2 

I 2*05sJ 

5 *663 4 I 0*803 

I 3*850-* 

8 * 518 ^ 
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Ammonia, 


Propylamine 


Dipropylamine 


Tripropylamine 


Molecular 

rotation. 

N^H 1-818, 

IH ! 

n 4 h 4 - 563 :^ 

[h 1 

fPr f 

nJ Pr 7-549^ 

IH 1 

fPr f 

N-i Pr 11-664-* 

[Pr 


Eifferenee 

between 

Diff. for rotations for 
CsEe- each CaHe. 


2-745. 

2-986 

4-115 


0 - 241 

1 - 129 


So that, whilst the yariation of the rotations for OoHi between, 
etliylamine and diethylamine differs by only 0*262, those between 
diethylamine and triethylamine differ by no less than 0*803 ; between 
propylamine and dipropylamine, the variation of the rotation for CsHg 
is only 0*241, yet between dipropylamine and tripropylamine it 
amounts to 1*129. 

The relationships of the rotations of the ethylamines and propyl- 
amines amongst themselves and to each other will be more clearly 
understood by reference to Fig. 2, where they are represented 
graphically. 

In case of the displacement with isohtiiyl, the examination of 
the first two only have been made, but they give results much the 
same as in the other cases. They are, however, interesting as showing 
that the iso-radicals, as compared with the normal, still exert their 
peculiar infiuence on the rotation. The following is a comparison of 
the results obtained with these substances : — 




Ammonia. . 

... N4H 


[h 


I Bu 

Isobutyiamine. . , . . 

... N-^ H 


iH 


fBu 

Diisobufcylamme.'- . 

.... N^Bii 


iH 


Molecular 

rotation. Diff. for 04 Hg (Iso), 

1-818, 

I 3-8741 

5 *692 1 I 0-370 

I 4*244] 


Td get the true effect of the iso-group on the rotations of these 
bases, it would be necessary to compare them with the uoi'mal butyL 
amines, but these have not been examined ; it can be shown, though 
not v<^ry accurately, by comparing them with the propyiamines, in 
which' case the, difference between them should be greater than that ^ 
for the value tMs will be 'found to be the case, 
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Isobutylamine 5*692 

Propylamine 4*563 

1*129 

Difference for CH 2 1*023 

Difference for iso-gronp 0*106 

Diisobnfcylamme 9*936 

Dipropyiamine 7*549 

2*387 

Difference for CHo x 2 2*046 


Difference for two iso-gronps 0*341 


These numbers are as close as could be expected by this method of 
comparison, and cleaidy show that this iso«groiip influences the 
rotations of amines in the same manner as it does other classes of 
compounds. 

The results produced by the displacement of the hydi’Ogen of 
ammonia by alcohol radicals stand alone ; the only other analogous 
cases occur in the displacement of the hydrogens in water by ethyl, 
when the rotations increasingly rise with each, much as in the two 
first displacements in ammonia, thus — 


Molecular 

rotation. 

Water .............. ^ 1 

Etliyl alcohol O j 2 -780 1 

Ethyl oxide 4 •777-' 


Difference. 


1*780 

1*997 


0-217 


And when the hydrogen in the methyl of methyl alcohol is displaced 
by methyl, but although we at first get an increase in the rotation 
of this group for the first and second displacements, the analogy with 
ammonia then fails, as the introduction of a third atom of methyl 
does not increase the rotation to the same extent as the others do. 


Methyl alcohol 

Ethyl alcohol ........... 

Isopropyl alcohol 
Tertiary butyl alcohol .... 



•H 

Molecular 

rotation. 

HOC^ 

H 

■ Me 

1*640^ 

f 

HOC^ 

H 

[H 

PMe 

2*780^ 

KOcl 

Me' 

[h 

f Me 

4 *019 1 

HOOi 

Me 

[Me 

5-a22-J 


Difference. 


1*M0 

1-239 

1*103 


} 

• imJ 


0*099 

136 
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In alhjlamine we Rave an example of an iinsatnra ted radical dis- 
placing tlie hydrogen of ammonia ; as in the other cases, this being 
a first displacement, ilie radical does not increase the rotation to 
the same extent it usually does in other classes of compounds, thus— 


Ammonia. . 
Allvlamine 




1^1 H 

1-81S' 

[h 


[Al 


nJ H 

5-587. 

u 



Inercfise clue to 


CWs. 


3*769 


Aliylacetic acid 6 '426 

Acetic acid 2 '525 


Increase due to C 3 H 5 . . 3'901 


Ethyl allylacetoacetate ........ 10 '382 

Ethyl acetoacetate 6*501 

Increase due to C3II5 .. 3*881 

Ethyl allylmalonate 11*281 

Ethyl roalonate 7*410 

Increase due to C 3 H 5 . . 3*871 

If compared with propylamine, the increase due to the radical being 
unsaturated will be seen — 

Alljlamine 5*587 

Propylamine 4*563 


Difference 1*024 


This is about the usual difference, although it is a little larger than 
is usually found for compounds containing allyl, 

Pentamethylenediamine is a useful example of the successive dis- 
placements of hydrogen by KH 2 in paraffins. This can be seen by 
comparing its rotation with that of amylamine and then again with 
pentane. 


Pentane 5*638 

Amylamine (calculated) . 6*609 

Pentanaethylenediamine , * , 7*492 


Diiference for 
displacement 
of H by NH. 

0*971 

0*883 


From this' it is seen that the second displacement produces rather 
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less effect on tlio rotation tlian the first ; this we find to he the case in 
other displacements in the paraffins, as in the hydroxyls of glycerin 
previously referred to, &c. 

Before considering the rotations of piperidine and pyridine, it will 
he as well to consider those of the two nitriles, propionitrile and 
glntaric nitrile (cyanide of trimethylene). To compare these com- 
pounds it will he the simplest plan to add 1*023 to the rotation of 
propionitrile, which will give the value of butyronitrile, viz., 1’023 + 
3*331 = 4*354, and both numbers will then he related to compounds 
of the same hydrocarbon ; we then get the following comparisons - 


Propane (calculated) 

3*590 1 

0-764 

Butyronitrile (calculated). 
Glutyronitrile 

4- 354 1 

5- 136/ 

0*782 

Average .... 


0-773 


In this case the first and second displacements by OhJ" give nearly 
the same numbers, the second being slightly the higher; this is excep- 
tional in componnds of this class, and may possibly be due to some 
slight impurity in the glutyronitril : the numbers, however, cannot 
he far from the truth. 

Fijjeridine , — The magnetic rotation of this base is very low, show- 
ing cleaxdy that it is a saturated compound. The following is a 
comparison of it with amylamine, which contains two atoms more 
hydrogen : — 

Amylamine 6*609 

Piperidine 5*810 

0*799 


This is a rather larger difference than is usually found between a 
saturated fatty compound and a saturated ring compound, and is 
more than the value of 112(0*508) by which they differ. 

A number of ring componnds discovered by my son have bad their 
magnetic rotation determined, and wull show this ; those containing a 
methyl group will require to have the usual amount deducted from 
them, as it has been shown that this increases the i-otation by about 
0*1 il, as in iso- and secondary compounds. 


Valeric acid, C 6 H 10 O 2 5*513 

Tetramethyleuecarboxylic acid, CsHsO^ .. ... .. 5*049 

■ Difference'*.*'.^..’**..... 0*464 
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(Enantliylic acid, OtHuO^ 7*552 

Metliylpeatametliylenecarboxylicacid, OiHiaOs. . 6*928 

0*624 

Less ...» O'lll 

Difference 0*513 

Oaprjiic acid, CyHioO^ 8*565 

Methyihexamefcliyienecarboxylic acid, GsHhOs . . 7*974 

0*591 

Less 0*111 

Difference 0*480 

Etbyl propylmalonate, OeHgOiEts 10*370 

Ethyl tetramethyienecarboxylate, C 6 He 04 Et 2 . . . 9*940 

Difference 0*430 


The average of these diffei'ences is 0*471, not very far from the 
value of H 2 by which they differ, but only a little more than half the 
difference found between amylamine and piperidine; in this case, 
however, we are dealing with a base, and it has been seen that sub- 
stances of this class are somewhat exceptional in their behaviour; 
this, therefore, may be the cause of the variation. 

Pyridine has also a very low rotation if considered in relation to 
aniline, from which it differs only by CHo, thus — 

Aniline 10*162 

Pyridine 8*761 

Difference 7*401 

in fact, it is lower than benzene, from which it differs only by having 
IN substituted for OH, and the value of this element as IN''^ is not 
very different from that of CH (see p. 738) . 

Benzene 11*297 

Pyridine 8*761 


■ 2*536 

Less for H.... 0*254 

Difference 2*282 

This is' very ^ remarkable, especially when we find' that the intro- 
duction' of INHa- intO' benzene increases its rotation so much. ■ 
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Aniline 16*162 

Benzene 11-297 

Inflnence of ISTHs 4*865 

By comparing pyridine with, piperidine the effect of the difference 
of He, by which they vary in composition, will be seen. 


Pyridine 8*761 

Piperidine 5*810 


2*951 

This shows how much the higher of the two the rotation of pyridine 
is, through being an nnsaturated compound, although of less molecular 
weight than piperidine. This is not very far from three times the 
difference enlisting between saturated and nnsaturated compounds 
differing from each other by Ho. 

Isobutylamine with Water and Alcohol. — As aqueous and alcoholic 
ammonia appear to be simply solutions of HHs in these solvents, it 
was thought that it would be well to see if a monamine acted in the 
same way. Solutions consisting of equal volumes of isobutylainine 
and water, and isobutylamine and alcohol, at 15°, were therefore 
made ; in both cases heat was evolved and contraction took place; the 
latter will be seen by a comparison of the found and calculated den- 


sities of these mixtures. 

Wafer and Isobutylamine. 

Density found 0*9002 

Average density 0*8681 

Difference due to contraction . . . 0*0321 

Alcohol (^absolute') and Isobutylamine {the mean of iioo ^refarations) . 

Density found 0'7791 

Average density 0*7656 

Difference due to contraction. . . . 0*0135 


On comparing the magnetic rotations of these mixtures, it will be 
found that a small amount of combination is indicated. 

Bqual Volumes of Water and Isobutylamine, 

Molecular rotation of mixture calculated 


from constituents 11*200 

Molecular rotation of mixture found ..... 11 *099 

, .'Difference ' . * . . . • ' ' 0*101 
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IBqual Yolwnies of Alcohol and Isohutylctmine. 
Molecular rotation of mixture calculated 


from constituents 10*459 

Molecular rotation of mixture found 10*361 

Difference 0*-098 


Fiperitline and Water . — This base has a great attraction for water, 
and eousiderable heat is evolved on mixing these two substances. 

The mixture examined had the composition C 5 H 11 N 4* OH 2 . The 
followiug is a comparison of the average and found densities of the 


mixture : — 

Density found 0*9133 

Avei'age density 0*8897 


Difference due to contraction . . . 0*0236 

This is a considerable contraction for the small quantity of water 
used, viz., 17*07 per cent. The magnetic rotation of this also shows 
a small amount of combination. 

Molecular rotation of mixture calculated 


from constituents 6*810 

Molecular rotation found 6*724 

Difference 0*086 


The rotation of isobutylamine with water and alcohol, and of 
piperidine with water, therefore indicates that these mixtures contain 
a email quantity of unstable compounds, of the composition — * 

the amount most probably varying with the temperature, as was found 
in the examination of mixtures of aldehyde with water and alcohol 
(Jour. Ghem. Soc.^ 1887, 61 , 815 — 819), and of course may be the case 
with solutions of ammonia, but, if so, the amount entering into com- 
bination at the temperatures at which the rotations were observed 
was too small to appreoiably affect them. 

Value of Nitrogen. 

Drom the foregoing results it is possible to get an estimate of the 
amount of influence nitrogen has on the magnetic rotation of bodies. 
In the first place, it will be as well to consider it as i.t exists in 
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nitmiesy wliere it is in a pentavalent condition. If tliese bodies have 

the composition B.0 — it will be necessary to subtract from a 

nitrate, the value of the radical, also that of one oxygen as found in the 
hydroxyl of acids, namely, 0*137, and for the two oxygens which are 
fully saturated with nitrogen, that is the values which this element has 
when fully saturated wdth carbon, viz., 0*261, which is probably the 
same as if saturated with nitrogen. We then get from ethyl and 
propyl nitrates the following results : — 


Ethyl nitrate 


.3-084 

Ethyl 

2*300] 


Os saturated by N 

0*522 > 

2*959 

0 in hydroxyl of acids. . 

0-137 J 


.... 


0-1-25 

Propyl nitrate 


4-085 

Propyl 

3*323] 


Go 

0 522 > 

.3-98-2 

0 

0*137 J 



0*103 


These numbers are not far apart, and shbw that the value of nitro- 
gen when saturated is veiy low, namely, about 0*114. 

This method of calculation cannot be satisfactorily applied to nitro- 
compounds, because we have no very definite information as to the 

effect produced on the rotation when is in direct union with 

the carbon of an alcobol radical, except that it appears to reduce the 
value of the hydrocarbon radical to a smull extent. 

ill the nitrites the nitrogen is trivalent. We can get a value for it 
in a similar manner to that used with nitrates, taking the constitution 
to be 

R-O-NlO. 

It will be more simple, and perhaps more correct, if the rotation of 
propyl nitrite be used in this estimation ; this is easily obtained from 
that of isobutyl nitrite, by adding to the rotation of propyl nitrate the 
difference found between isobutyl nitrite and nitrate ; this is 0*330. 
Propyl nitrite will therefore be 4*085 (propyl nitrate) + 0*330 — 
4*415. 
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Propyl nitrite 4'415 

Propyl 3 '3 231 

0 saturated witli IN 0'261 r 3*721 

0 as in Hydroxyl of acids 0*137 

IN'" 0*694 


THe rotation of nitrogen in bases can be found approximately 
by subtracting tbe rotation of a paraffin from a base and tiien the 


value of H from tbe remainder. 

Amylamine (calculated) 6*609 

Pentane 5*638 

NH 0*971 

Less H , 0*254 

W" 0*717 

The cyanides also can be used to give a value, thus — 

Ethyl cyanide 1 

Isopronitryl / 

Less ethyl 2*300 

ON 1*031 

Less C 0*515 

IN"'..., 0*516 

Taking trimetbylene cyanide we get — 

Trimetliylene cyanide 5*136 

Trimetbylene, CH 3 X 3 — 3*069 

(CjN) 2 . 2*067 

LessCa 1*030 

' 1 ^ 2 "' 1*037 

bT"' 0*518 

At ei’age value of N"' = 0*611, 


In tbe cyanides tbe value comes a little lower than in tbe other pro- 
ducts, but it is possible that tbe value of carbon subtracted is not quite 
correct, as' we do not know its true value when tbree-fourtbs ■ saturated 
with nitrogen; though of course in all tbe values found for tbe 
elements tbey are only approximate and not absolute, as they are 
found to vary slightly in different series of compounds,/ and in some 
^ instances tbey vary considerably. These numbers, boweves:*, show ihe 
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interesting fact tBat nnsatTirated nitrogen has a very much. 

greater influence on the magnetic rotation of compounds containing it 
than when it is saturated (N"'') ; this is about 0*5, taking the average 
of all the values given, and practically half the amount of the difference 
usually found between saturated and unsaturated carbon compounds 
(differing by H 2 ). 

The clearest evidence of this is, perhaps, after all, best seen in the 
comparison between a nitrite and nitro-coinpound, where both have 
the same composition, the variation due to difference of constitution 
probably not reducing the rotation of the nitro-compounds by more 
than about 0*1 ; this would then leave 0*468 between these compounds 
in favour of over 


Hydrochloric, Hydrohromic, and Hydriodic Acids. 

When studying the magnetic rotations of the aqueous solutions of 
these acids, one striking fact is noticed, and that is the magnitude of 
the numbers as compared with those deduced from the rotations of 
the chlorides, bimmides, and iodides of the alcohol radicals. The 
lattei*, however, refer to the acid in combination, and not in the free 


state, but the addition to them of about 0*2 will make the 

necessary 

correction for this. 

The nnmhers are as follows : — 



In combina- 

In free 


tion. 

state. 

Hydrochloric acid 

. . Cl 1-733 + H 0-254 = 1-987 

2-187 

Hydrohromic „ 

. . Br 3-562 -f H 0-254 = .3-816 

4-016 

Hydriodic ,, 

. . I 7-757 -f H 0-254 = 8-011 

8-211 


Concentrated aqueous solutions of these acids were first examined, 
and these gave molecular rotations for the pure acids nearly twice as 
large as the above ; a more dilute solution of one of the acids was 
then examined, and this gave a still higher i*esult, and it soon became 
evident that acids in different states of concentration gave different 
results ; it appears necessary, therefore, to examine a graduated series 
of each acid, commencing with very concentrated and finishing with 
dilute solutions. The following are the results obtained 

Mol. rotation 
of HCL 

4*045 
4*215 
4*303 
4*405 

^ 4 * 419 ^ ' . 


Hydrochloric acid . . . 

,, . - * 

; ' ' 75 . * . 

If , * • ‘ 


41 ’70 per cent. TECl 

36-5 „ „ 

30-86 ■ ■ „ „ 

25-60 „ 

.15-63 „ „ 
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Mol. rotation 
of H Br. 
7-669 
8*061 


Hyilrobromio acicl 


65'59 per cent, HBr 
56*00 ,5 j’ 

89*71 5) 

24*60 


Hydriodic acid 67 02 per cent. HI 


51 

55 


6510 

61-97 

56-78 

42-70 

Sl-77 

20-77 


8-415 

8-547 

8-519 

Mol. rotation 
of HI. 
17-769 

17- 868 

18- 117 
18-308 
18-403 
18-451 
18-428 


T , .,11 ttese series it is seen tbat the molecular rotations found for 
.1 re ttds first rise as the solution is diluted, and then become 
rriw Btationl-y the variations of the last two numbers m eacn 
SSs ni being more than might be expected from experimental 

'Te'se results have beeu graphically repi-esented ou Fig 3; in this, 

two curves start from the calculated values of each acid, onerepre- 
sintimr the rotations in reference to the percentage of 
other hi reference to the molecular composition of the solution. 11 c 
tei for these are both given on the top of tho diagram while 
those for the rotations are given in three eohimns, one ou the k t 
- 1 on,l two on the right side, each headed ivith the formula of the 
-^1 it refers to This ai-rangement was adopted to get the three sots 
tarly as possible in juxtaposition. It will bo noticed 
how great a similarity there is in the character of these ciuvts, 
esoecially those corresponding to the molecular proportions; each 
O- ranidlv from the calculated rotations of the acids and then 
turning off to a horiaontal line. The difference of the 
h^hit rotation, represented by the horizontal lines from the ^Icu- 

fated is in all cases more than twice as large as the latter, thus 

HCl. HBr. HI, 

8;633 

Calculated number 2 187 4 Qlb 


4-517 


10-224 


Difference 2225 

All the rotations of these acids closely approach the hpmontal line, 
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and tlierefore tlieir Mgliest rotations, when they contain from 6 to 
7 mols. of water. 

It is very difficult to form a conception of the meaning of these 
results, so far as experiments have gone. Acids when diluted with 
water either combine with it, and thus cause a reduction in the 
rotation, as sulphuric (/. Cliem. 8oc.^ 1886, 49, 782 — 784) and nitric 
acids, or are not influenced by it, as in the case of formic, acetic, 
propionic (/. GJiem. Soc., 1886, 49, 778 — 781), glutaric acids, &c., 
but in no case does an increase take place ; such a result would 
indicate dissociation. It was thought that something of this kind 
might take place, the very concentrated acids possibly containing 
complex molecules built up of several molecules of the acids, arid 
breaking down on dilution ; thus the highest rotations would be the 
correct ones for the simple acids, but the difficulty in the way of this 
is that in compounds in which the halogens must exist in single 
atoms the I'otations of the acids deduced from them are only half 
those found in the examination of the dilute solutions. On account 
of the difficulty of finding an explanation, experiments were made to 
see if the solvent played any part in this matter; it was, however, 
found very difficult to gee a liquid which would dissolve these acids 
in sufficient quantity, and at the same time not to be afiected by 
them. Acetic anhydride, for example, was found to change rapidly 
into acetic acid and acetyl chloride, or bromide, according as it 
was satoated with hydrochloric or hydrobromic acids. Heptane 
was found to be only capable of dissolving about 1 per cent, of 
Iiydrochloi’ic acid. At last isoamyl oxide was tried, and this dissolved 
about 18 per cent, of hydrobromic acid and 13 per cent, of hydro- 
chloric acid. Unfortunately hydrobromic acid was found to gradually 
act upon it, so that it could not be examined in this solvent. Hydro- 
chloric acid, however, has no influence upon it. Its solution in this 
substance was therefore examined. Two preparations were made, and 
these gave, tke following results 

Mol. rotation. 

HOI. 

. 2*211 
. 2*265 


Average . . ^ 2*238 

Calculated rotation 2’ 187 

Difference....... 0*051 

These two results are very 'interesting, as' they are quite ' different 
from those obtained' on the examination of . aqueous solutions, and are 
Ton. ,LY. ' , 3 'f, ' 


I. Containing 10*68 per cent. HCl gave 
II. ^ „ 12*82 „ 
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as close to tRe calculated as could be expected, considering tlie small 
percentage of acid contained in the specimens measured. ]Yo doubt 
if iijdrobromic and hydriodic acids could haYe been examined 
in the same way analogous results would have been obtained. It 
appears therefore that the calculated numbers for the halogen acids 
are practically the correct ones, and that the high results obtained 
from the aqueous acids are abnormal^ and in some unaccountable way 
caused by the presence of w^'ater, though, as already mentioned, 
chemical union with water would not increase, but reduce the 
rotations of the acid, according to all previous experiments. 

G. Lemoine Ghem. Phjs. [5], 12, 239), as well as Bertholet, 
have noticed the peculiar fact that, whilst gaseous hydriodic acid is 
decomposed by light the aqueous solutions are not, this seems to 
indicate that water has some peculiar influence upon this acid. 


Balts of Ammonia and Gomjpotmd Ammonias. 

The results of the examination of- the solutions of the salts of 
ammonia and the compound ammonias containing hydrochloric, 
hydrobromic, and hydriodic acids are not less remarkable than thqseL_ 
of the acids themselves, except that the efeot of various degrees of 
dilution does not influence the molecular rotation of the salts ; this 
will he seen from the results of the examination of the four aqueous 
solutions of ammonium iodide and the two of ammonium bromide, as 
given in tlie following tables : — 


Mol rotation. 
NH4X. 

I. hTHJ, 60*44 per cent., . . , 19*936 

II „ 58*46 „ 20*032 

III „ 54*64 „ 19-971 

iY. „ 30*50 „ 20*049 


Average , * 19*996 

Mol rofcstion. 
NH4Br.' 

I. 40*42 per cent 10*159 

IL „ 25*00 „ 10*196 


Average . 10*177, 


iFrom these it will be seen that although the solutions vary ve 
considerably in skength, yet they give numbers wMoh are prac^''*-*'' 

■the sameinboth mstances, 
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considering the results of the examination of the aqueous sola t ions of 
other salts referred to in this paper. 

On considering the rotations obtained with solutions of the different 
salts formed by ammonia and the cora2}ouiid ammonias with the 
halogen acids, it will be useful to find what their calculated rotations 
are, so as to compare them. 

The rotation of the acids taken in this place will have to be those 
fonnd for them in combination, already given on page 739, then, as 
ammonia and the compound ammonias contain nnsatnrated nitrogen 
which will become satni-ated on their union with the above acids, 
this, as shown elsewhere, will reduce the rotation by about 0*5. The 
rotations of these salts may then be calculated thus : — 


Calculated, Found. 

N^iHCl - HCl 1 *987 + NF3 1 *818 - 0*S 4*305 6 *096 

NHsFtHCl - HCl 1 • 987 + NH.Et 3 *609 - 0 *5 6 *096 7 *997 

N H EtaHCl = HCl 1 *987 +• NHEt-s 5 *662 ~ 0 *5 ..... . 8 *149 9 *893 

Nm^HCl « HOI 1-987 + NBta 8*518 - 0*5 11*005 11-739 

C^HuNHCl - HCl 1 *987 + CgHuN 5*810 - 0 *5 ...... 8*297 10 -034 

NH4Br - HBr 3 -816 -f NH., 1 * 818 - 0 *5 6*134 10 * 177 

NH4I HI 8*011 + NHs 1*818 - 0*5 10*329 19*996 


From the above it will be seen that the experimental results arc 
greatly in ‘excess of the calculated, and on examining them they are 
found to be nearly equal to those which would result from simply 
adding together the rotations of the bases, and the highest or 
abnormal rotations of the acids, no allowance being made for combb 
nation or saturation of nitrogen — : 


Abnormal rotation. Calculated. Found. 

NH4CI ' « HCl 4 “412 + NHs ,1 -818 6 *230 6 *096 

NHaEfcHCl -= H014-412 +' NHgEt 3*600. 8*021 7“097 

NHEtsHCl « HCl 4 *412 4- NHEta '5 *662 ' 10, *074 ■ 9 *896 

NEtsHCl HCl 4 -412 + , NEtg 8 *518 ' 12 *930 ' ' 11 -739 

CgHiiNHCl- H0i4*412, + '05HuN5*810.... 10*222 10*034 

NHiBr , ' - HBr8*533 + NH3 ■ .1*$X8 ' ' 10*351 10*177 

NH4I , - HI 18 *436 + NHa / 1 *818 ' 20 *253 ' ' 19 *996 


It is thus seen bow little the nnrabet'S obtained in this manner vary 
from those found, except in the base -of' trie thy la, mine hydrochloride, 
which will be referred "to fu,rther' On. ,■ The ,hydrochloi4de' of piperi- 
dine,' which' is''' analogous "te a'diaminej behaves "in ' the' same way 
salt's of ''that class; 'The 'Only '.'explanation,'' T can fad for, these 
remarkable' '','tesults'is, ''that'', 'thes4CsMfe when, ,in , solution are .almbst' 
'. ' '' ':"V 3 ''f ' 2 V';', 
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entirely dissociated into fheir acids amd "bases, the acids, owing^ to 
the presence of "water, acqairing the high or abnormal values ; the 
slight dife'ence between the calculated and experimental numbers 
heing ■ due to the presence of a very small quantity of iindissociated 
salt. In the case of triethylamine, the amount of dissociation is 
evidently considerably less than in the other salts, the third molecule 
of ethyl it contains adding to its stabdlity. This is only what might 
be expected, as the addition of a fourth molecule yields the remark- 
ably rstable chloride of tetrethylammonium, This has also been 
examined, and probably does not dissociate when in solution, or 
only to a small extent. The rotations obtained from the chloride 
of tetrethylammonium and the hydrochlorides of ethylamine and 
ammonia have been plotted out side by side wifch the calculated 
numbers in Fig. 4. ’ From this it will he seen that the calculated 
numbers form a curved line (similar to the ethylamines, Fig. 2, 
facing p, 730), but straightens a little between triebbylamine hydro- 
chloride and triethylammonium chloride, whilst the experimental 
form a straight line j the latter, owing to the dissociation of the salts, 
is considerably far apart from the ciit'ved line in the lower portion of 
the figure, but both meet at the top, at a point representing tatrethyl- 
ainmonium chloride. It will also be seen that the distance between 
the curved and straight lines is less at the points representing tri- 
ethylamine hydrochloride .than at those representing the other hydro- 
chlorides, thus showing. a smaller amount of dissociation. 

From the different results obtained from solutions of hydroohlonc 
acid in two kinds of solvents, it appeared desirable to exam.ine some 
of -these salts in solvents other than water. Solutions of diethyl- 
amine hydrochloznde, and ammonium iodide in absolute alcohol were 
therefore employed, as no other suitable solvent could be found, but 
from the rotations obtained dissociation evidently takes place,, though 
not to-quite so large an extent as when water is used, as the following 
numbers show::—* 

MoL rotation. MoL rotation. 

Aleohoiio Aqueous 

solution, solution. Calculated. 

Biethylamiue hydrochloride . 9'674 9'896 7T49 

Ammoniam iodide * 18'955 20*032 10*409 

All these results made it important to study the behaviour of some 
other salts of. ammoniam when, in solution, and for this purpose 
aqueous solutions'' of the nitrate, acid sulphate, and. neutral sulphate 
of am..nioni.um' were employed. ■ Nitrate of amm'onium is"not supposed 
to 'disspoiate to any appreciable extent^ nor is it like'ly that the acid 
sulphate would ; the neutral sulphate, however, is loiown to do so t0 
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some extent, as it gives off some of its ammonia wlien its solution is 
boiled. 

The calculated rotations for these salts compared witli the experi- 
mental rotation are as*, follows := — 

Nitrate of Ammonium. 

HlsrOs...... 1-180 

EHs 1-818 

Less 0*2 reduction due to‘ combination and 
0‘6 for the nitrogen being saturated = 

0-7 

2*298 

J'onnd 2*320 

Difference 0-032 

Acid Sulphate of Ammonium. 


H 2 SO 4 2-315 

.... ....... 1-818 

4-133 

Less 0-7 as- above 0*700 

3-433 

Found' 3*455 

Diffei*ence 0*022 

Neutral Sulphate of Ammonium. 

.H^SOi' 2*315 

{NR,)2 3*636 

5*951 

Less 0*7 as above X 2 . . 1*400 

■ 4*551 

Found. ............... 4*980 

Difference 0*431 


From this it is seen that the nitrate and acid sulphate of ammonium 
give results, very nearly identical with ' those , calculated. This is 
valaaMe in two ways— first, . inasmuch as, it shows the method of 
calculating the rotation of these,' salts to be trustworthy ; and, secondly, 


1 2*998 
J 0*700 
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■I 1 Kv tlio 'halop’GTi acids and tlioh^ 

tliat the very liigh nninbera ° ‘ ammonias arc abnormal, 

salts with ammoma ^ P , ^3 ammonium is rather liigber 
The rotation of the Uttlo low, as the mtro- 

tban the calculated, pio ■ _y ^ ^3 attended with a 

auction of a second ^ represented by 07 ; it 

slightly smaller for all the difference found, which 

would not, however, J dissociation of the salt, 

is no doubt determination of the magnetic rotations 

It is very ® i^ distinguishing between those 

of salts m solution ^ dissociate in the presence of 

salts tliat do and those ^ extent of dissociation. 

water, 9s well as to ,^vG an 1, ea ^ ^ tllenglit tlat tie 

Witl re^rd « ol tl^ salt, a.dcr 

numbers obtained f 01^ w-iv correspond with those of the 

consideration might in som however, to bear in the least 

magnetic rotations ; they do not appear h , , ^^l^rides 

upol this subject, chloride of irobtlined 

of the ethylamines giving num • fWamine hydrochloride is 

nitrate and sulphate of „^^ber for its heat of 

— - 

the otherhydrochlorides, and there|re 

.xientralisation of most of the salts enammed 

2(NH, + HQl) = 24.544 cal. 

2(NH2Et + HOI) 26,880 „ 
gfHHEta + HOI) = 26,620 „ 

2(NEt3 + HOI) = 17,480 „ 

2(m + HNO3) = 24,644 cal. 

2(NH3 + HaSOi) ^ 28,152' „ 

-The Triaeipal re.alt. of thi. »»»* «a, be bri.Jy .u«™l »P » 

• *°Sie^eidwb.ndila.eawifhw.t.r.embin..witi^ 

eo™poaai»g lo'orlb.phi»pb.rie»ia,Ho|ra^ 

Si™ La for™ elber. in an analog.- «y f -Ipbnric and tbe 

' ‘ ihat is, with condensation* , 

'■'L H'". aotS'in a naanper anatogons to PMatUn 
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The low rotations of nitro-compounds as compared with those of the 
nitrites is chiefly due to the former containing saturated and the 
latter misatnrated nitrogen. 

That aqueous and alcoholic ammonia, at the ordinary temperature, 
appear to consist of solutions of ISTHg only ; but in the case of aqueous 
and alcoholic solutions of isohntylamine and aqueous solutions of 
pipexucline a small amount of combination takes place with these 
solvents at ordinary temperatnres. 

That in the displacement of the hydrogen in ammonia by alcohol 
radicals the rotation is not increased by the usual amount due to the 
change of composition for the first, hut it increases for the second, 
and becomes very large for the third displacement, and in the displace- 
ment of the fourth hy drogen in ammonium salts it is still larger. 
aasThe introduction of iso-radicals inci^eases the rotation more than the 
normal ones to quite the usual extent. 

Allylamine behaves like other unsaturated compounds, giving a 
considerably higher rotation than the corresponding saturated base, 
propylamine. 

Pentamethylenediamine shows that the effect of a second displace- 
ment of hydrogen in paraffins by hrH 2 is to produce slightly less 
influence on the rotation than the first. 

Piperidine has a rotation showing that it is a saturated compound ; 
it is, however, slightly lower than that usually found for saturated 
ring-compounds when compared with par.affin-derivatives. 

H 3 ^drochloric acid, when examined in its solution in amyl oxide, 
gives a rotation practically the same as that found for its elements 
when in compounds, that is H in paraffins and Cl in the chlorides of 
the alcohol radicals, with the addition necessary to represent it in the 
free state, 2*238 being found and 2*187 .calculated- . 

The solutions of hydrochloric acid in water give abnormally high 
rotations for this acid, increasing up to certain limits with the 
dilution of the solution, the highest rotation being more than double 
that of the calculated. , ' 

Aqueous solutions of hydrobrpraic and hydriodic acids also behave 
in an abnormal manner, like those of hydrochloxic acid, the results 
^ being rather more strongly marked. ' This cannot, he explained ■ on the 
assumption that the acids 'combine. with water,' such a result would 
lower ,ins'tead of increase the rotation. ' 

The rotation „of amnionium 'saltshyben, ,, in, aqueous solution, is not 
influenced by the strength of the solution, 

' ' The salts, of ammonia and the:;, compp and 'ammonias' with' hydro- 
chloriO', hydrobromio, a-nd, hydriodic .acids when^ in aqueous solutions 
'give; very high rotations, which'.' ca.n' only be, explained on the assump- 
tioE'that 'they w almost entirely in a, state of 'dissociation^ ' Their 
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acids, on accoimfc of tbe water present, would tlien possess tlie 
abnormal rotations referred to above, and tliis would give tbe 
solutions their high values. Alcobolic solutions of ammouium iodide 
and dietbylamine bjdrocbJoride bebave like tbe aqueous, but tbe 
rotations are not quite so bigh^ showing less dissociation. 

Trietbylamine bjdrocbloride does nob dissociate nearly so much as 
tbe other hydrochlorides, and tbe chloride of tetretbylammoniuin is 
thought not to dissociate at all, or only very slightly, when in 
aqueous solution. 

Aqueous solutions of tbe nitrate and of tbe acid sulphate of am- 
monium give normal rotations, showing no appreciable ainoant of 
dissociation. The neutral sulphate, however, gives slightly high 
rotations, clearly indicating that it does dissociate to a small extent 
when dissolved in water. 

The following is a list of the substances examined, with their 
molecular rotations, and the numbers of the pages where they are 
referred to in this paper : — 


Nitric acid ..... 
Orthonitric acid 
Methyl nitrate . 
Ethyl nitrate. . , 
Propyl nitrate . 
Isobutyl nitrate 
Ethylene nitrate 
'Nitroglycerin. . . 


Substance. 


Molecular 

rotation. 


Page. 


I’lSO 
1*930 
2*057 
8 *084 
4*085 
6*180 
3*768 
5*405 


680 , 724 , 725 

681 , 724 

682 , 722 , 725 

682 , 722 , 725 
688 , 722 , 725 

683 , 722 , 726 

684 , 726 

685 , 726 


Isobtityl nitrite 


6*510 


686 , ' 723 , 727 


Nitroniethane 
Nifcroefchane . 
Bifcropropane. 
Chloropicrin . 


1 *858 
2^837 
3*819 
5*384 


687 , 722 , 728 
, 087 , 722 , 723 

688 , 722 , 727 

689 , 728 


Ammonia (aqueous solution) ♦ 

Ammonia (alcoholic solution). ...... . 

Ethjlamine 

Dietbylamine, 

Triethyiamine 

Propylamine ^ . 

Dipropylamiue 

Tripropyiainme, . 

Isobutylamine 

IsoHuty'lamine (aqueous solution) 

Isobutylamine (alcoholic solution) ^ , 

Dnsohutylamine ...... .. 


1*810 
1*826 
8*609 
5*662 
8*518 
, 4*503 
7*549 
11*664 
6*692 
5:567 ^ 
5 * 593 " 
9*930 


089 , 728 
690 , 728 
691, 728 
691 , 728 '' 

692 , 728 
' 692 , 730 

693 , 730 
‘ 694 , 730 

694 , 730 

695 , 735 
690 , 735 ,' 
097 , 730 ^. 
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Substance. 

Molecular 

rotation. 

Page. 

AllvJamirsft 

5 

587 

697, 

732 

Pentametbylenediamine 

. .4 



7 

492 

698, 

733 

Piperidine 




5 

810 

699, 

733 

piperidine (aqueous solution). 

. . 



5 

724 

700, 

736 

Pyridine. 

... 

•* 


8 

761 

700i 

734 

Propionitrile 




3 

33,1 

701, 

733 

Trimetbylene cyanide ............. 

... 

•• 


5 

136 

702, 

733 

Ammonium cbloride. 




6 

096 

712, 

743 

Ethjk,mine bydrocbloride (in aqueous- solution) | 

7 

997 

713, 

743 

Bietliylamine ,, „ 


, 



9 

896 

713, 

743 

Bietliylamine „ (in alcoholic 

solution) .... 

9 

674 

714, 

744 

Triethylamine „ (in aqueous 

solution) .. .. 

11 

739 

716, 

744 

'Petrethyiammonium chloride „ 



Jj . • • . 

13 

624 

715, 

729 

Piperidine hydrocMoride „ 



>9 ...» 

10 

034 

716, 

743 

Ammonium nitrate „ 




2 

320 

721. 

745 

j, acid sulphate „ 



j) 

3 

455 

721, 

745 

„ sulphate „ 

Sulphuric acid 



JJ* 

4 

980 

722, 

745 

.. 



2 

•315 

725, 

745 

Ammonium bromide (NH^Br 40*42 per 

cent, sol.) .... 

10 

•159 

716, 

742 

„ „ (NH4Br25 


»» 

» )•... 

10 

•196 

717, 

742 

Ammonium Iodide (NH ’41 = 60*44 


» 


19 

936 

718, 

742 

„ „ (NH 4 I « 58*46 


» 

„ ).... 

20 

032 

718, 

742 

,, ,, CNH 4 I = 54-64, 




19 

971 

719, 

742 • 

„ (NH 4 r = SO-5 



„ ).... 

20 - 

049 

720, 

742 

Ammonium Iodide in alcohol (NB. 4 I 

= 21*10 per cent.) 

18 

955 1 

720, 

744 

Hydrochloric acid (HOi — 41*70 per 

cent. 

sol.) ...... 

4 

045 1 

702, 

739 

„ „ (HOI = 86*5 



,, ) 

4 

215 

703, 

739 

„ „ (HCl = 30-86 



9, ) 

4 

303 i 

703, 

739 

„ „ (HOI = 25 6 

» 


» ) 

4 

405 ' 

704, 

739 

„ „ (HCl « 15*63 

»» 


9, ) 

4' 

419 i 

, 704, 

739 

Hydrochloric acid in isoamyl oxide (HCl 


12*82 p, c.) 

2 

265 i 

705, 

741 



3.0*68 „ ) 

2 

211 I 

705, 

741 

Hydrobromic acid (HBr 65*59 per cent 

■) 

7 

669 I 

706, 

740 

,, „ (HBr = 56*0 

>} 


) 

8 

061 I 

706, 

740 

„ , „ (HBr = 39-71 



) 

8 

416 1 

707, 

740 

„ „ (HBr = 24-6 



> 

8 ’ 

547 

707, 

740 

„ „ (HBr = 15-47 



> 

8 

519 

708, 

740 

Hydriodic acid (HI = 67*02 per cent.) 

. . 

37 

769 

708, 

740 

„ „ (HI = 65-X 

> 



17' 

868 ’ 

709, 

740 

„ „ (HI = 61-97 „ 




18 

117 

709; 

740 

„ (HI = 56-78 „ 

) 



18 

808 

710, 

740 

„ (HI = 42-7 

) 



18‘ 

403 

710, 

740 

„ „ (HI = 31-77 „ 



18 

451 

711, 

740 

„ „ (HI =20-77 „ 

) 



18 

428 

711, 

740 
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LXIX. — On the Gorrespondence hetween the Magnetic JhtnUon a7id the 
liefrctcUon ci 7 id Dispersion of Light hy Gowpownds contammg 
Nitroge7i» 

By J. H. GLABSTomti, Ph.D., F.E.S., and W, H, Peekin', Ph.D., P.E.S. 

Tbe vsubstances containing nitrogen, tbe magnetic rotation of wliioK 
was described in Dr. Perkin’s recent paper, liave been examined by 
Dr, Gladstone with reference to tbeir refraction and dispersion. Tbe 
following table contains the refractiye indices calcalated from tbe 
observations. ' 


Idqtdd Stihstances. 



Temp. 

Sp. ,gr. 



Mr 

PropylaiTiine 

6*5° 

0*7329 

1*3922 

1 *4022 

1*4111 

13 i propyl auiine .............. 

4 4 

0*7530 

1 

1 *4191 

1 *4281 ' 

IVipropyliiwinp j.. 

4*4 

0'7703 

1 *41,97 

1 *4306 

I 1*'4408 


6*8 

0 *7437 

1 *3999 

1*4099 

'1*4188 


7*6 

0 *7546 

1 '4109 

1 *4211 

1*4301 

Ailylainiufi 

5*2 

0*7787 . 

1 *4234 

1 '4377 

' 1 *4502' 

Mftfchyl-amline 

■ 7*8 

0*9983 

1 *5640 

1 *5966 

1*6324 

Dimetbviauilme ............. 

8*2 

0*9675 

1 *5514 

1 *5834 

1 *6198 

Fenfcaiuetliylenediainine . . . . 
Pip^Tidine 

17*5 

7*0 

0*8821 

0 *8753 

1 -4577 

1 -4542 

1*4699 
1*466! ■ 

1*4803 
: 1*4757' 

Pyridine . 

*12 *2 

0 *9875 

1*5037 

' 1*6254 

1*5468 

Propionitrile . - 

20*0 

0*7843 

6 *9858 

1 *3636 

1 1*3723 

1*3792 

1*4506 

Trim ethylene cyanide 

24*2 

19*8 

1*4315 

1 *4420 

Methyl nitrate. 

1’2090 

■1*3703 

1 *3809 

1*3908 

ithvl 

20*4 

1 *1078 

' 1 *3805 

1 *8912 

1*4005 

1*4134 

Propyl ' „ 

19*6 

1 ’0569 

1*3931 

1:4036 

Isobiitvl ' .. . 

18*8 

1*0165 

1 *3991 ' 

1 *4099 

1 *4193 
; 1*4671 
! 1*4945 ' 

Nitrog-iycol 

18*6 

! 1 *4910 

1''4417 

1*4550 

INitroglycerin 

18*6 

1 *5942 

1 *4682 

1 *48X8 

Nitromethane' ' 

17*5 

20*5 

22*7 

1 * 1394 

1 *3782 ! 
1 *3875 , 
' 1*3954 

1'3898 

1^*4009 

1 *'4090' 

1 *4164 
1*3888 : 

1 *4829 ' 

Nitroethane 

1*0489 

1*0022 

0 '8638 

1 *3983 

1 *4063 

Kitropropane. 

Isobatylnitrite . . 

24*2 

1*3682 i 

1 *8784 , 

Obloropicrm 

17*5 

1 

1*6623 

‘ 1 *4577 

1 ' ' ■ 

1 *4708 


In. additionto these liquids, tbe refraction was' 'determined of several 
gaseous, liquid, or solid bodies dissolved in water, namely, etbylatninb, 
etbylamine hydrochloride, diethylamine hydrochloride, triethyl amine 
hydrochloride, piperidine hydrochloride, hydriodic acid, ammonium 
iodide, ammonium nitrate, and ammonium sulphate. In each case 
the solution was a very strong one, so that the probable error from 
, necessary ' dilution of the substance' was .heyor grqat. , , 
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' The following table contains ibe molecnlaT magnetic rotation, 
molecular refraction, and the molecular dispersion of tlie substances 
in question, together with those of a few others where the three 
properties have not been determined from the same specimen ; the 
latter are indicated hy 


Substance. 

Pormnla. 

Mol. mag. 
rotation. 

Molecular 

refraction. 

Molecular 

dispersion. 


NH 3 

1 

810 

9 

03 

0 

■50 

’^Efchjlamine 

NEtHa 

3 

•609 

24 

■47 

1 

■19 

*',Diethylamine • 

NEtoH 

5 

‘662 

39 

■36 

1 

96 

^^Triethylamine • 

NEta 

8 

518 

54 

•62 

2 

'76 

Propylamine 

NPril.. ...... 

4- 

■563 

31 

■57 

1 

■52 

Dipropylamine 

NPr.H 

7- 

549 

54 

■80 

2 

■62 , 


NPrs 

11 

'664 

77 

■91 

3 

92 

Isobnfcyiamine 

NBuH-i 

■ 5' 

■692 

39 

■25 

1 

■86 

Diisobiit-Tlamine 

! NBuoH 

9 

•936 

70 

■24 

3 

29 

^Ammonium chloride ...... 

NHa-HOl .... 

> 6 " 

■096 

22 

•33 

1 

'52 

Ethylamine hydrochloride . . 

i NEtHaHCl ... 

I 7v 

•997 

; ,37 

•18 

'2 

'06 ' 

Diethylamine „ .... 

NEt.,H*HGl . . 

1 9 

•896 

51 

■86 

2 

•69 

Trietbvlamme „ .... 

NEtaHCi 

11 “ 

•724 

1 65 

*78 

3 

■26 

Tetrethylammonium chloride 

: NEt4Cl 

13 ■ 

■626 

80 

•70 

3 

•78 

Allylamine * 

NAUH 3 

5 

■587 

30 

•99 

1 

•96 

Aniline 

NCsH;.. 

16 

‘162 

52 

■09 

5 

•96 

Metbylaniline 

NCgHeMe.... 

19 

‘629 

60 

•45 

7' 

33 

Dimethyl aniline. ........... 

.NGfiHeMea ... 

22 

•823 

68 ' 

•96 

8 ' 

•5S 

Pcntamethylene diamine .... 


! 7 

•492 

52 

•93 

2 

•61 

Piperidine .... 

NC 5 H 1 , ...... 

5- 

■810 

44' 

11 

2 - 

09 

„ hydrochloride. . , J 

NCgHuHCl . , 

10 

■034 

56 

•57 

2 ' 

*96 

Pyridine 



8 

■761 

40 

•30 

1 3 

*44 

Propionitrile 

NO 3 H 5 

3 

•331 

25 

•50 

! ' 1 

•09 

Trimethylene cyanide ...... 

(NC).j(.CHs)».. 

6 

•136 

41 

'15 

1 

•82 

Afethyl nitrate 

MeNOj 

2 

•057 

23 

•59 

1' 

■30 

E %1 „ 

EtNOa 

3 

•084 

31'' 

•26 

^ !■ 

■64 


PrNOa^....... 

'4' 

•085 

39' 

•05 

' 2 

•02 

Isobtityl „ ' 

BuNOa : 

B 

•180 

46 

•72 

2 

•36 ' 

^Nitroglyeol 

C2H4mc)s)3 .. 

3 

•768 

45 

•03 

2' 

•59 

Niti»oglycerin 

ca(ko ,)3 .. 

5 

‘405 

66 

•67 ' 

3 

•74 

.Nitromethane .......... .... 

MeJrOa 

1 

•858, 

20 

,'25 

1 

'•22 

Nitroethane 

EtNOa ....... 

2 

•837 

' 27 

•71 

.. ' 1 

•53 

Hitropropane 

' PrNO... 

3 

•819 

35 

•11 

,1 

•87 

Tsobntyl nitrite 

BuNOs ...... 

' 5 

■510 

43 , 

•90 

' 2 ' 

■35t 

.Dhloropicrin 

COlsNO, 

■ B 

•384 ■ 

45 

•29, 

2 

•50 

Hydrochlorie ,e<cid (36*5, p, c.) 

HCl 

4 

•'215 . 

14 

•45 

1 

•'X 2 

;Hydriodio acid (65T p. c.) 

HI.,.. ..... 

17 

•868 > 

31 

•87". 

4 

T9 

Hydrobromicj acid (dilate) . 

HBr. 

8 

•533 .■ ' 

20 

•65, 

2 

•19' " 

; Ammonium iodide. 

NH 3 HI ........ 

19 

‘878 

39 

'66 

.4 

•sat ' 

^Nitric acid i 

HNOa ....... 

^ 1 

'T80 ' 

18 

*50 

1 

■:13 

.’^^Bulphiiric acid 

H 3 SO 4 .. 

, 2 

•316 

22 

•37 

0 

•97 ' 

''/Ammonium nitrate'. . . .... 

NHsHNOa . 

' 2 

.,■316 

'25 

•23, 

1 

,'•88 ' 

, - sihphat© . 

(NH,)8H3S04 . 

. '^.4 

•980 

■' '39 

•50 

1 

■78' 


t Estimated ^ 

'f Estimated ' , , 
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Tke object of this table is to draw attention* to tlie general cor- 
respondence that exists between these three different properties of the 
snbstances in qnestion; a cwrespondence that points to some connec- 
tion between the rotation of the polarised ray under inagnetie 
inflnence and the retardation of the rays of light in passing through 


a material substance., 

The three columns, tliongh expressing different properties, are 
really comparable with one another^ for in each case the observed 
value is divided by the density of the substance, and it is determi»cl 
not for equal weights but for an equal number of molecules. This is 
shown by the formulae employed for reducing the observations. 

Molecular magnetic rotation = ■ > - — where r, Mw, and d 

^ T X M^y K d 

represent respectively the observed rotation, molecular weight, and 
density of the substance, and r! and Mw?' the corresponding values for 
water. Molecular refraction, generally called I'efraction eq,uivalent, 

= and molecular dispersion, or dispersion equivalent, = 


where and are the refractive indices of the lines A 


and H of the solar spectrum. It has been found that each property 
is determined in the first instance by the atomic composition of the 
substance,, so that it may be laid down as' a primary law that the 
molecular magnetic rotation, refraction, or dispersion of a compound 
is the sum of the molecular magnetic rotation, refraction, or dispersion 
of its constituents. The values which have been deduced under this 
primary law, mainly from the paraffin-group, are, however, subject to 
large modifications,, dependent upon differences in the, structure of 
the compound. Thus a change of valency is attended by a marked 
change of value in these- optical properties^ and they are apparently 
affected by some circumstances which are not as yet recognised in our 
structural formulie. 

From the primary law above given,, the following values have been 
deduced by Perkin for the molecular i*otation of certain elements in 
the paraffin-group of carbon-compounds, and against them have been 
placed the normal values for their molecular refraction and dispersion 
arrived at by Landoit, BriiM, and Gladstone. 
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Molecular 

magnetic 

rotation. 

Molecular 

refraction. 

Molecular 

dispersion. 



1*023 

7*6 

0 U 

c.... 

0-515 

5*0 

0-26 

H...... 

0-254 

1*3 

0*04 

0, alcoholic 

0*194 

2*8 

0*10 

0 , aldeliydic. 

0*261 

3*4 

0*18 

Cl.... 

1-733 

.9*9 

0*50 

Br...... 

3*562 

15 *3 

1*22 

I 

7 *757 

24*5 

■2 *'62 

N, in amanes 

0-717 

5*1 

0*38 


A glaiice at tbis tab^o will sbow that the three colnmas are qaite 
i-ndepeiident. The relative igares for oae substance do not corre- 
spond with those for another, although there is a certain analogy 
between them. 

Directly, however, that we tern to the modifications that are intro- 
duced by -changes in the mode of combination, we find that when a 
change occurs in the one property it is noticeable also in the other 
two, and these changes are in the same direction, though not to the 
same extent; in fact, the variations in the magnetic rotation are 
usually greater than those in the dispersion, and these again are 
much more marked than in the refraction. 

This was first observed by ns some years ago. It struck us as a 
remarkable coincidence that the separate investigations showed two 
different values for oxygen in alcohols and aldehydes, and that there 
was a very great exaltation of the values in the case of unsaturated 
carbon-compounds, such as those containing allyl. We observed also 
that the value of OH 2 in the first and second member of the bomologous 
series (such as the alcohols, the fatty acids, &c.) was different from 
its value in the higher members of the same series, and that these 
differences were always in the same direction. We have since 
noticed also that where there was an abnormally large molecular 
rotation, as in methylene iodide, there is an abnormally large mole- 
cular refraction and dispersion. 

' , Nor have we been the only observers who have been aware of some 
connection between the two sets of phenomena. H. Becquerel, in his 
/^Experimental Researches on Magnetic 'Rotatory .Polarisation,” 
printed, in the Anm. Okem. Fhys*^ of 1B77, .drewnp U' table, which 
showed a 'Certain rough relationship between that property and the, 
refractive index. But as he took no' account of differences in density 
; or ■ molecular weight, he failed to recognise 'the connection between 
these and, chemical constitution.. 
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Kanonnikoff (/. Buss. Ohem. Soa., 1888) also lias pointed out some 
curious relations ' between tbe specific rotatory and the refractive 
power of those chemical substances which under ordinary circum- 
stances exhibit circular polarisation. But this kind of rotation 
appears to be a totally difierent phenomenon from that produced by 
exposure in a magnetic field. 

The series of compounds containing nitrogen seem to afi’oi'd a 
remarkably good opportunity for comparisons, and the results have 
exceeded our expectations. We propose now to consider only the 
more salient points, leaving the smaller questions for future Qon- 
sideration. 

L Gompouncl Ammonias . — At the commencement of the second 
table will be found two good series of compound ammonias, the one 
resulting from the successive substitution of ethyl for liydrogen, and 
the other from successive substitution of propyl, The difference for 
the first is C 2 H 4 , and for the second OsHs, and the value of these 
groups is found by subtracting the figures for ammonia from those for 
ethylamine, ethylamine from diethjlamino, &e. In every instance 
there is an increase, and these are given by the following table : — - 



Molecular 

Molecular 

! , ' ' 

Molecular 


magnetic 

rotation. 

refraction. 

dispersion. 

Ethyl, 1 st substitution 

1-799 

15-44 

0'-69 

,, 2nd 

2 *053 

14-89 

0-77 

„ Srd „ 

2-856 

15 -26 

0-80 

Normal . increase ' for O 2 H 4 * - 

2-046 

15-2 

0-68 

Propyl, 1st substitution 

■ 2 - 75 'S 

22-64 ■ 

1*02 ' 


2-986 

23 -23 

1 -10 


4-115 

-,23-11 ' 

1 *30 

Normal increase for OgHg 

3-069 

22*8',' 

1-02 


: ; ' A noteworthy fact here is the rapid augmentation ^of ' . the , inolecular 
rotation' for each' additional C 2 H 4 or OsHe. ■ 'The , same is clearly indk 
'cated also in the moieoular' dispersion. 'B/is doubtfalin 'the molecular 
refraction, but the irregularities of the numbers are such as may be 
'due to experimental error 

II. EpirorJkUndes 'of the CJomjJomd .Amwo^m^^-^The increase for 
eaoli addition of 0 aH4 in this series is as follows, starting fifOtn 
ammonia hydrochloride : — 
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Molecular 

Molecular 

1 Molecular 


magnetic 

rotation. 

refraction. 

dispersion. 

Etbyb Ist substitution * . 

1*901 

14*85 , 

0*54 

„ 21^ j, 

1*899 

14*68 

0*63 

3rd „ 

1 *828 

13 '92 

0-57 

4th „ 

1*902 

14*92 

0*52 

Normal increase for C2H4 

2*046 

15 *2 

0-68 


The numbers were obtained from tbe examination of these salts in 
aqueous solution. 

In this series, unlike the preceding, there is no progression in the 
increase, the additional amounts remaining about the same in regard 
to the rotation, refraction, and dispersion. There is also another 
point of correspondence between the three optical properties. In the 
case of each of them the increase never amounts to the theoretical 
quantity. 

III. Compound Anilines . — The short series of methylanilines gives 
the following increases for each addition of CII 2 , starting from 
aniline. 


I flt substitution ........ 

1 Molecular 
magnetic 
rotation. 

Molecular 

refraction. 

5 Molecular 
dispersion. 

3 *467 
3T94 

8*36 

8*51 

1-37 

1-33 

2nd ,, 


Normal iu<''TPflfRe fo'** GHn 

1*023 

Y-e 

0*34 



Here the increase in the molecular rotation for each CH 2 is more 
than three times that which is usually observed in a series belonging 
to the paraffin group. An equally large augmentation is manifest in 
the molecular dispersion, and a very visible increase occurs in the 
refraction. This exaltation of the dispersion equivalent of GHg in 
some members of the aromatic group was observed by Gladstone and 
Dale as far back as 1866- 

IV. Unsaturated Carbon Compounds , — The table includes three very 
'diff'erent examples of , unsaturated carbon compounds, . allylamine, 
pyridine, and aniline with its substitution compounds. In each case 
the observed value 'is considerably greater thap that which would be 
calculated from the norraal values, for carbon, by drogen^ and ammonia 
in the paraffin series* . v . ^ 
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Molecular magnetic 

1 rotation. 

Molecular 

refraction. 

Molecular 

dispersion. 


Pound, j 

Calculated. 

Pound. 

Calculated. 

Found. 

Calculated. 

Allylamine ' 

5-587 

4*040 

30-99 

29*23 

1*96 

1*44 

Pyridine ........ 

8-761 

4-562 

40-30 

36*63 

3*44 

1*88 

Aniline ...... . . . , 

16 162 

5 -585 

52 *09 

44*23 

5*96 

2-22 


It will be observed not only that there is a great increase in each 
ease, but that whilst in allylamine, where there is only one pair of 
double-linked carbon atoms, the increase is considerable, in aniline, 
where there are three such pairs, the increase in rotation and disper- 
sion is about seven times as much, and in refraction the increase is 
more than four times as great. 

V. Nitriles compared with Ammonias.— It was observed many years 
ago that the refraction equivalent of nitrogen in nitriles and cyanides 
was smaller than in the nitrogen bases, and this observation was 
recently extended to the dispersion equivalent. The second table 
aSorcls two oppoi'*tnnities of testing this in regard to the molecular 
magnetic rotation, namely, propionitril and tri methylene cyanide. 
By subtracting the normal values for hydrogen and carbon from, the 
observed values for these compounds we obtain the values of 
nitrogen. , 


Nitrogen. 

Molecular ! 
magnetic 
rotation, j 

Molecular 

refraction. 

Moletnilar 

dispersion. 

Prom amines 

0*717 1 

4 *9 ' 

0*3S 

„ px*opionifcriie 

0*516 ; 

' ’ 4 -0 

O'll 

„ trimethylene cyanide 

0*518 

4*2 

0*14 


YI. Nitric Ether Se^'ies . — There is a good homologous series in the 
second table, commencing with methyl nitrate. ' , Assuming nitric 
acid to be the first member of the series, we obtain the following 
values for each addition of CHz. 
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1st addition 

Molecular 

magnetic 

rotation. 

Molecular 

refraction. 

Molecular 

dispersion. 

0- 877 

1- 027 
1-001 
1-095 

7-1 

7-67 

7-79 

7 -67 

0*17 

0*34 

0*38 

0 ‘34 

2nd 

JJrd ,, 

4th (^Tsnhnty]^ 


Normal inoraase. 

1*023 

7*6 

0*34 



Here there are two points of correspondence to be specially noted. 
It is evident that neither in the magnetic rotation, refraction, nor 
dispersion does the first addition of CH^ produce the normal increase ; 
but whilst this normal increase is found in each of the successive 
additions, they are all practically alike, and there is no continuous 
augmentation of the increase as in the case of the compound ammonias. 
An exception to this last remark is, however, the increase in molecular 
rotation (1’095) observable in isobutylic nitrate. This, like the iso- 
compounds in general, is somewhat higher than the normal value, a 
difference not perceptible in the refraction and dispersion. 

TII. Isohuiyl Nitrite and Nitrate , — Though there are several UIOs 
compounds in the table, there is only one true nitrite, that of iso butyl. 
In his paper, Dr. Perkin has drawn especial attention to the fact, that 
though this substance contains an atom of oxygen less than the 
isohutyl nitrate, it has a greater molecular magnetic rotation. This 
is attributed to the fact that the nitrogen is saturated in one case and 
not saturated in the other. The difference between the two is shown 
below for each of the optical properties. 



j Molecular 
magnetic 
rotation. 

Molecular 

refraction. 

Molecular 

dispersion. 

Isobutyi nitrite 

5*510 

43-90 

2*35 

„ nitrate 

5*180 

46-72 

2*36 ^ 


Difference for 0......... 

-0*330 ! 

+ 2*82 

+ 0*01 


Normal difference 

+ 0*261 

+ 3*4 

+ 0*18 



Whilst the addition of oxygen has caused an actual diminution in 
the magnetic rotation, it has given only a doubtful increase in the 
dispersion and an Increase on the refraction considerably below the 
normal for aldehydic oxygen. The three results, though apparently 
different, are in the same direction. 

TOk LV. ' " ' '3 G 
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Tlie nitro-compoiinds tLeraselves differ from one anotlier to the 
nstial extent in regard to ail three optical properties. 

VIII. Adds and their Ammonium Salts . — It was among the earliest 
observations on refraction equivalents that the halogen acids in solu- 
tion gave abnormal figures, far higher than those deducible from the 
compounds of the halogens with organic radicals. The same is now 
shown to hold good for their molecular magnetic rotation. It is also 
found that these values increase with the dilution of the acid up to a 
certain extent ; and in the following tables the higher values are used. 
The calculated values for the magnetic rotations are for the free acids 
(see p. 739). 



Molecular magnetic 
rotation. 

Molecular 

refraction. 

Molecular 

dispersion. 

Pound. 

1 

Calculated, i 

Found. 

Calculated, 

Found. 

Calculated, 

i 

B[ydi*ocli1onc acid j 

4-412 

1 

1 2 -187 

14-45 

11*2 


0*54 

Hych’obromic acid i 

8 '533 

4 -016 

20-65 

16-6 


1*26 

Hydriodic acid . . 

18 -435 

8 *211 

31-87 

25-8 


2-66 


• Dr. Perkin has shown that these acids in combining with ammonia 
or piperidine retain their abnormal values, and combine with but little 
condensation. How far this is true for the other optical properties is 
shown in the following table. The calculated numbers are the values 
of the base and acid added together. 



Molecular magnetic 
rotation. 

Molecular 

refraction. 

Molecular 

dispersion. 


i 

Found. 

- ...1 

Calculated, 

Found. ' 

1 

Calculated. 

1 Found. 

I Calculated. 

NHs + HCl .... 
NHg + IIBr. .... 

N5a + HI 

Piperidine + HOI 
Trietixylamine 1 
HCi ; 

6-096 
10 ‘177 
19-996 
10-034 

11 -739 

6*230 

10 *351 
20*253 
10-222 

12-930 

22 *33 

28 *53 
39*66 

66 *43 

65*78 : 

23*48 ' 
29 68 
40*90 
5^*66 

69-07 

1 -52 

2 ‘49 
4*88 

2 60 

3*26 

1*62 

2*69' 

4 *69 
3-21 

3 -88 


The correspondence is again seen in these cases, and all 'the three 
■optical properties indicate that although there is but little cpndensa- 
Hpnvinfhe case of ammonm and hydrochloric, ^ hjdrpbromip,, prliLydr^, 
iodic aeid,, yet there is considerable condensation in the case pf the 
triethylamine-compound with hydrochloric acid. 
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IX. Hydrochloric Acid in Solution, — Altliougb. BydrocBloric acid, 
wlxen dissolved in v^atei*, has a far greater effect on light than could 
have been expected, it has recently been found that when dissolved 
in isoamyl oxide it rotates the plane of polarisation to very little 
more than the theoretical extent. On examining the refraction and 
dispersion, a still closer agreement with theory became manifest. 


Hydrochloric acid. 

Molecular 

magnetic 

rotation. 

Molecular 

refraction. 

Molecular 

dispersion. 

T n wn fiftr ^ 

4*412 

14*45 

1 *12 

Tn ifioamyloxidp,. 

2 *238 

11*36 

0*51 

By calculation for free acid .... 

2*187 

11*2 

0*54 


These nine cases of comparison all represent different kinds of 
departure from, what we consider the normal values. They have 
shown a very marked correspondence between the three optical pro- 
perties of the substances examined. They have also revealed differences 
in detail, and it is only fair to add that other peculiarities in the 
molecular magnetic rotation exist which are not represented by similar 
peculiarities in tbe refraction and dispersion. But these exceptions 
are of such a limited character that on a re-examination of the matter 
with fresh specimens, and with varied conditions, it is quite conceiv- 
able that they may disappear. 

It may therefore be laid down as generally, if not always, true, that 
where there is a departure from the normal values in regard to one 
or other of these properties, it is to.be found in the other two. The 
different properties are evidently similarly affected by change in 
chemical constitution. The general drift of the whole comparison 
appears to us to' lead irresistibly to the conclusion that we have here 
another close relationship between electro-magnetism and the velocity 
of light. 


LXX ,' — On Phosphoryl T^'ifluoride, 

By T. E, Thorpe, E.KS., and F. J, Hambly. 

The existence of oxyfiuoride of phosphorus was first definitely estab- 
lished by Moissan, who obtained it by the action of the electric spark 
.upon a mixture of phosphorus trifluoride' and oxygen. On passing 
the induction spark into a mixture ' of 2 vols. of the trifluoride and 
I voL'of o;xygen ' standing over mercury, a violent' explosion occurs, 
i^nd the new gas k produced.' (.Oompt rmd,, 103,1245.) 

3 a ^2., 
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In a paper on tlie Oxidation of Haloid Salts- in tlie Journal filr 
praUische Ohemie, 1880, 21,438, Schulze lias described the behaviour 
of various oxides upon haloid salts in absence of oxygen, and states 
that on heating fluorides with molybdic oxide and phosphoric oxide, 
oxyfluoride of molybdenum and oxyfluoride of phosphorus were 
obtained. No description of the properties of these compounds is 
given, nor do any analytical observations appear to have been made. 

We find that phosphorus oxyfluoride cau he easily obtained by 
heating an intimate mixture of cryolite and phosphorus pentoxide. 
The materials, in the proportion of 2 parts of the finely-powdered 
cryolite and 3 parts of phosphoric oxide, are placed in a brass tube 
and gently heated. The gas is readily disengaged, and as soon as that 
which is evolved is wholly absorbed by caustic soda solution, the rest 
may be collected at the mercurial trough. That the gas so obtained 
is practically pure is shown by the following numbers : — 

Observed. Calculated, 

Vapour density 52'3 52*0 

Determination of phosphorus— 

Preparation I 30*36 p. c. 29*81 

Preparation II 30*06 „ — 

This method of obtaining phosphorus oxyfluoride is analogous to 
that by which Kolbe and Lantemann prepared the oxychloride 
(Annalen, 113, 240), namely, by heating phosphoric anhydride with 
common salt : 

2P3O5 + SNaCl = POOI3 + SNaPOa. 

We had intended to have completed our study of this gas, before 
offering any communication on the subject, but, as w© are no longer 
in a position to work in concert, we have vent ux'ed to lay this short 
preliminary note before the Society. One of us, however, trusts, 
in a short time, to be able to present the results of a fuller investi- 
gation. 


lJK.^l,--^Oxyamidosulphonates and th&ir Gonversion into JSyponitrites, 

By Buwabd Divers, M.D., P.E.S., and' Tamemasa Haoa, P.O.S, ' 

'iB Our^paper on' the M$adion between Sulphites and Mtrites^'^of M&Ms- 
thm^ Potassium {OPrans., 1887, 51 , 659), we ' gave 'notice.- of our 
intentibn.tOvWork -nn'-lhe reactions with the 'Sodiuin''naitB'. .-This we 
have done, -'"^and.; are' /Already - in ;a position to- materially extend' and 
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modify our knowledge of ike cliemistrj of the sulphazotised com- 
pounds contained in the writings of our predecessors in the investiga- 
tion, Fremy {Ann. GMm. Phys. [3], 15, 408), A. Claus and Kocli, 
(Amialeny i52, 336; 158,52 and 194), Berglund {Bull, Boo. 

25, 455; Ber., 9, 252 and 1896), and Rascbig {Annalen, 241, 161)* 
We propose to publish our contribution to this large subject in a few 
short papers, like the present, each complete in itself. 

OxyamidosulpJionates, the subject of the present paper, are the 
sulphazidates of Fremy, the sulphydroxylamates of Claus, the hydroxyl- 
amine-monosulphonates of Raschig. Between the one set of terms — 
niiTilo-, irnulo-, and aniido- omimido- and oxyamido-sulphonates — and 
the other set — amine- and hydroxylamme- trh, di-, and mono-sulpho- 
nates — there is not much to choose. As, however, it is desirable, on the 
score of consistency, to employ exclusively either one set or the other, 
the use already prevalent of nitrilo-, imido-, and amido-sulphonate 
makes it advisable to employ the term oximido- and oxyamido-sul- 
phoiiate rather than hydroxylamine- di- and mono-^sulphonate. 

Oxyamidosulphonio acid, known only in solution, was first prepared 
by Fremy, who found that potassium oximidosulphonate (neutral 
sulphazotate) sooner or later decomposed into acid sulphate and the 
oxyamido-salt, the change taking place at once when the solution was 
boiled. Altering the atomic weights to those now accepted, and 
writing empirically his formulas, to which he attached no constitu- 
tional significance, his equation becomes — - 

= SsOsKsHehTa 4- 2 KHSO 4 + 

Claus has shown, however, that these formulae do not correctly repre- 
sent the composition of the salts ; and Easchig has confirmed Claus’s 
statement. The two formulae corrected stand as 
and or H 0 N(S 03 K),( 0 H,), and HOKHCSOsK), accord- 

ing to Claus. The latter formula we find it necessary to modify 
slightly. 

To get the oxyamidosulphonic acid pure for the preparation of its 
salts, Fremy neutralised the hydrolysed solution of potassium ox- 
imidosulphonate with ammonia, added haadum chloride, filtered off 
the sulphate, and then, by the addition of barytar water, thi*ew down 
a precipitate of a dibarium oxyamidosulpbonate. This salt when 
washed was decomposed by adding Just enough sulphuric acid to 
combine with the barium ; the filtered solution of the new acid being 
used for preparing the salts by combining it with the corresponding 
bases. The acid appears to be the only sulphoxyazotised acid pos- 

- ^ He recognised the peculiarity and importance of this, first instance of what' we 
mw style the hydrolysis of a sulphonafce into a, sulphate. ' , ' 
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sessing any stability. ClauB introduced a slight modification in 
Ereniy's process by omitting the preliminary neutralisation with 
ammonia. 

As we have discovered a second barium salt, wbicb is neutral and 
soluble, we treat the barium precipitate in a different way and 
thereby avoid the contamination of the salts with snlphite, as the 
latter is always present in Fremy’s barium precipitate (see the sec- 
tion of this paper headed Decomposition of Oxyamidosulp%onates by 
Alkaline Bases,'’ p. 765). The dibarium, salt is, as found by Fremy, 
very alkaline to litmus, and we add to it only enough sulphuric acid 
to remove half the barium as sulphate, getting a neutral solution 
which contains only monobarium oxyamidosulphonate ; from this 
the acid and its salts can be prepared by adding the equivalent 
quantity of sulphuric acid or a sulphate. In order to determine 
the quantity of sulphuric acid required, it is necessary to estimate 
the barium in a portion of the solution. 

Raschig prepares an impure acid from Fremy ’s solution obtained 
by boiling potassium oximidosulphonate so as to hydrolyse it into 
potassium sulphate and oxyamidosulphonate. To do this he removes 
the potassium sulphate by alcohol, and then concentrates the solution 
of the acid to a syrupy consistence. 

Sodium oxyamidosulphonate, as prepared by Fremy and by ns, is 
a clear, gummy liquid, as viscous as molasses ; this when exposed 
over sulphuric acid under diminished pressure, never solidified or 
showed any sign of crystallisation. It is neutral in reaction. 

Fotassimn oxyamidosulphonate, prepared and analysed by Fremy, by 
Claus, and by us, when crystallised from its hot solution forms six- 
sided plates, as stated by Fremy, but the plates are more often 
square ; by spontaneous evaporation of the cold solution, however, 
thick tables and bold prisms are obtained. Claus found the crystals 
to be anhydrous, and Fremy’s analysis and formula agree with this 
observation, Fremy’s analytical results cannot be relied on, how- 
ever, and we have already had to give an instance of this in the 
present paper, and shall have to give others. We differ from Claus, 
inasmuch as we find that all the crystals of this salt efBoresce slowly 
over sulphuric acid, and on analysis give results indicating the 
presence of 1 moL IlgO. The solutions show a great tendency to 
supersaturate, and it often becomes very difficult to crystallise them. 
When thoroughly dry, the crystals can be kept for months without 
undergoing much change, but if moist they ai'e unstable, hydrolysing^ 
and becoming acid to litmus. The acidity developed is that of 
hydroxy ammonium sulphate, hardly showing with methyl-orange. 
When heated, they suddenly intumese© below lOO*", and are com- 
pletely decomposed* ■ 
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To determine tlie sulplitir and nitrogen, -we hydrolysed the salt by 
heating it in a sealed tube with hydrochloric acid at 130°, following 
Raschig’s process, which, however, gives somewhat irregular results, 
as we afteinvards found (see the analysis of the dibarinm. salt). 
The hydroxylamine thus produced was estimated by iodine after 
addition of potassium hydrogen carbonate. Water could not be 
removed by exposure over sulphniic acid, at the ordinary temperature 
and pressure, rapidly enough to be convenient for analytical purposes ; 
this and other sulphazotised salts retaining, according to onr ex- 
perience, part of their water of crystallisation with great tenacity. 
lYeither could the water he conveniently dinven off in the oven, 
because of the decomposition of the salt at about 95° ; wm made 
a fairly good estimation of it, however, by moderately heating the 
salt in a Sprengehvacuum in a long, bulbed tube containing also 
sulphuric acid. The following is a table of our results — 



H 0 NH(S 03 K), 0 H 2 . 


k 

j , ^ -N 

Potassium. 

23 *08 i 

22*53^ 

1 

23 -45 

_ 

Sulphur 

7*58 

7*34 

7-69 

7-56 

Osyamidogeu, HONH . . . 

18 '94 

17*96 

19-76 

17 -50 

W ater * 

10 *39 


9-29 



Sample a was in prisms, 5 in tabular crystals. We have given 
much consideration to Claus’s results, apparently carefully obtained, 
but we ai'e unable to offer any explanation of their difference from 
oux’s. We havd prepared thd salt in winter and in summer (when 
he found it difficult to work), by evaporation of cold solutions and by 
cooling hot solutions, and have always obtained crystals which 
slowly effloresced in the desiccator. 

JDihanuni oxyamidosulphonaie^ prepared by Fremy and by. us, is a 
crystalline, alkaline, nearly insoluble salt. It dissolves in hydro- 
chloric acid, and then shows, by the odour evolved, the presence of 
sulphite as an impurity, varying from a trace only to a considerable 
quantity. The only analytical datum given by Freruy is that the salt 
is formed from one equivalent of acid and two equivalents of baryta. 
We have analysed it and found for it a composition agreeing with 
the formula given by Fremy less the H 2 by which his formal® 
generally exceed those now adopted. 

In this analysis and that of the following salt, we slightly modified 
the method of hydrolysis so as to 'get uniform and higher numbers 

Slight loss of potassium sulphate during ooohag hnown to have oceitrred„ ' 
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for tlie hydroxylanaine. The modification consisted in heating for 
some time with hydrochloric acid at 100° hefore raising the tempera- 
ture to 130°. We find that hydroxyammonium sulphate itself may 
he rapidly heated with acid to 130°, or even higher, without getting 
low results, from which it would appear that at the moment of its 
formation at 180° from its sulphonic- derivative, hydroxylamine is 
less stable than when already formed. The constitution of the 


dibarium salt is expressed by the formula Ba<^^^Q^^.gQs]>Ba,OH>, 



Calculated. 

Eoiind. 

Barium 

. . . . 53-31 

53-13 

Sulphur. 

.... 12-45 

12-41 

Oximidogen, HOH . . . . 

.... 12-06 

12-02 


Barium oxyamidosulphonatej pi'epared by us, in solution first, as 
already described in this paper (p. 762), by adding just enough sub 
phuric acid to the diharium salt to remove half its barium. The 
neutral liquid thus obtained yields crystals of the salt on evaporation 
over sulphuric acid; it is very soluble, and forms small, hard, bril- 
liant, square, tabular crystals intermixed with minute square prisms ; 
the crystals contain water. When long kept, it decomposes. Heated 
nearly to 100°, it suddenly and violently decomposes into gases and 
barium sulphate. 

In analysing it, the barium was determined in one case by igniting 
it with sulphuric acid (a) ; in two cases the salt was slowly heated 
with dry sodium carbonate, whereby oxygen was absorbed from the 
air, after which the heat was raised until the mixture fused, and the 
barium and sulphur were then both determined ( 5 ) ; in atiother case 
the salt was hydrolysed by heating with hydrochloric acid, the 
separated barium sulphate (i-epresenting all the barium and half the 
sulphur of the salt) weighed, the other half of the sulphuric acid 
precipitated with barium chloride, and, lastly, the hydroxylamine 
titrated with iodine (c). The results were the following: — - 



(H 0 NHS 03 ) 2 Ba, 0 H 2 . 

a. 

k 

( ^ 

c. 

Barium , . 

36 -16 

36-17 

36 -S'? 

35 -88 

35 -53 

Sulphur.. 

16-88 

— 

16 -84 

16 ••65 ; 

16-49, 

Oxyamidogeu, HOHH ...... 

16 *88 

— , 

— 


16-50 


The Hydrolysis of Oxyamidosulf home Add* 

jAlihough' oxyamidosulphonic acid is relatively'' stable/ the^:fact' that"' 
its ' j»lution ';does ':;decompose\’.waS'' fully noticed '"by'il^i^eMy. ' ■ ^ Bwicshig 
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lias fbtiiid that the decomposition proceeds sharp!/, and, in presence 
of hot acid, rapidly, according to the equation — 

2H01NHS03H -f 2HoO = (NH30H)2S04 + H0SO4. 

With this important ohservation we fully agree from experience. 
Fremy stated that when the acid is boiled with water it decomposes 
wholly into acid ammoniura sulphate, and oxygen or hydrogen per- 
oxide. His finding ammonia and oxygen (or any gas) cannot be 
explained. He appears to have tested for hydi'ogen peroxide by 
adding manganese dioxide, which would account for his finding it, 
since an effervescence of nitrous oxide might easily pass for one of 
oxygen. 

Claus expressed his hesitation to accept Fremy’s equation ( modi- 
fied)--2H0HH(S03H) -f 2H3O == -f as quanti- 

tative, but at the same time admitted that he had also obtained 
(besides sulphuric acid) ammonia and oxygen (or nitrous oxide). 
Raschig got other results, as already stated, and did not find either 
ammonia, or oxygen or nitrous oxide. These inexplicable differences 
have their parallel in what is contained in the next section of this 
paper, only there the differences noticed arise between ourselves and 
the other workers. 

In presence of hydrogen potassium carbonate, oxyamidosulphonates 
react with iodine solution like a hydroxylamine salt, only very much 
more slowly ; so that their amount can be titrated in this way, without 
previous hydrolysis, though only with difficulty. 

Decomposition of Oxyamidosulphonates hy Allcaline Bases. 

The decomposition of oxyamidosulphonates by a solution of potas- 
sium hydroxide appeared to have been fairly well wox^ked out when 
we came to give attention to it. Fremy had observed that when 

heated with excess of this reagent the potassium salt disengaged 

ammonia as well as oxygen, of which, as he says, he had established 

the absolute purity by analysis. Hence it seemed that oxyamido- 

sulphonates undergo the same decomposition when heated with alkali 
as when heated with^ acid. 

Lossen had just discovered hydroxylamine when work on the 
sulphaisotised compounds was taken up by Claus, and this circum- 
stance led the latter to see in the reaction between potassium 
hydroxide and Fremy’s sulphamdate, as observed by Fremy and by 
himself, most convincing evidence that the salt is constituted as a 
suiphonic derivative of hydroxylamine, and is decomposed by the 
action, of alkali into this base and potassium sulphate. He did not, 
he admits,, succeed in iso'latiiig the 'hydroxylamine or any' of its salts^ 
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but lie found all the sulphur of the sulphaziclate converted into sul- 
phate, and the other compounds in just the same proportions as Lessen 
had found when hydroxylamine is decomposed by heating with alkali, 
namely, ammonia equivalent to between a third and a half of the 
total nitrogen, and gases w^hich neither extingnished nor rekindled a 
glowing match, and were, thei'efore, not the pure oxygen of Lremy’s 
finding, but might well be nitrogen mixed with nitrous oxide as 
required on the supposition made. Added to this was the fact of 
the reducing action which the alkaline mixture exerted upon copper 
and silver salts, and the proof seemed complete. 

Raschig, in his recent papei% went further in the matter than Claus, 
and, with or without experimental evidence — for we cannot decide 
from his words — concluded that an (unheated) alkaline solution of 
oxyamidosulphonic acid is actually a solution of free hydi^oxylamine, 
the latter being present in the quantity calculated from the amount 
of the acid taken, and, therefore, just such a solution of hydroxyh 
amine as is wanted for preparing aldoximes and acetoximes. 

Now, with two exceptions, namely, that nitrous oxide is given ofi, 
and that copper and silver salts are I'educed — an action to be treated 
of in the following section of this paper — we are unable to confirm 
any of the observations of these chemists. This decomposition of 
oxyamidosulphonates by alkali is of another and still more interest- 
ing character than Claus and Baschig conceived it to be. That the 
oxyamidosulphonates are hydroxylamine-derivatives, which hydro- 
lyse in acid solutions into hydroxylamine and sulphate, is, indeed, 
certain, as ascertained by Baschig, But, nevertheless, in alkaline 
solutions they give neither sulphate nor hydi*oxyl amino, nor the 
decomposition-products of hydi’oxylamine. 

Oxyamidosulphonates decompose with potassium hydroxide 
similar reagents, exclusively into sulpliite and hypoiiitrite, and the 
decomposition-products of a hyponi trite. No ammonia is formed, 

neither, so far as we could judge, any sulphate or any nitrogen, ox*, 
if any, only unimportant quantities of nitrogen and sulphate. The 
difficulty of keeping a sulphite solution for days free from sulphate, 
and of detecting small amounts of nitrogen in presence of nitrous 
oxide are well known and sufficiently explain any uncertainty in 
our results* The total absence of ammonia peremptorily forbids any 
admission of the generation of hydroxylamine* 

Cold, dilute alkali, or alkaline-earth hydroxide suffices to partly 
^ ofiect the change under' consideration* Consequently every attempt: 
to form dipotassium, or 'disodium oxyamidosulphonate^ corresp'onding 
with'^:''the ■ dibarium salt ',has failedun our hands ' because' of : this, re- 
solution of, the, salt simpler onm m ,the addition of "Ulkaliv', 'for. 
,'the 'Same reasdn;a}ao,,,^^e':,':find';:.tlxat. 
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ill fhis paper, altliougli insoluble, cannot be prepared quite free from 
sulphite, and when kept for any considerable time becomes charged 
with it, and also contains traces of hyponitrite. 

To effect the complete or nearly complete conversion of these salts 
into sniphite and hyponitrite, they may be either left for days in the 
cold with the vezy strongest potassium hydroxide solution, or be 
heated to boiling for a short time with strong alkali. In both cases, 
effervescence occurs, due to the decomposition of hyponitrite. The 
gas evolved is not the feeble suppoider of combustion met with by 
Claus, but behaves like oxygen, as Fremy had observed; it is not 
oxygen, however, but nitrous oxide, soluble in water. The highly 
alkaline liquid when acidified gives abundance of sulphur dioxide, 
and if neutralised merely will give, with barium chloride, a precipitate 
which might, of course, be taken for sulphate by a mind prepossessed, 
as Claus’s almost admittedly was, and- which does, as is well known, 
rapidly change into sulphate on the filter. When partially or fully 
neutralised with acetic acid, the solution, on treatment with sufficient 
silvei* nitrate, gives much silver hyponitrite, together ■with a very 
little reduced silver, owing to the suiphonic acid not being entirely 
destroyed. At first, the silver nitrate goes to form potassium silver 
sulphite, but this can be avoided if desired, either by using the 
barium salt instead of the potassium salt, or by adding barium 
hydroxide, and then filtering off the baiium sulphite before adding 
the silver nitrite. 

This decomposition actually furnishes by far the most productive 
method of preparing hyponitrite yet discovered. The following are 
the results of some trials we have made, the silver hyponitrite having 
been purified by the authors’ method (Trans., 1884, 45, 81), that is 
by dissolving it in nitric acid, and reprecipitatiiig with sodium car- 
bonate. Generally, the silver hyponitrite was directly weighed, but 
in one or two cases it was converted into chloride before weighing : — 

Digestion of 0’5772 gram of crystals of potassium oxyamido- 
sulphonate for 24 hours with a satm-atad solution of potassium 
hydroxide containing some solid potash. It still contained a 
very small quantity of the suiphonic salt undecomposed, but the 
yield of hyponitrite in this case was 76 per cent, of the 
theoretical amount ; 

Boiling 0*9370 gram of crystals with concentrated potassium 
hydroxide , for a shoi’t time was attended with 'XO pious efferves- 
cence of nitrous oxide, but still left a little of the salt undecom- 
pQsed; the yield of hyponitrite, however, was 80 per cent, of the 
equivalent of the salt taken. , 

la order to prepare; hyponitrite from nitrite in' this way, there is no' 



768 


BIVERS Am HAGA: OXYAMIGOSULPHONATES 


necessity to liare tlie oxyamidosulpliOTiate pm^e; a well-prepa^cd 
solution of either alkali salt sufficiently concentrated is all that is 
necessary if treated with solid potassium hydroxide. Working in 
this w^ay, we found — 

0*4545 gram of sodium nitrite* a.fter coiiTersion into the snlphonie 
salt, and treatment in the cold with the most concentrated potash 
for 24 hours, gave hyponitrite amo anting to 40 per cent, of the 
full yield, had all the nitiite been utilised ; 

0*5838 gram of sodium nitrate,* after conversion, was treated first in 
the cold for 21 hours, and then at 100*^ for a quarter of an hour, 
and yielded hyponitrite amounting to 49J per cent, of the cal- 
culated quantity. 

In order to get results as good, as these, however, one modification 
of the process for getting thg oximidosulphonate from the nitrite 
must he followed ; we reserve the account of this for the paper on 
these salts. Here we need only mention that we can get at least 
85 per cent, of the calculated quantity of oximidosulphonate from 
the nitrite, a proportion far higher than that previously obtained by 
Raschig, the only quantitative worker. 

In consequence of the decomposition of much of the potassium 
hyponitrite into hydroxide and nitrous oxide, the determination of 
the hyponitrite found does not of itself serve to prove that the 
formation of this salt is the only decomposition of the oxyamido- 
sulphouate. But it does make this deduction highly probable when 
taken along with the occurrence of so much nitrous oxide and 
sulphite, and the absence of ammonia, nitrogen, and sulpbate. The 
determination of the sulphite, however, seems sufficient of itself to 
prove that the decomposition is of one kind only, although here, too, 
any very close approach to the calculated amount cannot bo expected, 
considering the ready oxidisability of sulphites to sulphates, and that 
the sulphonate is never entirely decomposed. The presence of hypo- 
nitrite and its reaction with potassium . iodide render volumetric 
estimation of the sulphite by means of iodine impossible ; in order, 
therefore, to estimate the sulphurous acid, we availed ourselves of its 
reaction with stannous chloride. The’ latter has no action either 'upon 
hydroxylamine (Divers and Haga, Trans,, 1885, 47, 624), or upon 
oxyamidosulphonic acid. Our method of procedure was to put into 
a pressure-bottle the diluted solution of the salt decomposed by 
alkali and neutralised, mix it with excess of stannous chloride, 'and 
almost fill the bottle with watei\ ' The tightly closed' bottle :waS"'k6pt 
in nearly boiling water for an^ .hour, and ^ then left ’to .cooh , The 

^.Measured off for analysis as oxyanaidosiilphonate ' Solutio'n produced "from"' a 
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i^i'-aslied precipitate of stamious sulphide was heated with hydro- 
chloric acid and potassium chlorate until all the sulphur had been 
oxidised, and the solution, after being evaporated to dryness, was 
again evaporated to dryness with hydrochloric acid. Finally, after 
removing the tin by hydrogen sulphide, the sulphuric acid in 
the filtrate was estimated as barium salt. In this way, from 
O' 7470 gi^am of salt, which by long keeping bad slightly hydrolysed, 
we got sulphur equivalent to 88' 63 per cent, of all that was in the 
original sulphonic salt. This result renders it clear that sulphite and, 
therefore, hyponitrite are the only two primary products of the 
change. 

The reaction hy which hyponitrite and sulphite are formed consists 
probably in the substitution of potassium for tbe hydrogen of the 
oxyamido-radicle, and then of spontaneous decomposition of the 
potassium compound. There is no hydrolysis or saponification, 
simply dissociation or chemical fission — ' 

HONHSO 3 K + 2KOH = KOhTKSOsK -f m,0 

2 K 0 hrES 03 K = (K0N)3 + 2 K,S 03 . 

Easchig has observed a decomposition of Fremy’s potassium sulpli- 
azite by strong potash into sulphite and nitrite very similar to 
this. 

We would gladly account for the differences between the results 
found by other chemists and our own, hut we are able to do little 
in this direction. We have to face the fact that Clauses work was 
quantitative. The only suggestion we can offer is that Premy and 
Claus’s preparations originallypure were not treated with alkali until 
they had been kept long enough to undergo the decomposition (fully 
in Claus’s case)— 

2H0hrH(S03E:),0H, = (honh 3 ) 3 S 04 + 1:3804 

into hydroxylamine and sulphate. Such a mixture woold behave 
exactly in the manner observed. As for oxygen, Fremy must have 
mistaken niti’ous oxide for it, and in making this supposition we have 
evidently the support of Claus and Easchig. Lastly, as to Clans’s 
nitrous oxide diluted with nitrogen, dilution with air and steam may 
perhaps have been the cause of the properties of the gas he got 
diff ering from that obtained by Fremy and ourselves. 

Oxyamidosulphouates evaporated to dryness on a water-bath with 
potassium or sodium carbonate evolve, carbon dioxide during the 
last stages of the evaporation, and yield much sulphite. . INo hypo-^ 
nitrite can remain undecomposed under such circumstances. A 
solution of oxyamidosulphonate left even in the cold for a day with 
the carbonate shows evidence of the, presence' of a little sulphite.; , 
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After repeated evaporations with potassium acetate, an alkaline 
mixture containing a minute quantity o£ sulphite is left. 

Oxidation of Oxycbmidosiilplionates by Basic Reagents. 

Fremy observed that manganese dioxide dissolved as manganous 
salt in oxyamidosulphonic acid with e:ffervescence due to evolution of 
oxygen, also that the same reagent caused a lively effervescence in a 
solution of the potassium salt. These observations are correct, save 
that he mistook nitrous oxide for oxygen. Finally, he found that 
the potassium salt immediately reduced salts of silver, copper, and 
gold. We must, however, except copper from this statement, unless 
alkali were present. Claus, as we have already had occasion to 
mention, found that the potassium salt, in thb presence of potassium 
hydroxide, reduced salts of copper and silver in the cold, Just like 
hydroxylamine ; his experiments, however, were qualitative only. 
Kaschig, who holds that alkalis convert oxyamidosulphonates wholly 
into their equivalent of hydroxylaniine, records no experimental 
determinations in support of this point, though he quantitatively 
estimated the hydroxylamine produced by the action of an acid. 

The reaction “which we find takes place is the conversion of the 
oxyamidosulphonate into sulphite and sulphate, and the reduction of 
a quantity of metahoxide equivalent to the oxidation of theoxyamido- 
residue, and not to that of the hydroxylamine supposed to be pro- 
duced. That is to say, the cuprous oxide obtained is just half what 
it would be were hydroxylamine first formed, as believed by Claus 
and Raschig. The equation, therefore, will stand thus : — 

2Ii0KH(S03K) + 2CuO + 2KOH = + KSO, + 

Cu,0 + IS[,0 4- SHaO, 

which shows that the potassium hydroxide takes the two sulphonic 
residues to form sulphite, sulphate,^ and water, the copper oxide 
oxidising to water the two atoms of hydrogen of the two oxyamido- 
residues, the hyponitrons acid left being resolyed finally into nitrous 
oxide and water. After the reduction, addition of hydrochloric acid 
liberates much sulphur dioxide. 

The reaction is not quite complete, as it ceases when the solution 
becomes very dilute. Thus, if to an aqueous solution of 1 gram of 
the oxyamidosulphonate in a litre of water, a few drops only of a 
dilute solution of copper sulphate, and then of potassium hydroxide, 
are, added, a permanent, blue opalescence is produced, but no cuprous 
, oxide" is' deposited even when 'the solution is kept for hours 'in'"' a 

* Hyposulpbate was sacked' lor,^ and could not bo found. 
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closed vessel This observation may serve to show that although, 
■when very dilute, alkalis do not produce much sulphite and nitrite, 
this is not because hydroxylamine and sulphate are produced instead, 
for if such were the case, the hydroxylamine would act upon the 
cupric hydroxide. 

The fact that the alkaline solution contains not hydroxylamine, 
but a sulphonic-derivative of it, which gives sulphite in its reac- 
tions with reducible compounds, and that it has only half the 
action of its equivalent of hydroxylamine, are serious, if not fatal, 
objections to resorting to it as a reagent in organic research for the 
purposes suggested by Easchig. This chemist, notwithstanding that 
he has pointed out (see his memoir, p. 182) that the reason that 
oximidosulphonates do not possess any of the reducing powers of 
hydroxylamine, is that in them the two active hydrogens of hydroxyl- 
amines are replaced by sulphonic radicles, and that oxyamidosul- 
phonates by retaining one of these hydrogens are as easily oxidisable 
as hydroxylamine itself, has yet failed to see that, his contention 
being well-founded, it will be the oxyamidosulphonate, and not 
hydroxylamine, which exerts the reducing power in its alkaline solu- 
tion. That it is so, is shown by the fact, determined by us, that in the 
absence of reducible agents, alkalis do not completely decompose oxy- 
amidosulphonates, and for the rest change them into sulphite and 
hyponitrite, neither of which gives a cuprous precipitate in presence 
of alkalis. 

We have yet to supply particulars of onr quantitative work. It 
was unavoidable that the amount of sulphite produced should be 
imperfectly estimated, partly because of the great oxidisability of the 
very dilute alkaline sulphite by air, and partly because the decompo- 
sition of the oxyamidosulphonate is never complete. To measure it, 
the mother-liquor of the copper precipitate was run into excess of 
half-decinormal iodine solution (mixed with acid enough to more 
than neutralise the mother-liquor), and the nnconsunied iodine 
titrated with sodium thiosulphate* The water used w^as always pre- 
viously freed from air by boiling. Of the salt, 1*0967 grams treated 
with copper sulphate and potassium hydroxide gave in this way 
40 per cent, of the sulphur of the salt as sulphite, and that was our 
best result. Theory, as given by us, indicates 50 per cent. ; whilst 
on the other view there should be none at all. Other portions of the 
mother-liquor of the copper precipitate were acidified to promote the 
hydrolysis of any of the sulphonate remaining undecomposed, and 
afterw^ards concentrated by evaporation. ' One of these then gave a 
distinct reduction with the copper mixture, due to hydroxylamine ; 
whilst another measured portion, on titration with iodine in presence 
of,, hydrogen potassium ' carbonate, , also showed', ; the,, presence of 
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bydroxylaminej, equiyalent, however, to only one-twelftia of the whole 
salt. 

To measure the amount of copper reduced, we added to 0*2913 gram 
of the salt (already slightly hydrolysed by keeping) dissolved in 
water, a slight excess of a sort of Pehling’s solution, much stronger 
than usual and with less alkali in it, heated to boiling, collected the 
cuprous oxide on a filter, w^ashed rapidly, and weighed the reduced 
oxide as black oxide. We thus obtained cupric oxide equal to 48 per 
cent, of the weight of the salt, instead of 47 per cent., calculated 
from our equation. On the other theory, twice as much should have 
been obtained. 

In alkaline solutions, silver and mercuric hydroxides act just like 
cupric hydroxide, qualitatively at least, and yield much sulphite. 

Constitution of Syponitrites as revealed hy the Decomposition of 
Oxyamidosulphonates. 

The decomposition of oxyamidosulphonates into sulphite and hypo- 
nitrite sets at rest any doubt as to the constitution of hyponitrites ; 
for coming in this case directly from a substituted hydroxylamine, 
a hyponitrite must have its oxygen between the nitrogen and metal. 

Berthelot and Maquenne have recently published papers (Oompt. 
rewl., 108, 1286, 1305) containing, analyses of calcium and strontium 
hyponitrites. These analyses, as they point out, establish the accu- 
racy of the empirical formula given by one of us (Divers) to hypo- 
nitrous acid, upon which doubt had been cast by previous work upon 
the silver salt by Bertbelot himself and Ogier (Gompt. nmd.^ 96, 
30, 84). To this salt the latter chemists gave the foi^mula Ag^NiOs, 
the correctness of which was afterwards contested by im (Trans,, 
1884, 45, 78). Berthelot now admits that this salt cannot be 
obtained in a pure state, thus coufirming our view as against Zorn, 
van der Plaats and Menke, all of whom claimed to have got it in 
a pure state without difficulty. Zorn*s opinion that the molecule of 
the acid .contains 2 atoms of 'each of its element's, already genei-’ally 
accepted, is now endorsed by Bertbelot and Maquenne. Lastly, 
Maquenne is disposed to deny that nitrous oxide can be the an- 
hydride of hyponitrous acid, even to the same extent that carbon 
monoxide is the anhydride of formic acid, but on grounds which to us 
seem quite' insufficient. Even the facts recorded in this paper can 
leave hardly any doubt that it is so. 

The formula ' of hyponitrous acid may mow confidently be written 
as/50"l57a*QHs or.(NOH) 3 ,, that is, the acid is hydroximidogen, of 
whickNDH is 'the radicle. ^ 
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Appendix. 

We Eave again determined tRe' sulphite produced both when potas- 
sium oxyamidosulphonate is decomposed bj potassium liydi^oride alone, 
and also when it is oxidised by the same reagent and cupric oxide. 
In these determinations, the work was done in closed vessels excluding 
the air, so that no appreciable destruction of sulphite could have 
occurred through aerial oxidation. Also, in measuring the sulphite 
formed when the salt is oxidised by cupric oxide, w’'e employed, here 
for the first time, the stannous chloride process described in the 
paper. The salt -was treated with the cupric oxide in an atmosphere 
of liydi'ogen, in a bottle which was afterwards, without opening, filled 
up with stannous chloride and water. Only then and for a moment 
was the bottle opened, in order to remove the cork and gas tubes 
and insert the stopper before heating the mixture for an hour in 
boiling 'water. We feared that in washing the tin sulphides, the 
copper sulphides mixed with them would give trouble by oxidising 
on the filter, but our fears proved groundless. 

For the other decomposition by alkali alone, we boiled the salt for 
a few hours with potassium hydroxide in a small tube in connection 
wifch a hydrogen-apparatus, and, when ready, quickly dropped this 
tube with its contents into the bottle of stannous chloride. With 
the precautions we have taken, we have now no longer to admit any 
imperfection known to us to have existed in our preparations for 
analysis, and can give the new results so far with confidence as being 
closely accurate. 

The decomposition of the oxyamidosiilphonate by potassium 
hydroxide into hyponitrite and sulphite, using 0*2007 gi’am of 
freshly crystallised salt in fine plates, gave 89 per cent. (89*05) of 
the sulphur as sulpliite, confirming our earlier result of 88 per cent. 
The oxidation of the salt by cupric oxide into sulphite, sulphate, and 
nitrous oxide, effected on 0*4298 gram of the above-described prepara- 
tioD,, gave 44 per cent. (43*98) of the sulphur as sulphite, a result 
confirmatory of our theory, and better than our best previous result 
of 40 per cent. ' ^ \ 

It tiius appears clear that the sulphite formed when the oxyamido- 
sulphonateis oxidised byouprxc oxide is half what is produced when 
the salt is decomposed by alkali alone. That only nine»tenths of the 
reckoned Sulphite is obtained in either case is partly if not entirely 
due to two causes. One of them is 'that, as ‘already pointed out, in 
each mode of decomposition a little, oxyamidosulphonate (or a body 
like it) is .always left at the end of the reaction. The other' and main 
one is that the tin reaction iS' incoinplete; for, working upon, sulphite 
of ' a known degree of purity^ we have got by its means only 91 and 
again 98|'per cent, of the sulphite indicated. . ' ^ \ 

: WOL. ,iw. ' 3 ' H\' 
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Masson, O., and d. B. Kirkland, ac- 
tion of bromine and chlorine on salts 
of tetrethylphosphonium, 126. 

— preparation of the salts of 

tnethylsulphine, tetrethylphospho- 
nium, and analogous bases, 135. 

Matthews, E. E., on ethyl cinnamyl- 
diethacetate, 38. 

M e 1 d 0 1 a, E. , synthesis of heteroge- 
neous mixed alkyldiazoamido-com- 
pounds, 610. ' 

M el do la, E., and d. H. Ooste, benzyl- 
derivatives of the phenyienediammes, 
590. 

Meldola, ' E., and E. E. Evans, note 
on the oxidation of paradiamines, 
Peoo., 115. ' 

Meldola, E,, and G. P, Morgan, 
contributions to the' chemistry of the 
azo-^-naphthol-oompounds, 603. 

researches on the constitution 

of azo- 'End diazO' derivatives, Part V, 
compounds of the naphthalene series, 
114 

Meldola, E., and E.'t7. Streatfeild, 
'the isoinerism of the, alkyl-deriva- 
tives ,o£ mixed diazo-amido-oom-' 
poundsj412. 


Mendeleeff, B., the periodic- law of 
the chemical elements,. 634 

Miller, d. B. 8ee W. Bott. 

Morgan, G. T. See E. Meldola. 

Morris, G. H., products of the action 
of sulphur on resin, Peoo., 102. 

Morris, G. H., See also- H. T. 
Brown. 

M.uir, M. M. P., and A. Hutchinson, 
on; a cubical form of bismutlious 
oxide, 143. 


N. 

Neville, F.H. See 0. T. HeycocL 
North, B., Gawalowski’s method for 
the volumetric estimation of sulphuric 
acid, . Peoo., 5. 


0 . 

Orsman, W. d. See W. d. Eussell. 


P. 

Percival, d., i8-methoxynaphthalene- 
sulphonic acids, Peoc., 73. 

Perkin, A. G... action of nitric acid on 
anthracene, Peoc., 13. 

Perkin, W. H„ sen., observations on 
the melting points of some salicylic 
and anisic compounds, 549. 

the action of the chlorides of pro- 

pionyi and butyryh on phenol, 546. 

the magnetic rotatory power of 

nitrogen-compounds, also of hydro- 
chloric, hydrobromie, and hydriodie 
acids, and of some of the salts of 
ammonia and the compound am- 
monias, 680. 

Perkin, W. H., sen. See also d. 'H. 
Gladstone. 

Perkin, W. H., jun., ethylie aardiace- 
tyladipate, Peoo., 141, 

—— on berberine (Part I), 63. 

Perkin, ' W, Bl., Jun,, and d. B. Tin- 
gle, acetyl carbinol (acetol), Peoc., 
156. 

Perkin, W. H., Jun. See 'also H. - G. 
.Colman, F. S. Kipping, and T, E. 
Marshall. 

Perm an, E. P., the boiling points of 
' sodium and potassium, 326. , 
Pickering, S. 0., isolation of a tefr.i.- 
' hydrate of sulphuric, acid' existing in 
' solution, Peoo., 128, 

^ note 'On the heat of neutralisation 

of sulphuric acid, 323. ■ 



INDEX OF AUTHORS. 


Pickering, S. U., the expansion of 
water and other liquids, Proo., 89. 

the law of the freezing points of 

solutions, pROC.j 149. 

the nature of solutions, ns eluci- 
dated by a study of their densities, 
electric conductivities, heat capacity, 
and heat of dissolution, Proc., 86. 
the nature of solutions as eluci- 
dated by a study of their freezing 
temperatures, Proc., 106. 

tile principles of thermochemistry, 

14. 

Price, D. S., obituary notice of, 294. 


B. 

Bam say, W., the molecular weights 
of the metals, 521. 

Bam say, W., and 8, Young, mixture 
of pimpyl alcohol and water, Pboo., 
1888, 101. 

Bawson, S. G-., the atomic weight of 
chromium, 213. 

B e y n 0 1 d B, E. , researches on silicon- 

compounds and their derivatives, 
Part Y, on silieotetraphenylamides, 
a- and jS-ailicotetranaphthylamides, 

' m. '' 

Bi chard son, A., action of light on 
moist oxygen, Proc., 134. 

B idea I, S., the action of ammonia on 
some tungsten-compounds, 41. 

Bobertson, G. H. See A. W. Blyth- 

Bodger, J, W. See .T» E. Thorpe, 

Bo mantis, B., tectoquinone, pROC., 
1888, 116. ' 

Boscoe, Sir H. E., and d, Lunt, on 
SchutzenbergePs process for the 
estimation of dissolved oxygon in 
water, 552. 

Bo saitei*, E. 'C. See II. E. Arm- 
strong, 

Buhemann, S., action of chloroform 
and alcoholic potash on hydrazines, 
242. 

Buhemann, S., and E. E. Black- 
mann, benzophenylhydrazine, ,612. ■ 

Buhemann, S. ' See also S. Skinner. 

Bussell, W. d*., and W. X, Orsman,, 
relation of cobalt to iron as 'indicated ■ 

,/ by '.absorption-spectra, Pboo., 14. 

S-; ' / 

Sindall, B. W., j6-bromonaphthalene- 
snlphonic acid, Peoc., HS. : 


Skinner, S., and S. Ruhem an ii, con- 
tributions to our knowledge of citrk! 
and aeonitic acids, 235. 

Smith, d. Denh am, obituary notice of, 

294. 

Smith, E. W. See G, G. Hender- 
son. 

Smith, W., note on /3-plienyhuipli- 
thalene, Proo., 70. 

Storev, J., obituary notice of, 29G. 
Streatfeild, E. W. See E. Meldola. 


T. 

Thorpe, T. E., the decomposition ot‘ 
carbon disulphide by shock, 220. 

Thorpe, T. E., and E. J. Hambly, 
on phosphoryl trithiorxde, ^59. 

the vapour “density of hydro- 
gen fluoride, 163. 

Thorpe, T. E., and J. W. Eodger, 
on thiophosphoryl fluoride, 306. 

Tingle, 'd. B. See W. If. Porkin, 
jnn. 


1. 

Yelej, Y. H., on a method of investi- 
gating the dissolution of 'metals in 
acids, 361. 


w. 

Wallace, W., obituary notice of, 296. 

Warington, B., the amount of nitric 
acid in ^ the rain-water at Botliani- 
, steel, with notes on tlia analysis of 
rain-water, 537. 

Werner, A. E., henzylammonium siie- 
einates and their donvativo8,'627. 

W illiams, J., obituary notice of, 298. 

Wynne, W. P.’ See 11 E. 'Arm- 
strong. 


1. , , , 

.Young, S., on 'the , vapour-pressurcs'' 
'and specifle volume, of similar com- 
, pounds of elements ' in relation 'to 'the 
position of those elements in tlic 
periodic table, Part 1, 4B6. 

— ^ the vapour pressures of quinoline, 

; You'ug^ S. ' 'S'cc al«o W^. BainB^y. v 



INDEX OF SUBJECTS. 


TRANSACTIONS. 1889. 

And to sncli papers as appeared in Abstracts of Proceedings (Nos, 
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cliloride on, 582. 

- — r intermediate products of oxidation 
of, 578. 

ketone, 580. 

tribromo- and tefcrabromo-, 581. 

Acenaphthylene glycol, 579. 
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' — preparation of, 354. 
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615. 
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netic rotadon' and' the refractipn, and 
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677. 

of sodium and gold, properties of, 
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of, 697, 732. 
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Amine vapours, dissociation of, 656. 
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713, 728, 743. 
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— — • hydrogen sulphate, magnetic 'rota- ^ 
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tory power of solutions of, V21, 
745. 

Ammonium iodide, magnetic rotatory 
power of solutions of, 718, 742. 

nitrate, magnetic rotatory power 

of solutions of, 721, 745. 
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magnetic rotation and the refraction 
and dispersion of light by, 751. 

• sulphate, magnetic rotatory power 
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456. 

constitution and molecular weight 

of, 454. 
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soluble starch, 449. 

properties of, 452. 
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136. 

Anilidophenylpyrrole, Pboo., 140. 
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action of, on methyl- 

parabromaiixline, 425. 

diazotised parabromo-, action of, 

on ethylmetanitraniline, 428. 

— action of, on ethylpara- 

nitraniline, 423, 

action of, on methyl- 

metanitraniiine, 426. 

action of, on methyl- 

paranitraniline, 419. 

— action of, on methyl- 

paratoliiidine, 432. 

diazotised paraclilor-, action of, on 

inethylpamtoluidine, 436. 

' — diazotised paranitr-, action of, on 
ethylparabromaniline, 423. 

— , action of, on methyl- 

bromaniline, 418, 

Anilines, compound, correspondence be- 
tween tlio nuignotic rotation and the 
refraction and dispersion of light by, 
755, 

Anisic aldehyde, melting point of, 551. 

compounds, melting points of, 

649. 

Annual General Meeting, March 28th, 

, 1889* 250. 

Anthracene, action of nitric acid on, 
Pboc., 13. 

-—'diamido-, Phoc., 13. 

nitro- and dinitro-, Peoo., 18. 

Antimony, molecular weight of, 582, 

'^,533.: ; 

■Arsenious oxide, .compounds of, with 
■ ; sulphuric anhydride, 157. 

: Atoinib' of chromium, 218. , 

of tellurium, 382. ' 

' ' -A 


Azo- and diazo-dcriYatives, eonstitutiou 

of, 114. 

Azo-j6-naphthol -compounds, alhyl-deri- 
vatives of, 603. 

benzoyl-derivatives of, 

114. 

Azo-jd-naplitbol-d erivatives contain ing 
acid radicles, redaction of, 117. 
Azonaphthols, contributions to the clie- 
mistry of, 603. 


B. 

Balance Sheet of the Chemical Society 
from March 21st, 1888, to March 
18th, 1889, 286. 

— ^ of the Kesearch Fund from 

March 218 % 1888, to March 18fch, 
1889,287. 

Barium, molecular weight of, 530, 533, 

, oxyamidosulphoimte, 76 t. 

Benzene, boiling point of, 487. 

bromo-, boiling point of, 487. 

“ Specific gravity of, 488, 506. 

spociiio volume of, 488, 506. 

— vapour-pressure of* 400* 497, 

503, 509. 

chloro-, boiling point of, 487. 

specific gravity of, 488, 505. 

specific volume of, 488, 505. 

vapour-pressure of, 490, 495, 

502, 509. 

expansion of, 519, 

fluoro-, boiling point of, 487. 

■- — - - — - specific gravity of, 488, 505. 

_ — ... .... — specific volume of, 488, 506. 

— - — - vapour-pressure of, 490, 493, 
502,509. 

■ iodo-, boiling point of, 487. 

specific gravity of, 4-88, 606. 

specific volume of, 488, 506. 

vapour-pressure of, 490, 498, 

, 503,510. 

— specific gravity of, 488, 504. 
specific volume of, 488, 504. 

■ vapour-pressure of, 492, 501, 608. 

Benzene-azo-|i-naphtliol, reduction of, 

122, , . 

: Benzene-azo-n-naplithyl acetate, nitra- 
tion of, 609. 

, — benzoate, 606. 

— — “ — ethylate, nitration of, 608. 

B6nzene-azo-/9-naphthyl acetate, nitra- 

■ '.tion of, 609. '' : 

'reduction of, 117, 122; , 

“ — benzoate, 115>' 

■ — metanitro-, 116. 

^ ^ redaction of,' 124! ' . ■ ' 

^ — — -’ethylate, nitration of j 608, , :'l' 
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BenzenecliaiioaiTiido]}aratoluene, ■ 

brOBio-, iBetliylation of, 4-33. , 
paracliloro-, metlijlatioii of, 437. 
Benzoindole, 617. 

Beiizoindoleearbosjlic acid, 617. 
Benzoplienylaeetone hydruzine, 615. 
Benzophemiberizaldebyde liydrazine, 
615. 

Beiizophenylliydrazinc, 613. 

action of chloroform and alcoholic 

potash oiij 618. 

Benzophenylliydrazhie-pTriivie acid, 
BIO. 

Benzophenyl-phenylsiilplioseiniearb- 
azide, 615. 

Besv-op] \ enylsemi earbazide, 614. 
Benzoyleaproic acid, w-, 350. 

^ — oxime ' of, 351. 

B enzoyi diam i dolly droxynaphtljyi- 
phenyl, 125. 

Benzoylphcnylefcliylthioearbamide, 305 . 
Benzoyl phenylseniithiocarbazide, 304, 
Benzylamidobenzeiio-azo-a-naphtlioi, 

696. , 

,BenzTlainidobe3iHene-azo-iS-iiaphtholj, 

596. 

Benzylammoniiini liydrogen succinate, 
628. ' 

succinate, normal, 628. 

succinates and their derivatives, 

627,' ' 

Benzvlbenzylidenediamidodiphenyi- 
aihine, 594. 

Benzylmetaphenyhmediamine, 597. 
Benzyhneta- and benzyl )>ara-phenylene- 
dianiines, oxidation of a mixture of, 

598., 

Benzylparaphenylenediamine, '591. 

— azo“ and diazo-dorivatives of, 590. 

oxidation of, in the presence of 

otherhiromatic amines, '59k 
Berherine, 03. 

action of fused potash on, 88. 

--- — action of hydrogen iodide on, 86, 
— — h}-driodide', 06. 

= liydroehloride, 70. 

— ^ nitrate, 65. , 

oxidation of, with' potassium ^per‘ 
man^anate, 71. 

— pIatmochll>ricle, 66, 

— - properties of, 68, 

Beryllium, additional proof ,of’ the 
blvalence of, 650, ' 

Bismuth, molecular^ weight of, 532, 533. 
Bismuthous oxide, cubical form, of, 143. 
Bis'“phenylmetthylm6thyIenepyrazolone, 
Buoa, 142, ' , '' 

Boric ■ acid, 'cojnpound, of, with sulphur 
trioxide, 155, ' '! 

Butter fat, nature of, Beoc., 5. , 
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Butterflies,, yellow pigment in, Beoc., 

117. 

Butyrylphenol, 548. 


c. 

Cadmium, effect of, on the freezing 
point of sodium, 673. 

molecular weight of, 527, 531, 

533. 

— — periodates, 151. 

Cadmium-lead alloys, 679. 

Cadmium- tin alloys, 679. 

Calamine, 96, 

Calci\im, molecular weight of, 530, 533. 
— — vanado-pyromorphite, 94, 
Caledotiifcp, 92. 

Carbohydrates, molecular weights of, 
462. , , 

Carbon bisulphide, decomposition of, by 
shock, 220. 

Carbon-compounds, imsatoated, eoiTe» 
spondence between the magnetic rota- 
tion and the refraction and dispersion 
of light by, 755, 

Cellulose, acetylation of, Peoc., 133. 
Cerotic acid from flax fibre, Phoo,, 155. 
Ceryl alcohol from flax fibre, Peoc., 
155. 

Chlorine, estimation of, in rain-W’ater, 
545. 

Ohloi'opierin, magnetic rotatory power 
of, 689. 

Chromium, atomic weight of, 213. 

Citric acid, 235, 

• Citryl monochloride, ohloro-, action of 
aniline on, 237, 

action of heat on, 237. 

, action of orihotoluidine 

on, 239, 

— action of water on, 236. 

— constitution of, 240. 

Cohalt, relation ot, to iron, as indicated 
, by absorption-spectra. Prog., 14. 
Colloids, determination of the molecular 
weight of, in solution, Peoo., 109. 
Copper, dissolution of, in acids, 361, 

peiiodate, 160. 

Cupric iodide, Pboc., 2, 

salts, interaction ' of, wdtli iodides, 

'pBOp., 2. ' 

Cyanides, hydration of, Peoc., 1'22- 


Dehydrothiotoluidine, ' 22'8. 

— - — constitution of, ' 232. , 
.Dehydrothiotoluidiiies'ulphoiiic ' ' acid, 

231. 

'' 8 H J!' ' 
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Bextrins, nioleeular weiglit-s of, 469. 
BiacefcylbenzylparaplionTlenediamine, 

592. 

Biacetylbutano, aw-, Prog., 143. 
Biacetylcaproic a^cid, aw-, 334. 
Diacetylcapronanaide, aw-, 342. 
Biacetylpenfcane, aw-, 330, 335. 

aw-, action of deliydratiug agents 

on, Pkoo., 143. 

aw-, action of reducing agents on, 

Peoc., 145. 

Biacetylpentanedioxime, a-w-, 337. 
Diamines, para-, oxidation of, Peoc., 115. 
Biazoamidobenzene, metanitropara- 
bromo-, ethylation of, 429. 

merhylation of, 437. 

paradibromo-, and its motbyl-do- 

rivatiye, 435. 

parametadinitro-j and its alkyl- 

derivatives, 415. 

paranitroparabromo-, ethylation of, 

424. 

— metliylation of, 420. 

Biazoamido-compoimds, alkyl, syntlxesis 
of lietex'ogeneous mixed, 610. 

— mixed, isomerism of tlie 

alkyl-derivatives of, 412. 

Bibariiiin oxamidqsulplionate, 763. 
Bibenzoylbenzylrnetaphenylenediamine, 
598. 

Bibenzoylbenzylparaphenylenediamine, 

593. 

Bibenzoylcinnamene, a/3-, Peoc., 136. 
Bibenzoylpentane, aw-, 330, 347, 348. 
Bibenzoylpentanedioxinie, 349. 
Bibenzoylstyrolene, aj8-, and tlie con- 
stitutionof Zinin’s lepiden, Peoc., 136. 
Bibenzylamidoindamiue, 598. 
Bibenzodiamidoplicnazine, 599. 
Bibenzylidenediamidodiphenjlamine, 

594. 

Bibenzylindamine, 593. 
Bidymium-group, absorption-spectra of 
the elements of, 259. 

Biethylamine hydrochloride, magnetic 
rotatory power of solutions of, , 713, 
74S, 

magnetic rotatory power of, 691, 

729: ' . 

Dihydroxydimethyllieptainothylene, 

’ ortho-, Peoc., 145. , 

Biisobutylamine, magnetic rotatory 
power of, 697, 730. 

Biketones, a-, condensation of, with. 

'' ethyl acetoacetate, Peoc., 1888, 114. , 
Bimetliyldehydrothiotoluidine, 230. 
Bimethyldiphenylpiazine tetrahydride 
[1:4:2;'3],;104. ^ 
Bimethylheptatnethylene, formation of, 
Peoc., 145.''/''';' 

ortho^broipo-y Peoc?., 145. 


Biplienyl-jd-bcnzoylpropionic acid, a-,. 

Peoc., 138. 

Biphenyl-5-phcny Ipyrroiidone, 3 
Peoc., 140. 

Biphenyl-5 -phenylpyrrolone, 3-, Pboc. 

140. 

Biphenylpiazino, 72 : SI, 99. 

dihydride, 98. 

dinitro-, 101. 

hexahydride, [i3-2, 3-], 105. 

[a.2, 3-], and its derivatives,. 

102 . 

Biphenyltetmzine, 244. 

1 bromo-derivatives of, 246. 

methiodide, 245. 

Bipropylamine, magnetic rotatory power 
of, 693, 730. 

Dispersion and refraction of light and 
magnetic rotation by compounds con- 
taining nitrogen, correspondence ho- 
, tween, 750. 

Dissociation of amine vapours, 656. 
Dissolution of metals in acids, method of 
investigating, 361, 

Distillation in a vacuum, apparatus for,. 
359. 

Bitolyltetrazine, para-, 247, 

Dolomite, 96. 

Dvi-teilurium, theoretical properties of, 
649. 

Dyes from pyrocresole, 54. 


E. ' 

Earths, rare, recent spectroscopic re- 
searches on, 255. 

Elements, chemical, periodic law of the, 
634. 

Erbium-group, absorption-spectra of 
the elements of, 265. 

Ethane, nitro-, decomposition of, with 
alkalis, Peoo„ 1888, 117. 

* magnetic rotatory power of, 

687. 

Ethyl acetoacetate, ' condensations of 
a-diketones with, Peoo., 1888,114. 

aoetyladipate, Peoc., I't2. , , , . 

anisate, melting point of, 551. 

benzophenylhydraizinepyruvate, 

616. 

— - cinnamyldietb acetate, 38.', 

aai-diacetyladipate, Peoo., 141. 

aw-diacetylcaproate, ' 333. ' 

— —action ..of alcoholic ammonia 

on, 339. 

— — 'aw-dibenzoylcaproate, 347. " , . 

— — - diimidodiacetyiadipate, ''', ,, ' , , PEOo'.y 
141, ' , , 

diphenylhydrazinediacetyladipate, 

Peoo., 141,..: ';y,. .';/,^ ^ 1' 
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Etliyl mefcliyldeliyclrohexonecarboxykfce, 
preparation o£, 331. 

a- metliyl" acu - diacetylcaproate, 

345. 

— - metbyldiliydropentenedicarboxyl” 
ate, Peoc., 142. 

Etliyl methyldiliydropentenemetliyP i 

kefconeearboxylate, Peoc., 143. I 

nitrate, magnetic rotatorv power 

of, 682, 725. 

pbenantliroxyieneacetoacetate, re- 
actions of, Peoo., 1888, 114. 

salicylaidehxde, melting point of, 

551. 

Etliylamine Iiydrocliloride, magnetic 
rotatory power of solutions of, 713, 
743. 

magnetic rotatory power of, 691, 

729. 

'Etbylbenzyltliiocarbamide, 300. i 

Ethylene nitrate, magnetic rotatory | 
power of, 684, 726. ! 

Plthylenediamine, action of, on succinic 
acid, 10. 

Etbylenedisuccinamie acid, 12. 

Ethylenedisuccinimide, 11. 

Etbylmetanitraniline, action of diazo- 
tised parabromaniline on, 428. 

Etbylparabroinaniline, action of diazo- 
tised metanitraniline on, 428. 

action of diazotised paranitraniline 

on, 423, 

Ethylpamnitraniline, action of diazo- 
tised parabromaniline on, 423. 

Etby Ipbenylsem i tbiocarbazid e, 302. 

E tb jlpiperidy 1 tblocarbamide, 624. 


F. 

Faraday lecture, 634, 

Fat, butter-, natoe of, Pboc., 5. 

— Sawarri, Pboo.,'69. 

Ferric cliloride, absorption-spectra of, 
Pitoo., 14. 

Flask for distilling frothing liquids in a 
Taeuum,, 369., 

Flax, constituents of, Peoc., 165, 

Formylphenylbydrazine,' 242, 248. 

Freezing point of sodium, lowering of, 
by the addition of other metals, 66$-. 

points ' of solutions, the law of, 

Peoc., 149. 

— mechanical, physical, 

and chemical, lowering of, Peoc., 160, 
151. 

' of sulphuric acid solutions, 

Peoc., 106. ' 

Furfural, prepamtion of, from jute hbre- 
■ substance, 209. 


a, 

Cralactose, molecular weight of, 463. 
G-allium, molecular weight of, 531, 

533. 

G-lyceric acid, preparation of, Peoc., 
14. 

Grlycendes of butter-fat, Pkoc., 5. 
6rlycerol, nitro-, magnetic rotatory 
power of, 686, 726. 

G-lycol, nitro-, magnetic rotatory power 
of, 684, 726. 

G-old, effect of, on the freezing point of 
sodium, 668. 

molecular weight of, 532, 533. 

sodium alloys, properties of, 670. 


' ' H. 

Heat of dissolution of sulphuric acid, 
Peoc., 88. 

Heat of neutralisation of sulphuric 
acid, 323. 

Hydrazines, action of chloroform and 
alcoholic potash on, 242. 

Hydriodic acid, magnetic rotatory 
power of solutions of, 708, 739. 

Hydrobromic acid, magnetic rotator}' 
power of solutions of, 706, 739. 

Hydrochloric acid in solution, corre- 
spondence betw'een the magnetic rota- 
tion and the refraction and disper- 
sion of light by, 758. 

— magnetic rotatory power of 

solutions of, 702, 739. 

Hydrofluoric acid, pure aqueous, pre- 
paration of, 166. 

Hydrogen fluoride, preparation of, 167, 

yapour-density of, 1G3, 

— — peroxide, formation of, by the 
exposure to light of a mixture of 
water and pure ether with oxygen, 
Peoc., 134. 

Hydraxylaniinesulphonates, conversion 
of, into byponitrites, 760. 

Hydroxynaphthylpbenyl, amido-derim- 
tives of, 124, 125. 

Hyponitrites, constitution of, as re- 
vealed by the decomposition ^ of 
oxyamidosulphonates, 772. 


' ;I. 

Inulin,, molecular weight of, 463. , 

I odides, interaction of, with , euprie 
salts, Peoc., 2. 

Iron periodates, 149. 
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Iron, relation of cobalt to, as indicated 
by absorption-spectra, Proc., 14, 
Isobutyl nitrate, magnetic rotatory 
power of, 683, 725. 

nitrite and nitrate, correspondence 

between the magnetic rotation and the 
refraction and dispersion of light by, 

757. 

magnetic rotatory power of, 

686, 727. 

Isobutylamine, magnetic rotatory power 
of, 694, 730. 

- — “ magnetic rotatory power of solu- 
tions of, 695, 730) 735. 
Iso-a/3-dibeiizoylcinnameiie, PROC., 139. 
Iso-ffi/S-dibenzoylstyrolene, Peoc., 139. 
Isolepiden, Peoc., 139. 

Iso thiocyanates, 300. 

Isoxylepideiiic acid, Peoc., 139. 


Jute fibre substance, action of chlorine 
on, 203.'^ 

— constitntion of, 199. 

nitration of, 201. 

— preparation of furfural 

from, 209. 


L. 

Lanarkite, 92. 

Lead, effect of, on the freezing point of 
sodium, 675. 

molecular weight of, 531, 533. 

~ periodates, 149. 

Lead-oadraiiim alloys, 679. 

Leadhillite, 91. 

Lead-tin alloys, 677. 

Lead-zinc alloys, 678. 

Light, action of, on moist oxygen, Peoc., 
134.' 

refraction and dispersion of,, and 
magnetic rotation by compounds con- 
taining nitrogen, correspondence' 
between,' 750. 

Lignification, chemistry of, 199. 

Ziliade^f presence ■ of salicy lie .acid in 
certain genera of the, Proo., 122. ■ 

Linarite, 93. ' 

' Lithium, effect of, on' the freezing 
■ point of sodium, 675. 

molecular weight of, 530, 533. 


M. , 

Magtiesium, molecular weighs of 531,,'^ 


Magnetic rotation and tlie re.fraction 
and dispersion of light by compounds 
containing nitrogen, correspondence 
between, 750. 

— rotjitory power of hydrochloric , 
hydrobromic, and liydriodie acids, 
680. 

of nitrogen-compounds, 

680. 

of some salts of am- 
monia and the compound ammonias, 
680. 

Maltodextrin, molecular weiglit of, 
465. 

Manganese, molecular weight of, 532, 
533. 

peroxide, decomposition of potas- 
sium chlorate in the presence of, 
184. ■ 

Mercuric chlorothiocyanate, 50. 
Mercury, effect of, on the freezing 
point of sodium, 672. 

Metals and acids, interaction of, 361, 
Proc., 66. 

— - effect of, on the freezing point of 
sodium, 666. 

method of investigating the disso- 
lution of, in acids, 361 , 

molecular weights of, 521. 

Methane, nitro-, magnetic rotatory 
power of, 687. 

Mothoxynaphthalenesul})] ionic acids, 
Proo, 73. 

Methyl fiuoride, 110. 

action of chlorine on, 111, 

, — - nitrate, magnetic rotatory power 
of, 682, 725. 

— — salieyialdehyde, molting points of, 

650. 

Methylacetyltetrahydrobonzene, ortho- , 
Proo., 144. 

Methylbenzyltiuocarbamide, 619. 

Methy 1-ff w-diacet y Ipontane, 346. 
Methyldihydropontenedicarbox)'Iic 
acid, Proo., l42. 

Methyldioxiiidole, 8. 
Methyl-3-diphonyi-5-phonylpyrrolidone, 
1-, Proo., 140, 

Methyl-8-clip],mnyl-5-pyrrolone, , ' 1-,' 
Proo., 140. ' ' 

Methylene chlorofiuoride, 112. 
Methylethylhexamethyleno, formation 
,of, Proo., 1*43. 

Methylethylpant’amethylene , [1 's 2], 

, P:^6a,,143- , , 

Methylhexamethylene methyl carbinol, 

■ ■ ' ortho-," Proo.,' 144, 

Methylindole, Pr., 1», deritatjiye$ of, 1. 

, 'M ethylmetanitranili'ne, action ' ;of , . , , di- 
. , . ; azotised patabromanilmo bn, 426, , ' 
Itethybrthotolylthiocarbanudc, 621. 
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l^Ietbyloxindolej 7. 

— — lirottio-j 7. 

■ xlibromo-, 3. 

— clicblom-, 4. 

MetliTlparabromaniline, action o£ di- 
azotised inetanitraniline on, 425. 

action of diazotised paranitrani- 

line on, 418. 

action of diazotised pamtoluidine 

on, 433. 

Methylparacliiomniline, action of di- 
azotised paratoluicUne on, 436. 
Methylparanifcraiiiline, action of di- 
azotised parabromaniline on, 419. 
Metbyiparatoluidine, action of di- 
azotised parabromaniline on, 432, 
— action of diazotised parachlor- 
aniline on, 436. 

Mefchylparatolylthioearbamide, 620. 
Methylpontamethylene metbyl carbinol 
Prog., 143. 

Metliylpseudoisatin, 5. 
Methylpseudoisatinosime, 6. 
Methylpseudoisatinphenylbydrazone, 5. 
Metbyltetrabydrobenzene metliyl car- 
binol, oitbo-, Prog., 144. 

— ^ , ketone, ortlio-, Prog., 144. 
Minerals from Leaclliiils, ,91. 

Molecular weight, determination of the, 
of substances in solution, especially 
colloids, pROC., 109. 

of amylodextrin, 455. 

— — » weights of the carboliydraies, 462. 

— of the metals, 521. 

Mifoponm resin of, 665. 


Naphthalene, a-, and ^-eyano-, heha- 
viour of, %vith suiphonatlng agents, 
Prog,, 122. 

— i|“diehIoro-, constitution of, Prog., 
49. , , 

heteronncleal, cr^S- and jSp-di, 

derivatives of, constitution of, Proo.- 
34,48. 

j3-iodo-, sulphonation of, PROO., 

75. 

nitro-jS-cHoro-, Prog., 71. 

Naphthalene-derivatives, iormation. pf 
Biilphones on snlphonating, ‘Prog., 
- 121 . 

Naphtlaalenes, 1 ; S-homo- and the 
isomeric hetero-ajS-dichloro-ypROO., 5. 

Naphthalene-iS-suiphonic acid, nitration 
of, Prog., 17. , 

■ — - sulphonation of, Prog.,. 10-., ' 

NaphtlmlenesulphoniC' acids, i3-bromo-, 
^ Prog., llS- 


Naphthalenesulplionie acids, a-ohloro- 
, iS-anaido-, isomeric, Proc., 36, 48. 

/§-, iodo-, Proc., 119. 

Naphtliol, P-, action of halogens on, 
i Prog., 71. 

a-amido", identification of, 120. 

bromo-derivatires of, Proc., 71. 

chloro-, Prog., 72. 

ehlorobromo-, Proc., 72. 

Naphthol-a-snlphonic acid, jS-, constitu- 
tion of, Proc., 8. 

Naphtholsulpbonic acid, d-, bromo- and 
chloro-deriratives of, Proc., 72. 
Napbtbylamine, isomeric snlphonic 
acids of, 33. 

jS-, products of the sulphonation 

of, at 160~105°, 35. 

N aphtliylaminesul phonic acid, Brenner’s 
/8-, acids formed by displacing NHo 
in, by halogens, Proc., 74. 

• Naphthylaminesulpho nie acids, (S-, from 
i8-naphthoisnlphonio acids, 37. 

— properties of the four, 36. 

Nickel periodate, 151. 

Nitrates, ethereal, correspondence 
between the magnetic rotation and 
the refraction and dispersion of light 
by, 755. 

magnetic rotatory power of, 

682, 724. 

Nitric acid, amount of, in rain-water at 
Eotliamsted, 537. 

estimation of, in rain-water, 

544. 

: — ^ magnetic rotatory power of, 

680, 724. 

Nitrites, ethereal, magnetic rotatory 
power of, 686, 727, 

Nitro-compounds, connection between 
the magnetic rotation and the refr^^- 
tion and dispersion of light by,^ 75ir 
Nitrogen, correspondence between re- 
fraction and dispersion of light ami 
magnetic rotation in compounds con- 
taining, Teaks., 750. 

Nitrogen- compounds, magnetic rotatory 
power of, 680. 


0 . 

Occlusion of oxygen in pure silver, 40f). 
Orthonitric acid, , magnetic rotatory 
■ power of, 681, 724. 
Oxyamidosulphonates' and their conver- 
sion, into hy]>oaitrites,. 760. 

— decomposition, of, bj'' alkaline 
■' 'bases,,,, 765, 

, — ^ , oxidation ' of, by, basic reagents, 

770. 
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Oxyaniidosulphonic acid, 761. 

hydi’oiysis of, 764. 

Oxygen, dissolved in water, estimation 
of, 552. 

moist, action of liglit on, Peoc., 

134. 

— — occlusion of, in pure silver, 400. 
Oxylepidenic acid, Peoc., 139. 
Oxyiepidens, Peoc., 137. 


P. 

Pentametliylenediaraine, magnetic rota- 
tory power of, 698, 733. 

Periodates, 148. 

constitution of, 152. 

Periodic law, experimental researclies 
on, 382. 

— _ of the chemical elements, 

^634. 

Phenanthrapiazine, 98. 

dihydride, 08. 

Phenanthraqninone, action of aeeiamide 
on, 107. 

Phenol, action of the chlorides of pro- 
pioiiyl and butyryl on, 546. 

- cldorobromoparanitro-, metallic 
derivatives of, 57, 68. 

— dibromorthonitro-, calcium - de- 

rivative of, 61. 

dichlororthonitro-. action of chlor- 
ine on, 586. 

calcium-derivative of, 61. 

— orthoohloroparabromo-, nitration 
of, 587. 

— ortl 1 ocli loroparabroniorthon itro-, 
action of bromine on, 585. 

i action of nitric acid on, 5B4. 

— orthochloroparanitiro-, bromination 
of, 56. 

orthonitro-, action of chlorine on, 

686 . 

parabromorthiodorthonitro-, cal- 

'Cinm -derivative of, 61. 

— parabromorthochlorortlionitro-, 
nitration of, 590. 

pambromorthonitro-, action of 

chlorine on, 580. 

parachlorortliobromorthonifcro-, 
action of nitric acid on, 584. 

— - — — calcium-derivative of, 60. 

niteation, of, 589* 

-- — ■ parachiorortlionitro-, action of 
V /, bromine on, 588. 

Phenols, halogen -nitro-, some metallic 
derivatives of, 56, . . 

Phenol -series, isomeric change in, 583. 
Plienyl butyrate, 547. 

— — propionate, 546. 


Phcnylbenzyltliiocarbamide, 300. 

Ph enyle n ediam ines, benz vl - d eri vati vcs 
of, 590, 

Phenylindoles, formation of, by iso- 
meric change, Pjioc., 90. 
Phenylnaphthalene, /8-j Peoc., 70. 
Phenyl thiocarbimitie, action of thialdino 
on, 627. 

Phosphorescence of aluTniiia, 280. 
Phosphoryl trifluoride, pireparation of, 
759. 

Piazine- derivatives, 97. 

Pigment, yellow, in butterflies, Peoc., 

117. 

Pinene, action of chromium oxychloride 
on. 45. 

Piperidine, hydrochloride, magnetic ro- 
tatory power of solutions of, 716, 743. 

magnetic rotatory power of, 699, 

733. 

magnetic rotatory pjower of an 

aqueous solution of, 700. 
Piperidylbenzoylthiocarbainide, 623. 

PI umbo-aragoiii to, 95, 

Plumbo-calcito, 95. 

Potassium, boiling point of, 326. 

chlorate, decomposition of, by heat 

in the presence of manganese per- 
oxide, 184. 

effect of, on the freezing point of 

sodium, 674. 

hydrogen fluoride, preparation of, 

166. 

lowering of the freezing point of, 

by the addition of ot.lior metals, 676, 

molecular wmight of, 530, 533. 

— ~ oxyamidosidphonato, 762. 

periodate, 151, 

Prirnuline base, 233. 

constitution of, 234. 

constitution of, 227, 

Propane, nitro-, magnetic rotatory power 
of, 688, 728. 

Propionitrilo, magnetic rotatnry power 
of, 701. 

Propionylphenol, 547. 

Propyl alcohol and water, v^apour-pres- 
sures of a mixture of, Peoc., 1888, 

■ 101 . ' , 

— ^ — nitrate* magnetic roliatory power 
of, 683, 725.' 

Propylamine, ' magnetic rotatory power 
of, 692, 730. 

Pyridine, magnetic rotatory power of, 
700, 734. . 

Pyrocresole, ay oxide, azo-derivatives of, 

54. 

— - diamido-, 54. ' , ^ ^ - 

dinitro-, 52* , ' ; 

- — - some derivatives and new colouring 
^ matters obtained' from, 5,1.' ^ 
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Pj roe, resole, tetrawiiclo*, '53. 
— — triehlor-, 52. 
Pyromorpiiite, 93. 


Q- 

Quinoline, vaponr-pressures of, 483. 


R. 

Rain-water, analysis of, 543. 

at Rothamsted, amount of 

nitric acid in, 537. 

Refraction and dispersion of light and 
magnetic refraction by compounds 
containing nitrogen, correspondence 
between, 750. 

Resin, hydrocarbon obtained by the 
action of sulphur on, Pboc,, 102. 

of Myoporum platyearpum^ J^^o. 

products of the action of sulphur 

on, PiiOG., 102. 


s. 

Saifranine, benzylated, 595. 

Salicylic acid, presence of, in certain 
genera of the Liliacem, Proc., 122. 

compounds, melting points of, 549. 

Saw^arri fat, Proc., 69. 
Silicon-compounds and their deriva- 
tiyes, 474. 

Silicotetra-a-naphthylamide, 482. 
Silieotetm-/3“naphthy lamide, 48 1 . 
Silicotetraorthotolylauiide, 480. 
Silicotetraparatolylamide , 478. 
Silicotetraphenylamide, 475. 

Silyer, effect of, on the freezing point 
of sodium, 674. 

molecular weight of, 532, 583. 

of M. Stas, occlusion of oxygen 

in, 400. 

periodates, 152. 

- — — pure, properties of, 399, 

Sodium, boiling point of, 326. 

gold alloys, properties, of, 670. 

- — lowering of the freezing point of>, 
by the addition of other metals, 666. 

' — molecular weight of, 527, '530,533.' 
— ^ — oxyamidosulphonate, 762. 

Solutions, densities, heat capacities, and 
electrical conductiyities of, Pboo., 86. 
mechanical, physical, and chemi- 
cal, lowering of the freezing points 
of, Pboc., 150, 151. 

— — nature of, Prog., 86, 106,' 

•“ — stiidy of the 'freezing temperatures 
of, Pboc,, 106. 


Solutions, the law of the freezing points 
of, Pboc., 149. 

Soxhlet extractor, improved, 359. 
Specific gravities and volumes of ben- 
zene and its halogen-clerivatives, 488. 

volumes of similar compounds of 

elements, 486. 

Spectra, absorption, of cobalt-com- 
pounds, Pboc., 14. 

of feiwic chloride, Pboc., 14. 

of iron and cobalt, relation 

between, Pboc., 14. 

of the elements of the didy- 

mium-group, 259. 

of the elements of the erbium- 

group, 265. 

incandescence, 267. 

of the yttrium-group of elements, 

269. 

phosp]io)‘eseence, 267. 

action of different earths on, 

■276. 

— ^ interference of, 276. 

reversion, 279. 

Spectra, sharp line, of phosphoreseert 
alumina, 281. 

Spectroscope, recent researches on the 
rare earths as interpreted by, 255. 
Spectrum of tliiophosphoryl* liuoridt», 

322. 

Starch, soluble, action of diastase on, 45(). 

~ molecular weight of, 465. 

properties of, 450. 

relation of W. Na^ii’s 

amylodextrin to, 449. ■ * 

Strontiamte, 95. 

Suecinheuzylamic acid, 630. 
Suecinbenzylimide, 629. 
Succindibenzyiamide, 631. 

Succinic* acid, action of ethylenediamino 
on, 10. 

Succinomon oben zylamid e, 632. 
Suiphones, formation of, on sulpliona- 
ting naphthalene-derivatives, Pboc,, 

121 . 

Sulphuric acid, causes affecting tin* 
lowering of the' freezing points of 
solutions of, Pboc., 150. 

estimation of, ' in rain-water, 

645. 

heat of dissolution of, Pboc., 

88 . 

heat of neutralisation of, 323. 

- — ^ hydrates of, . Pace., 88, 106, 

128, 151. 

tetx'ahydrate of,., existing in 

solution, isolation of a, Pboo., 128. 

- — — ■ 'Volumetric ■ estimation of, 

Pboc.,' 5. 

anhydride, compounds ' of' ,ar- 

seniO'Lis oxides with, 157. 
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Siilpliiiric trioxide j com pound of boric 
acid with, 155. 


T. 

Tetraqiimone, Puoc., 1888, 116. 

dibi’onio*, Peoc., 1888, Il7. 

dinitro-, Puoo., 1888, 117. 

Tellurium, atomic weight of, J82. 

compound nature of, 407, 411. 

tetrabromide, preparation of, 

396. 

Tetrabenzylmetaplienylenediamine, 602. 
Tetrabenzylparaplienyleuediamine, 600. 
Tetrahydroplienylmefch.yl methyl carbi- 
nol, orthO", Peoc., 144. 
Tetraphenylcrotolaetoue, Peoc., 137. 
Tetrethyiammonium chloride, magne- 
tic rotatory power of solutions of, 
715,743. 

Tetrethy Iphosphoniiun dibroihiodide, 
128. 

— - dicliloriodide, 130. 

heptabrotuide, 131. 

salts, action of bromine and chlo- 
rine on, 126. 

preparation of, 135. 

Tetrcthylphosphooinm sulpliato, com- 
pounds of, with chlorine and bromine, 
132, 133. 

tetrachloride, 130, 

trihromide, 131. 

— ' — trichloride, 132. 

Thallium, effect of, on the freezing 
point of sodium, 671. 

’ — — molecular weight of, 531, 583. . 
Thermochemistry, principles of, 14 
Thialdine, action of orthotoiyltliiocarb- 
imide and of plicuylthiocarbimide on, 
626, 627. ' 

Tliiocarbimides, 618, 

Thionyl thiocyanate, 48. 

TMophosphoryl iliioride, BOB. ' 

— a,ctiou of air and of ' oxygen 

, on, 312, 313. 

- — action of alhalis on 318. 

1 — . action of ammonia on, '318. ■ 

- — ^ — action of water on, 3l7. 

— liquefaction of, 322. 

— properties of* 311. 

- — “ spectrum of, 822. ' 

— '' — -"• vapour-density of, 308. 

Tin, lowering of the freezing point of* 

^ by the addition of other metals, 667. 
-—r-~ molecular weight of, 531* 533. 
Tin-padmium alloys, 679. 

Tin-lead alloys, 677. 

Tin-zinc alloys, 679. 

Toluidine, diazotised para-, action of* on 
methylparabromaniiine. 433. 


Toluidine, diazotiscd para-, action of, on 
methylparaehloraiuline, 436. 

para-, action of sulphur on, 228. 

Tolyibenzoyltliiocarbamide, ortho-, 622. 

Tolylhydrazine, para-, action of cidoro- 
form and alcoholic potash on, 2‘1<7. 

Tolylthiocarbiuiide, ortho-, action of, on 
thialdine, 026. 

Triaccty Idiam idoliy droxy nap htli y 1- 
phenyl, 124. 

Tribenzylphosphine oxide, action of 
chlorine on, 227. 

action of nitric acid on, 225. 

action of sulplinrio acid on, 

226. 

some compounds of, 223. 

trinitro-, 225. 

Tricthylamine hydrochloride, magnetic 
rotatory power of Boiutions of, 714; 
743. 

magnetic rotatory power of, 692, 

729. 

Triethylsulphino salts, preparation of, 
135. 

Trimethylene cyanide, magnetic rotatory 
power of, 702, 

Triphenylbutyrolactone, Peoc., 138. 

Triphenylcrotolactone, Peoc., 137. 

Triphenyl pyrazole, Pnoc., 141. 

Tripropyl ami ne, magnetic rotatory 
power of, 694, 730. 

ignited, action of ammonia. 

on, 42. 

Tungste'u-compounds, action of ammo- 
nia on, 41. 

— — hexachloride* action of ainmonia 
on, 44. 

' — - oxychiorido, aetion of ammonia 
' 'on, 43. 

Tungstic anhydride, action of ammonium 
chloride on, 42. 

— ignitod, action of ammonia 

on* 42. 


Tanadinite, 94. 

Yapour-density, method of dotermining, 
applicable at all tounporatures and 
pressures, Peoc., 1888, 1X0. 

^ — of hydrogen huoride, 163. 

Tapour-pressurcB of a mixture of propyl 
, ' alcohol and water,' Peoo., 1888* , 101. '■ 

— of quinoline, 483. 

, of ' 'Similar compounds of 

elements, '486. , 

Tolumes, specifie, 'of he'nzepe'and'dts 
' hfidoid-derivativea, 488. . ' ' ■ : , ' : , > 

— '''of eittt'ilar'', compounds. of;f 
'elements; 486i • 
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W. 

Water, estimation of dissolved oxygen 
in, 552. 

expansion of, Feoc., 89. 

oxidation of, to hydrogen per- 
oxide under the influence of light, 
Peoc., 134, 

rain-, analysis of, 543. 

— estimation of ammonia in, 

544 

at Eotliamsted, amount of 

nitric acid in, 537. 

X. 

Xenylenepyrazine, 98; 


Y, 

Yttrium-group, specti'a of, 269. 

2 . 

Zinc, atomic weight of, 443. 

effect of, on the freezing point of 

sodium, 674. 

mineral, from ^ blast furnace, 

Pkoo , 67. 

molecxilar weight of, 5.31, 533. 

Zinc-lead alloys, 678. 

Zine-tin alloys, 679. 


EBRATA. 
Yol. LY. 


Page. Hne. 

16 20 from top, /or enumerate,’’ read “ enunciate.” 

17 last line, after zinc,” imert in certain proportions.” 

18 2 from top, OOTizS “ brass.” 

18 3 „ ’ for “brass,” read “such a compound.” 

23 7&8 „ for “In fact, the water at this tempcmfcui.e ig continually 

giving off fundamental moleeules ^tbat is hna a 
vapour-tension),” read “In the fact that mflcr at 
this temperature is continually giving fundamental 
molecules (that is, has a vapour- tension) we have a 
proof that.” * 

480 12 & 13 from top /or “ {w)WO.y06B[4']Src>-CioH6‘OH(iS) 52 ‘74 ” 

(^)BrC,H4‘X2*04oHrOH(a). ...... 47.26- 


761 5 




read » (TO)N 02 -C„a 4 -lfj-C,oHB-OH(| 8 ) 

(i>)Br-C8H4-Na-C,oH8-OH(/3) 

for “25, 453,” read “26, 455 aud 29, 423.“ 


47-26” 
53 -74 
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